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ABBREVIATIONS 


aq. = aqueous 

atm. = atmospheric or atmosphere(s) 

at. vol. = atomic volume(s) 

at. wt. = atomic weight(s) 

T° or °K = absolute degrees of temperature 
| b.p. = boiling point(s) 

6° = centigrade degrees of temperature 


coeff, = coefficient 


conc. = concentrated or concentration 
dil. = dilute 
eq. = equivalent(s) 


f.p. = freezing point(s) 
m.p. = melting point(s) 


__ fgram-molecule(s) 
mol(s) = eee 


__ fmolecule(s) 
mol(s).= oper 


mol, ht. = molecular heat(s). 
mol. vol. = molecular volume(s) 
mol. wt. = molecular weight(s) 
press. = pressure(s) 

sat. = saturated 

soln. = solution(s) 

sp. gr. = specific gravity (gravities) 
sp. ht. = specific heat(s) 

sp. vol. = specific volume(s) 
temp. = temperature(s) 

vap. = vapour 


In the eross references the first number in clarendon type is the number of the 
volume ; the second number refers to the chapter; and the succeeding number refers to the 
“8.” section. Thus 5. 38, 24 refers to § 24, chapter 38, volume 5, 

The oxides, hydrides, halides, sulphides, sulphates, carbonates, nitrates, and phosphates 
are considered with the basic elements; the other compounds are taken in connection with 
the acidic element. The double or complex salts in connection with a given element include 
those associated with elements previously discussed. The carbides, silicides, titanides, 
phosphides, arsenides, etc., are considered in connection with carbon, silicon, titanium, etc. 
The intermetallic compounds of a given element include those associated with elements 
previously considered. 

The use of triangular diagrams for representing the properties of three-component 
systems was suggested by G. G. Stokes (Proc. Roy. Soc., 49. 174, 1891). The method was 
immediately taken up in many directions and it has proved of great value. With practice it 
becomes as useful for representing the properties of ternary mixtures as squared paper is for 
binary mixtures. The principle of triangular diagrams is based on the fact that in an equi- 
lateral triangle the sum of the perpendicular distances of any point from the three sides is 
a constant. Given any three substances A, B, and C, the composition of any possible 
combination of these can be represented by a point in or on the triangle. The apices of the 
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triangle represent the single components A, B, and C, the sides of the triangle represent binary 
mixtures of A and B, B and C, or C and 4; and points within the triangle, ternary mixtures. 
The compositions of the mixtures can be represented in percentages, or referred to unity, 10, 
etc. In Fig. 1, pure A will be represented by a point at the apex marked A. If 100 be the 


OF a A PRS Bo 8. 6s eee 
Fig. 1. Fira. 2: eA thd eae 2 


standard of reference, the point A represents 100 per cent. of A and nothing else; mixtures 
containing 80 per cent. of A are represented by a point on the line 88, 60 per cent. of A by a 
point on the line 66, etc. Similarly with B and C—Figs. 3 and 2 respectively. Combine 
Figs. 1, 2, and 3 into one diagram by superposition, and Fig. 4 results. Any point in this 


B 
O 20 40 60 80 100% of © 
/00 80 60 40 20 o%~orB 


Fic. 4.—Standard Reference. Triangle. 


diagram, Fig. 4, thus represents a ternary mixture. For instance, the point M represents a 
mixture containing 20 per cent. of A, 20 per cent. of B, and 60 per cent. of C, 


CHAPTER LIX 
TELLURIUM 
§ 1. The History and Occurrence of Tellurium 


Up to near the end of the eighteenth century, the peculiar mineral known as white 
gold-ore or grey gold-ore, occurring in the sandstone near Zalathna, Transylvania, 
appears to have been considered by chemists and mineralogists as a kind of alloy 
of antimony and bismuth. One variety of the mineral was called Gelberz, Schrifterz, 
Blattererz, or bldtterige Graugolderz by G. A. Scopoli;+ and or gris lamelleux by 
I. Eques a Born. Later, it became the Nagyager Hrz of A. G. Werner; the 
Blatiertellur of J. F. L. Hausmann ; and the nagyagite of W. Haidinger. Another 
variety, Weissgolderz, was called or blanc d’Offenbanya, or or graphique, or aurum 
graphicum, by I. Eques a Born; prismatische Weissgolderz by J. HK. von Fichtel ; 
and aurum bismuticum by J. G. Schmeisser. The Weissgolderz was afterwards 
called sylvane graphique by A. J. M. Brochant; Schriftellur by J. F. L. Hausmann ; 
Schrofterz by J. Esmark ; sylvane by F. 8. Beudant ; sylvanite by L. A. Necker; and 
aurotellurite by J. D. Dana. 

OC. A. Gerrard’s analysis gave: 76 per cent. of sulphur and bismuth, 18 per cent. of gold, 
and 6 per cent. of silver ; while A. von Ruprecht’s analysis gave : gold, 11-6; silver, 2-33 ; 
lead oxide, 25; iron oxide, 16-66; arsenic oxide, 1:00; antimony oxide, 2:08; sulphur, 
41-66 per cent. 

In 1782, F. J. Miiller von Reichenstein 2 showed that the Werssgolderz gave no 
indication of the presence of either antimony or bismuth, and he suspected that it 
contained a new metal, which he called metallum problematicum or aurum paradoxum. 
T. Bergman received a sample of the mineral, and examined it by the blow-pipe. 
He said that the metal is of a different nature from antimony, but he did not 
venture to give a decided opinion ; although, according to P. Diergart, T. Berg- 
man concluded that F. J. Miller von Reichenstein had discovered a new element. 
About 1789, P. Kitaibel also suspected the presence of a new element; and, a few 
years later, M. H. Klaproth extracted the unknown metal and observed a number of 
its properties, from which he concluded that the mineral contains a peculiar, distinct 
metal essentially different from every other metallic substance hitherto known ; 
and he added that since these properties had previously been described in the 
crude mineral, it is to F. J. Miller von Reichenstein that the merit belongs of 
having first suspected in Weissgolderz a new and distinct metal, and of having 
demonstrated its probable existence. This was verified by J. F. Gmelin. 
M. Tihavsky tried to show that tellurium and antimony are the same; but the 
attempt was abortive. 

Tellurium occurs in only a few places and in small quantities; it is less 
abundantly distributed than any other element of the sulphur family. It rarely 
occurs in the elemental state, and it is present only in tellurides and in a few oxidized 
ores. According to F. W. Clarke and H. 8. Washington,? the igneous rocks on the 
earth’s crust contain 8 x 10-2 per cent. of sulphur, n x10~8 per cent. of selenium, 
and <10~° per cent. of tellurium; and tellurium is about as abundant as gold. 
J. H. L. Vogt gave for sulphur 6 x 10-2, selenium 10-9, and tellurium nx 10710 
per cent. W. Vernadsky gave 0-0;6 for the percentage amount, and 0-0, for the 
atomic proportion. H. A. Rowland 4 failed to detect the lines of tellurium in the 
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solar spectrum ; and the subject was discussed by F. E. Baxendall. According to 
C. E. St. John, it is yet uncertain whether or not tellurium lines occur in the solar 
Spectrum. 

The occurrence of native tellurium at Nagyag, Transylvania, was discussed by 
V. R. von Zepharovich ; 5 at Oravicza, Transylvania, by B. von Cotta; in Ruda, 
Erzgebirge, by F. Berwerth; in the vicinity of Zalathna, by M. H. Klaproth, W. Petz, 
J. Loczka, V. R. von Zepharovich, L. Tokody, G. Rose, A. Brezina, H. von Foullon, 
and G. Benké; in Asia Minor, by G. Cesaro; in Colorado, by W. P. Headden, 
G. Rolland, B. Silliman, F. A. Genth, G. vom Rath; in California, by D. L. Mathew- 
son, G. Kustel, and F. A. Genth ; in Chile, by E. Bertrand ; in New South Wales, by 
A. Liversidge; in Western Australia, by R. W. E. MacIvor, M. Maryansky, and 
A. Frenzel; and in the Transvaal, by A. Frenzel. The following are analyses of 
some native tellurium selected from these reports : | | 


Te Se S Au Ag Fe Gangue 
Zalathna . P =|») 80°39 0-33 9-26 0:33 — 8-55 1-54 
Lalathna . ; ites SOS trace — 0-15 — 0-53 1-62 (Cu) 
Magnolia (Colorado) . 96-91 — o— 0-60 0:07 — 2-42 
Ballerat (Colorado) . 93°64 —- —- 2°18 dd bs 0-18 2-85 
John Jay (Colorado) . 97-94 — — 1-04 0-20 0-89 0:32 (Zn) 
Gunnison (Colorado) . 99°45 0-40 — — — 0-11 — 
West Australia . . 96-935 — — 2-399 -— — -— 


Tellurium occurs combined with gold, silver, bismuth, and many other metals. 
It is rather a nuisance in certain auriferous districts where the gold and silver 
ores are unfit for amalgamation, etc., because the telluride ores do not give up 
their gold to mercury, to cyanide, or to chlorine ; the ores also concentrate badly ; 
they are difficult to roast on account of their low m.p. and gold is lost during the 
removal of the tellurium. The telluride ores are smelted either with lead or copper 
ores which act as a flux. Large amounts of tellurium enter the copper matte. 
The mattes are then bessemerized, and the copper refined by electrolysis. The 
copper contains not far from 0-04 per cent. of tellurium. The slimes contain 
most of the tellurium, antimony, cesium, and bismuth together with silver and 
gold. The chief tellurium minerals are the tellurides; and the oxidized minerals 
are represented by tellurous acid, the tellurites and the tellurates. The tellurides 
include tellurium bismuth glance, BigTes; tetradymite, BigTe,S; wehrlite, Bi;Te,Ag ; 
and pilasonite, BigTe,—as well as the non-homogeneous oruetite, BigTes.BigSs. 
There are also joséite, BigTeS; grtinlingite, BiS3Te ; rickardite, CuyTes; altatte, 
PbTe; melonite, NigTe3; coloradoite, HgTe; sttitzite, AgyTe(monoclinic) ;  hessite, 
AgoTe(cubic) ; empressite, AgTe; petzite, (Ag,Au)Te; muthmanmte, (Ag,Au)Te ; 
sylvanite, AuAgTe,; krennerite, (Au,Ag)Te, ; goldschmadtite, AugAgTeg; calaverite, 
AuTe, ; antamokite, a gold silver telluride ; nagyagite, AugSboPbi9TegS15 ; talapite, 
Bi(8,Te)zAGzg; vondiestite, (Ag,Au)sBiTe,; goldfieldite, 5CuS.(Sb,Bi,As).(8,Te) ; 
arsenotellurite, TegAs.S7; coolgardite, a mixture of coloradoite, petzite, calaverite, 
and sylvanite ; kalgoorlite, a mixture of coloradoite, petzite, and tellurium ; white 
tellurcum, an antimonial telluride of gold, silver, and lead ; and likewise also Gelberz, 
and miillerite ; and henryite, a mixture of lead telluride and pyrites. The oxidized 
~ minerals include the tellurites—tellurite, TeO, ; durdenite, Fes(TeOs)3.4H.O, with a 
little selenium; and emmonsite, a mixture of ferric tellurite, etc.—and the tellu- 
rates—montanite, Bi(OH),TeO, ; magnolite, Hgo>TeO,; and ferrotellurite, FeTeQ,. 

According to A. Cossa,® tellurium occurs among the eruption products of Vulcana, 
Lipari Islands. F. Zambonini and L. Coniglio observed it amongst the products 
of Vesuvius. KE. Divers and T. Shimidzu found 0-17 per cent. of tellurium in the 
orange-red sulphur of Japan, and tellurrum was also found in the chamber-mud of 
the sulphuric acid works at Osaka, Japan. D. Playfair observed about 0-002 per 
cent. of tellurrum in the flue-dust of a furnace roasting Spanish pyrites. D. Forbes 7 
reported 5-9 per cent. of tellurium in the native bismuth of Bolivia; F. A. Genth, 
0-042 per cent.; and R. Schneider, 0-14 per cent. The presence of tellurium in 
commercial bismuth preparations—e.g. the oxynitrate—was discussed by 
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J. O. Braithwaite, E. Isnard, G. Brownen, M. Reisert, EH. A. Letts, Bonz und Séhne, 
etc. The gold and silver ores of Colorado and other American States were dis- 
cussed by C. Whitehead,’ C. Vincent, H. J. Burkart, F. A. Genth, C. Palache, 
W. P. Headden, etc. - EK. Thomson found tellurium in Canada, in the ores of Mont- 
bray, Quebec. C. Rossler, and K. B. Heberlein found it in the silver ores of Spezia, 
Italy, when it occurs associated with platinum telluride; P. Krusch, and 
L. J. Spencer, in the gold ores of Kalgoorlie, West Australia; E. Weckwarth, near 
Quisque, in Peru; and it has also been reported in the gold ores of Offenbanya, 
Siebenbiirgen. K. B. Heberlein found tellurium in the lead ores of Tasmania, and 
of Spezia, Italy; and C. H. Fulton, T. Egleston, EK. Keller, and V. Lenher, in 
American copper ores. A. Schoep found up to 0-67 per cent. tellurium trioxide in 
fourmarierite. EH. Priwoznik,® and 8. Skowronsky made some general observations 
on the occurrence of tellurium, 
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§ 2. The Extraction of Tellurium 


According to M. H. Klaproth,! native tellurium—containing, say, 97 per cent. 
of tellurium associated with iron, gold, and sulphur—can be dissolved in aqua 
regia ; the soln. diluted with as much water as can be added without producing a 
precipitate, and treated with an excess of potash-lye. The filtrate is neutralized 
with hydrochloric acid. The precipitated tellurium dioxide is washed, dried, mixed 
with oil or with one-tenth its weight of charcoal, and heated in a glass retort. The 
reduced tellurium is found partly at the bottom of the retort, and partly as 
a sublimate. 

J. J. Berzelius extracted tellurium from tetradymite—containing approximately 
60 per cent. of bismuth, 36 of tellurium, and 4 of sulphur—by making the finely 
powdered ore into a stiff paste with sodium and potassium carbonates and olive oil ; 
and heating the product, in a closed porcelain crucible, gradually to carbonize 
the oil, and afterwards to a white-heat. The object here is to separate the sulphur, 
selenium, and arsenic. The arsenic volatilizes and the sulphur and selenium remain 
in soln. after the tellurium has been precipitated by a current of air. The mass is 
cooled out of contact with air, quickly pulverized, quickly washed with air-free 
water, and a current of air passed through the filtrate to precipitate the tellurium. 
The filtrate containing tellurrum sulphide (and selenide) and alkali sulphide is treated 
with hydrochloric acid to precipitate the tellurium. The washed tellurium is then 
fused, and distilled in a current of hydrogen so as to separate it from the gold, iron} 
manganese, and copper. I. Becker used a similar process. A. Schuller said that 
the distillation is easily conducted in vacuo. F. Wohler found that the vacuum 
distillation in hydrogen removes the selenium as hydrogen selenide; and 
K. Priwoznik, that the selenium is similarly removed from molten tellurium in a 
current of hydrogen. J. J. Berzelius said that a trace of selenium always remains 
associated with the tellurium distilled in hydrogen. F. Stolba treated powdered 
tetradymite with hydrochloric acid to remove the limestone; and heated the 
washed residue with conc. hydrochloric acid, with the gradual addition of nitric 
acid, until the residue is white. As much water was added to the cold liquid as 
could be done without the separation of tellurium ; iron was then added to the 
filtered soln., when crude tellurium, containing bismuth and copper, was precipitated. 
In another process, the powdered mineral was heated with sulphuric acid of sp. gr. 
1-842 so long as sulphur dioxide was given off. The liquid was diluted with water, 
and the tellurium precipitated from the filtrate by means of iron; the residual 
matter was treated with conc. hydrochloric acid, and tellurium precipitated from 
the soln. by iron, or by sodium hydrosulphite. The tellurium was purified by dis- 
solution in nitric acid, the liquid made alkaline with soda-lye, and the tellurium 
precipitated by glucose. The extraction of tellurium from bismuth ores was dis- 
cussed by HK. Matthey. H. Priwoznik, F. M. Horn, and J. Lowe employed modifica- 
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tions of the process for other minerals and ores. F. M. Horn dissolved the ore 
from the Allerheiligen Mine, Siebenburg, in boiling conc. sulphuric acid, and precipi- 
tated the silver with hydrochloric acid, and the tellurium by zinc. 

J.J. Berzelius obtained tellurium from silver telluride—containing approximately 
35 per cent. of tellurium, 46 to 61 of silver, and 1 to 18 of gold—by heating the 
powdered mineral in a current of chlorine, when silver chloride, and volatile tellu- 
rium tetrachloride are formed. There escapes a mixture of sulphur, selenium, and 
antimony chlorides. The tellurium tetrachloride is dissolved in dil. hydrochloric 
acid, and the tellurium precipitated by sodium hydrosulphite. The tellurium is 
purified by distillationin hydrogen. J.J. Berzelius also obtained tellurium by fusing 
the powdered ore with a mixture of potassium nitrate and carbonate in a silver 
crucible not quite to redness. When the black mass becomes reddish-grey, the temp. 
is Increased to redness, and the mass allowed to cool. It is then lixiviated with 
water, and filtered. The clear liquid, which becomes turbid when heated, is 
evaporated to a small vol., mixed with a large proportion of powdered charcoal, 
and evaporated to dryness. The product is heated in a covered crucible, and then 
treated as in the extraction of tellurium from tetradymite. H. Hess employed a — 
somewhat similar process. J. J. Berzelius also heated the native silver telluride 

with conc. nitric acid—free from chlorine. When all is oxidized, the liquid is 
evaporated to dryness; the dry mass extracted with water; and the residual 
tellurium dioxide mixed with sodium carbonate and oil as in the extraction of 
tellurium from tetradymite. 

P. Berthier obtained tellurium from finely powdered nagyagite—containing 
approximately 30 per cent. of tellurium, and 50 per cent. of lead along with some 
gold, copper, antimony, and sulphur—by repeatedly boiling with conc. hydro- 
chloric acid, and washing with boiling water; the residue was treated with nitric 
acid, and the decanted liquid evaporated to dryness; the resulting tellurium 
dioxide was dissolved in hydrochloric acid, and the tellurium precipitated with 
sulphurous acid. P. Berthier also fused the powdered mineral with a mixture of 
potassium nitrate and carbonate, and precipitated the tellurium from the acidified 
extract by means of iron. IF. Stolba extracted the powdered mineral with hydro- 
chloric acid, digested the residue with aqua regia, and added water so long as a 
precipitate—tellurium dioxide and antimony oxychloride—was formed. The gold 
was precipitated from the filtrate by ferrous sulphate, and the tellurium by iron 
in the presence of a little stannous chloride. The mixture of tellurium dioxide and 
antimony oxychloride was boiled with conc. soda-lye, and the tellurium pre- 
cipitated from the alkaline liquor by glucose. According to B. Brauner, the pre- 
cipitate obtained by diluting the above-indicated soln. with water may also contain 
basic tellurites which are not completely decomposed by the boiling soda-lye ; if 
basic copper tellurite is formed, some copper may pass into soln., and be pre- 
cipitated as cuprous oxide by the glucose. E. Donath, and L. Kastner used 
modifications of the process. J. Farbaky recommended the following process for 
extracting tellurium on a large scale from gold-tellurium ores : 

The ore is slowly thrown into boiling conc. sulphuric acid, when lead, copper, zinc, 
tellurium, and also a portion of the silver compounds present go into soln., gold and silicic 
acid remaining undissolved. The product is then heated with water containing from 
10 to 15 per cent. of hydrochloric acid, when the latter precipitates the dissolved silver and 
dissolves the hydrated tellurium, oxide precipitated by the water. On filtering, a residue 
of gold and silver is obtained which is worked up separately. Sulphur dioxide is passed 
through the filtrate, and as this takes place in sulphuric or hydrochloric acid soln., only 
tellurium and selenium are thrown down. This residue is found to contain from 72—85 per 


cent. of tellurium, and after a repetition of the process, the percentage is increased to 97-98. 
The crude powder is melted and cast in moulds. 


A. von Schrétter treated impure nagyagite with hydrochloric acid to remove 
soluble carbonates, etc.; and afterwards digested with aqua regia—with an 
excess of hydrochloric acid until the insoluble residue was white. Water, and 
hydrochloric acid were added to keep the tellurium dioxide in soln. The liquid 
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was filtered from the silver chloride, and the soln. treated with ferrous sulphate, 
oxalic acid, or glycerol in a neutralized soln., to remove gold. The filtrate was 
treated with sulphur dioxide whereby scarlet-red selenium was first precipitated, 
and afterwards dark-grey tellurium. This was melted under a layer of sodium 
hydroxide. EH. Priwoznik, F. M. Horn, H. Schnitzler, H. Schwarz, and J. Lowe 
used modifications of this process. W. Pethybridge discussed the extraction of 
tellurium from gold ores. 

M. Shimose extracted tellurium from chamber-mud in the sulphuric acid works 
of Osaka, Japan, by digesting it with a warm soln. of potassium cyanide and sodium 
carbonate ; the mixture was diluted with water and boiled ; the filtrate was strongly 
acidified with sulphuric acid, treated with a little nitric acid, and the tellurium 
precipitated as sulphide by a current of hydrogen sulphide. The yellow sulphuric 
acid from the chambers was treated in a similar manner. ‘The precipitates were 
melted with potassium cyanide, and the tellurium precipitated from an aq. soln. 
of the melted mass by the passage of a current of air. C. Whitehead said that the 
slimes obtained in the electrolytic refining of copper may contain much tellurium. 
The slimes are digested with hydrochloric acid, and the resulting soln. is decanted 
from the insoluble siliceous matters, and poured into water. ‘Tellurium dioxide, 
along with some antimony oxychloride, is precipitated. The precipitate is dissolved 
in conc. hydrochloric acid and treated with sulphur dioxide when a red precipitate, 
consisting largely of selenium, separates out ; the filtrate is diluted and again treated 
with sulphur dioxide when the tellurium is precipitated. The tellurium can be 
further purified by fusion with potassium cyanide when potassium telluride K,Te 
is formed. A current of air is passed through the aq. soln. 2K,Te+2H,0+0O, 
=4KOH-+2Te. The precipitated tellurium is then fused and distilled in a current 
of hydrogen. Several of the tellurium ores can be treated with acid in a similar 
way, or fused with potash or soda, or with a mixture of sodium carbonate and 
potassium nitrate. In the case of the alkali fusion, the tellurate is extracted with 
water, treated with hydrochloric acid, and afterwards with sulphur dioxide, when 
glucose or sugar precipitates tellurium from soln. of alkali tellurates. Observations 
on this subject were made by E. Keller, V. Lenher, A. T. von Gersdorff and 
W. L. Kolreuter, A. Wehrle, and F. D. Crane. The extraction of tellurium from 
lead and silver ores was discussed by K. B. Heberlein. 

P. Hulot fused the tellurate with potassium nitrate, and, on extracting the cold 
mass with water, there remained insoluble potassium tellurate, K.Te,Oj3, which 
furnishes tellurium when suspended in water and reduced. with nascent hydrogen 
from zine and hydrochloric acid, or aluminium and alkali-lye. 

R. W. E. Maclvor found that when the vapour of sulphur monochloride is passed 
over tellurium minerals—native tellurium, calcinite, etc.—the tellurium is 
volatilized as the tetrachloride. The solid is washed with carbon disulphide, 
dissolved in hydrochloric acid, and the tellurium precipitated by potassium 
hydrosulphite. 

According to A. Gutbier, the above described methods of purification furnish 
crude tellurium contaminated with foreign metals—copper, silver, gold, zinc, arsenic, 
antimony, bismuth, iron, etc.—as well as by sulphur, selenium, silica, etc. Owing 
to the anomaly in the at. wts. of iodine and tellurium—1. 6, 6—tellurium has been 
tortured in numerous ways in order to find if the presence of a small proportion 
of some unsuspected impurity would account for the discrepancy. The element 
was obdurate—the results were nugatory. The impurities in selenium were 
removed by converting the selenium to the dioxide and heating the product nearly 
to its m.p. in air, when all but a trace of the selenium is volatilized as the dioxide ; 
the sulphur and selenium can be removed by oxidizing the elements to telluric acid, 
etc., adding barium chloride to precipitated barium sulphate and selenate. H. Rose 
removed sulphur by heating the mixture with aqua regia, evaporating with hydro- 
chloric acid, and precipitating the tellurium by sulphur dioxide. H. Rose also 
melted the crude tellurtum with potassium cyanide in an atm. of hydrogen— 
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potassium telluride, selenocyanate, and sulphocyanate are formed. The telluride 
is then treated as indicated below for crude tellurium. A. Oppenheim observed 
that when the crude tellurium is heated on a water-bath with a soln. of potassium 
cyanide, only a little tellurium, but all the sulphur and selenium, pass into soln. 
Hydrochloric acid added to the soln. precipitates the selenium. A current of air 
passed through the soln. converts the tellurium into alkali tellurite and the soln., 
when treated with sulphur dioxide, gives a precipitate of tellurium. H. Rose, and 
M. Shimose added that tellurium is only slightly attacked by a boiling soln. and it 
passes into soln. in a form not precipitable by air, or by a hot soln. of potassium 
hydroxide and glucose, but which, like selenium, is precipitable by hydrochloric 
acid. A.von Schrétter, HE. Priwoznik, C. Alexi, and M. Shimose said that when a 
conc. hydrochloric acid soln. is treated with sulphur dioxide, the selenium is first 
precipitated, and this is followed by grey tellurium. The process was discussed 
by J. J. Berzelius, E. Priwoznik, and A. von Schrétter. This subject has been dis- 
cussed by H. Keller, and his results are summarized in Figs. 1 and 2 of the preceding 
chapter. F. D. Crane replaced the sulphur dioxide by hydrazine, hydroxylamine, 
or magnesium, but P. Kéthner said that these precipitants offer no advantages over 
sulphur dioxide. H. Divers and M. Shimose worked with sulphuric in the place of 
hydrochloric acid. They said that selenium and tellurium are sharply distinguished 
from each other in their behaviour towards sulphur dioxide in the presence of 
sulphuric acid, and absence of hydrochloric acid. With precautions easy to be 
observed, the whole of the selenium is precipitated without a trace of the tellurium 
accompanying it. The sulphur dioxide soln. must be added to the undiluted or 
very slightly dil. soln. of the oxidized elements in conc. sulphuric acid. Some 
dilution of the sulphuric acid is indeed necessary, as the precipitation of the 
selenium is incomplete without it, but this is most safely and simply effected by the 
sulphur dioxide soln. itself. H. Rose said that the precipitation by sulphur dioxide 
in the presence of sulphuric acid alone is imperfect, but, added EH. Divers and 
M. Shimose, this is only the case when the conc. of the sulphuric acid is too low. In 
the sulphuric acid process, the crude tellurium is heated with conc. sulphuric acid 
to form a colourless soln., and until no more sulphur dioxide is evolved ; four vols. 
of sulphurous acid are added, and only the selenium is precipitated.. The soln. is 
warmed on a sand-bath, diluted and filtered. The tellurium is then precipitated 
from the filtrate by adding hydrochloric acid, and passing a current of sulphur 
through the liquid. M. Shimose said that when an alkaline tellurite soln. is boiled 
with glucose, the tellurium is first precipitated and afterwards the selenium. 
F’. Stolba made some observations on this subject. 

B. Brauner purified tellurium by dissolving it in hydrochloric acid mixed with 
as little nitric acid as possible, and removing the nitric acid by repeated evapora- 
tion with hydrochloric acid. The soln., at 60° to 70°, is treated with sulphur dioxide 
to precipitate the selenium and tellurium which may be contaminated with lead or 
copper. The dry product is fused with five times its weight of potassium cyanide 
in an atm. of hydrogen to protect it from air. The cold mass is extracted with 
water, and a current of air passed through the claret-red soln. of potassium telluride. 
The washed and dried precipitate of tellurium is distilled in a current of 
hydrogen. 

According to P. Kéthner, tellurium may be separated from its common impurities 
(copper, silver, gold, bismuth, antimony, arsenic, and selenium) by dissolving the 
crude substance in hydrochloric acid containing a little nitric acid, evaporating off 
the excess of the latter reagent, diluting the cooled soln. with water until the deep 
yellow colour of tellurium tetrachloride disappears, filtering from the precipitate 
of silver chloride and the oxychlorides of antimony and bismuth, and treating the 
warm filtrate with sulphur dioxide. The treatment is repeated, and by fractional 
precipitation two or three times, and collecting the middle fraction, pure tellurium 
is obtained. The first fractions contain arsenic, whilst the third fraction shows 
traces of copper and gold. The element may be obtained in a crystalline form by 
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passing sulphur dioxide into a hot soln. of the tetrachloride in conc. hydrochloric 
acid (20-3 per cent.):; the crystals being opaque with a silvery lustre. 

L. Staudenmaier obtained tellurium of a high degree of purity by dissolving freely 
powdered crude tellurium in dil. nitric acid ; evaporating the soln. with cone. nitric 
acid, and filtering. The tellurium is then precipitated with sulphur dioxide, and 
washed with hydrochloric acid and water. It is then dissolved in an excess of dil. 
nitric acid, and a slight excess of chromic acid is added. The soln. is evaporated for 
crystallization, with the crystals washed with nitric acid and dissolved in a small 
quantity of water. ‘The soln. is treated with a few drops of alcohol to reduce any 
chromic acid remaining, and precipitated by the addition of nitric acid. Finally, the 
product is dissolved in water and evaporated to dryness on the water-bath—-telluric 
acid remains. This reduces to tellurium dioxide when heated, and it can be reduced 
to tellurium by heating it in hydrogen, or by the action of sulphur dioxide. 
P. Kéthner said that this product still contains spectroscopic traces of copper and 
silver. | 

D. Klein and L. Morel dissolved the tellurium in cone. nitric acid, and evaporated 
the soln. for crystallization. The basic nitrate crystallizes out leaving the other 
metal nitrates in soln. The product after washing with hot water, is heated to form 
tellurium dioxide. This is dissolved in hydrochloric acid, and the tellurium 
precipitated with sulphur dioxide. J. F. Norris, H. Fay and D. W. Edgerly dis- 
solved the oxide obtained from the purified basic nitrate in hydrochloric acid, pre- 
cipitated the tellurium with sulphur dioxide, and distilled the resulting metal. 
P. Kothner said that the basic nitrate is conveniently prepared by dissolving 
small quantities of tellurium in a slight excess of nitric acid and evaporating the 
soln. obtained from several experiments. In this way, the separation of tellurium’ 
is reduced to a minimum. ‘This salt, however, even after repeated crystallization, 
still contains traces of silver and copper. According to P. Kéthner, tellurrum can 
be separated from all other elements except antimony by distijlation in a vacuum, 
and since this element is removed in purifying the basic nitrate, it follows that a 
combination of the two processes should lead to the production of pure tellurium. 
The product obtained by reducing the recrystallized nitrate with sulphur dioxide 
is distilled under 9-12 mm. press. in a tube divided into segments by asbestos 
partitions. After repeated distillation through three or four of these com- 
partments a specimen is obtained which is quite free from impurities. 
G. W. A. Kahlbaum and co-workers, and F. Krafft and L. Merz also purified the 
element by distillation in vacuo. K. B. Heberlein treated the crude tellurium with 
nitric acid (or aqua regia or, if lead was present, with boiling conc. sulphuric acid), 
and added an excess of ag. ammonia—the lead, bismuth, iron, etc., are precipitated 
as tellurites, and the filtrate was treated with an ammoniacal soln. of an ammonium 
magnesium salt. White magnesium tellurite was precipitated. The washed 
precipitate was dissolved in a little hydrochloric acid, and reprecipitated by aq. 
ammonia. The tellurium was precipitated from the hydrochloric acid soln. of this 
product by sulphur dioxide. R. Schelle boiled the crude tellurium with powdered 
sulphur and a soln. of sodium sulphide, and added sodium sulphite when a greyish- 
black precipitate of pure tellurium was obtained. Selenium, arsenic, tin, gold, and 
platinum are not precipitated by this method, but copper is removed by the 
initial treatment with sodium sulphide. F. Krafft and R. E. Lyons prepared 
diphenyl telluride, Te(CgH;)o, by treating tellurtum with diphenyl mercuride. 
O. Steiner purified this product by fractional distillation in vacuo. G. Pellini con- 
verted the purified diphenyl telluride into dibromide which was then purified by 
recrystallization from benzene; the dibromide was converted into telluric acid ; 
this was reduced to tellurium, and the product distilled in vacuo. 

C. Himly used an electrolytic process for purification. The cathode was made 
by dipping a platinum wire into molten tellurium; and it was surrounded by a 
woollen or linen bag; the anode was of platinum ; the electrolyte, dil. potash-lye. 
The potassium telluride formed at the cathode is oxidized to tellurite by the oxygen 
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at the anode. According to C. Whitehead, tellurium is readily deposited by an 
electric current either from an acid or alkaline soln. It has been found possible 
to separate tellurium from copper by adding an excess of sodium hydroxide and 
about 3 grms. of potassium cyanide for each grm. of copper present, and passing 
an electric current through the soln.; the tellurium is thrown down as a black, 
non-adherent precipitate which can readily be filtered off; the soln. can then be 
slightly acidified with sulphuric acid and the copper estimated in the usual way by 
electrolysis. According to F. C. Mathers and H. L. Turner, tellurium can be 
deposited from a soln. of 300 grms. of tellurium dioxide (49-6 per cent. TeO, and 
46-1 per cent. NayTeOs), 500 grms. of 48 per cent. hydrofluoric acid, and 200 grms. 
of sulphuric acid per litre, using 1-6 amp. per sq. dm. at a lead cathode at ordinary 
temp. The tellurium anode dissolved and the 0-9 per cent. of selenium remained 
in the slimes. The deposited tellurium is light grey and brittle. The deposits 
are less satisfactory if hydrochloric acid be substituted for hydrofluoric acid. 

J. J. Berzelius 2 referred to the blue liquid containing finely-divided tellurium - 
which is obtained when a very dil. soln. of potassium telluride is exposed to air ; 
and B. Brauner, to the blue, greenish-blue, or violet liquid obtained by the action 
of sulphurous acid on a hydrochloric acid soln. of tellurium dioxide. A. Gutbier 
obtained colloidal tellurium by reducing a dil. soln. of tellurous or telluric acid by 
means of hydrazine hydrate, phenylhydrazine, hydroxylamine hydrochloride, 
hypophosphorous acid, sulphurous acid, sodium hydrosulphite. If the reduction 
occurs in the presence of gum arabic, or an extract of the seeds of Plantago psylliwm, 
the hydrosol is ausserordentlich besténdig. L. Lilienfeld used gelatin, gum arabic, 
and proteins as protective colloids. A. Gutbier and F. Resenscheck found that 
when an aq. soln. of telluric acid containing potassium cyanide is electrolyzed with 
a current of 0-5 amp., the soln. gradually becomes brownish-violet owing to the 
formation of tellurium in the hydrosol form; as the electrolysis is continued, the 
tellurium separates as a flocculent precipitate. When ammonium oxalate is sub- 
stituted for potassium cyanide, the steel-blue hydrogol of tellurium is first of all 
formed. By dialysis, the new brownish-violet hydrosol form may be obtained 
in brilliantly-coloured soln., which are not decomposed after six months. Accord- 
ing to C. Paal and C. Koch, the brown modification of colloidal tellurium is easily 
obtained by warming an alkaline aq. soln. of telluric acid, containing protalbic or 
lysalbic acid, with hydrazine hydrate on the water-bath ; in neutral or alkaline soln., 
containing sodium protalbate or lysalbate, telluric acid is reduced by hydroxylamine 
only on boiling, as is tellurium dioxide by hydrazine hydrate ; in these cases, the 
brown modification, at first formed, changes into the blue as the boiling proceeds. 
A. Gutbier and F. Resenscheck’s brownish-violet tellurium hydrosol is probably 
a mixture of the brown and blue modifications. As in the case of colloidal selenium, 
the liquid hydrosols of tellurium, containing sodium protalbate or lysalbate, are 
very stable, and, on careful evaporation, yield the solid hydrosols, which are soluble 
in water and remain unchanged when heated to 100° in vacuo. On addition of 
acetic acid to the liquid hydrosols, the solid hydrosols containing protalbic or 
lysalbic acid are precipitated ; these contain upwards of 80 per cent. of tellurium, 
and are very stable when protected from the atm. oxygen, the brown modification 
retaining its solubility after three years. P. P. von Weimarn and B. V. Maljisheff 
obtained colloidal tellurium by adding 0-1 grm. of the element to 5 c.c. of a boiling 
soln. of potassium hydroxide, sat. at the ordinary temp., and adding the soln. of the 
metal thus formed to 1000 c.c. of cold water, the mixture being stirred vigorously. 
The stability of the colloidal tellurium soln. depends directly on the peptization 
processes, and can be greatly increased. The soln. can also be made more stable 
by the addition of gelatin or similar substances. C. Levaditi found that a 30 per 
cent. aq. soln. of dextrose added to a 5 per cent. aq. soln. of sodium tellurite, and 
heated to boiling for half an hour, furnishes colloidal tellurium. 

G. Bredig obtained a colloidal soln. of tellurium by the cathodic spluttering of 
the element. H. Miiller and R. Lucas found that with an applied e.m-f. of four or 
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more volts, in water, a tellurium cathode loses weight, and yields a colloidal soln. 
of tellurium. The very dil. soln. are reddish-violet in colour, the more conc. soln. 

are brown and opaque. The tellurium goes into soln. with an apparent valency of 
about 1:2, which indicates that the pulverization is not merely mechanical. The 
dissolution is independent of the presence of oxygen in soln. and is therefore not due 
to oxidation of tellurium hydride. No hydrogen is evolved at the tellurium cathode. 

The phenomena may be explained by assuming that the tellurium goes into soln. 
in the form of the Te’-ion, which then passes into bivalent tellurium ions either by 
direct assumption of a second charge from the electrode or by the reaction 2Te’ 
=Te+Te”. In alkaline soln., the pulverization takes place also, but alkali poly- 
tellurides are also formed. In acidic soln., hydrogen is evolved and only a trace 
of pulverization can be observed, the discharge potential of hydrogen in the acidic 
soln. being lower than that required for the dissolution of tellurium. A. Gutbier 
and B. Ottenstein prepared a sol of tellurium by reducing telluric acid with dextrose 
in the presence of ammonia. The presence of tellurous acid, and absorbed dextrose, 
even after dialysis, probably makes the sol very stable. They also obtained a purple 
colour by depositing the colloid in stannic hydroxide. KH. Fouard obtained colloidal 
tellurium by electrolyzing a soln. of a salt of the metal containing a pure organic 
colloid (albumin, starch, or gelatin) with a current of a few milliampéres. At the 
cathode the metal ions are neutralized by the repelled negatively-charged colloid 
micelles. A colloidal organo-metallic complex is thus formed. The anode is 
separated by immersion in a collodion cell rendered semi-permeable by precipitated 
copper ferrocyanide. The cathode should be a bad conductor, so as to reduce the 
frequency with which formation of the complex occurs on the cathode. The 
flocculation of the colloidal soln. by boiling or by the addition of electrolytes was 
studied by A. Gutbier, C. Paal and C. Koch, W. Biltz, J. J. Doolan, etc. §. Utzino 
observed that the maximum stability of colloidal tellurium ground in the so-called’ 
colloid mill, is not necessarily obtained with the finest subdivision. R. Auerbach 
studied the coloured soln. of tellurium in sulphuric acid—vide infra, oxysulphates. 
A. Gutbier and B. Ottenstein said that the colloidal particles are negatively charged. 
W. Reinders discussed the distribution of the colloid between two liquid solvents. 
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§ 3. The Physical Properties of Tellurium 


J. J. Berzelius 1 described tellurium cooled from the molten state, as a tin- 

white crystalline mass with a metallic lustre, and added that it is brittle and easily 
powdered ; and R. Schelle added that after fusion tellurium is silver-white, and if 
fused. in sodium hydrosulphate, and cooled in carbon dioxide, a crystalline star 
resembling that of antimony is formed. A. W. Wright said that a thin film is dull 
purple; and D. Gernez, that the vapour is golden-yellow or orange-yellow. 
G. Magnus said that tellurium usually occurs massive—columnar or granular—dark 
grey or black in colour. J. C. L. Schréder van der Kolk said that the streak of 
tellurium is reddish violet-grey. When precipitated by the action of air on a dil. soln. 
of potassium telluride, by the addition of water to a conc. sulphuric acid soln., or by 
the action of sulphur dioxide on a soln. of a tellurite, it furnishes a brown powder. 
N. W. Fischer observed that the tellurium precipitated by metals—e.g. zinc, tin, 
iron, etc.—from a soln. of tellurium dioxide in hydrochloric acid as a black powder, 
which has a metallic lustre when rubbed with a burnishing tool ; if precipitated by 
lead, the tellurium is dendritic. D. Bel- 
jankin said that tellurium precipitated 
from alkaline soln. consists of micro- 
scopic rhombohedra. L. P. Sieg said 
that a film of spluttered tellurium 
probably consists of crystals few or 
many in number. W. Phillips made 
some observations on the natural 
crystals, and G. Rose showed that the za 
natural crystals are trigonal with the d, eaedis 'p Re tcaleocts Boba 
axial ratios a :c=1:1-3298; and ob- Telluride. 
servations were made by A. Breithaupt, 
F. A. Genth, L. Tokody, G. vom Rath, A. des Cloizeaux, J. Loczka, H. von 
Foullon, and G. Rolland. C. Haushofer, and F. Fouqué and A. Michel-Lévy, 
described the sublimed crystals as rhombohedra, and G. W. A. Kahlbaum, as 
hexagonal prisms. G. Rose, and C. W. Zenger said that the crystals obtained by 
freezing the molten metal are rhombohedra. J. Margottet gave a: c=1 : 1-:33595 
for the axial ratio of the artificial odie G. Rose represented the hexagonal 
prisms of the natural crystals by Fig. 1, and the crystals may also be acicular and 
those obtained from soln. of potassium or ammonium telluride are also needle- -like, 
Fig. 2. 


The crystals show signs of twinning. The (211)-cleavage is complete, and the 
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(111)-cleavage is incomplete. L. P. Sieg found that a spluttered tungsten film has 
a crystalline structure. The X-radiograms obtained by A. J. Bradley corresponded 
with crystals having a space-lattice with a simple trigonal structure having inter- 
axial angles almost 90° in which each atom is slightly displaced towards two of the 
six adjacent atoms. This furnishes a threefold spiral composed of three inter- 
penetrating simple triangular lattices—vide selenium. M. K. Slattery found 
that both elements crystallize in a simple triangular lattice with 3 atoms associated 
with each point of the lattice. The side a of the basal triangle is 4-44 A. ; the height, 
h, is 5-912 A.; the axial ratio, c, 1-33, and the density, 6-25. The arrangement of 
the atoms in the space-lattice about the prism edge, h, forms an ascending helix, 
with a threefold symmetry, so that each atom is exactly above the third atom below 
in the same helix. The X-radiogram does not distinguish between a right- and letft- 
handed screw. The prisms edge is thus a screw-axis; and the interactions of the 
screw-axis with the basal plan, form the unit basal triangles. The radius of the 
helix is 1-20 A., so that this represents the distance from the centre of each atom to 
the axis of the helix. The shortest distance between the atoms in the same helix, 
2-86 A., is less than 3-46 A., the shortest distance between atoms in different helices. 
This means that the atoms in the same helix are held together by cohesive forces 
much greater than those binding atoms in different helices, and that the crystal is 
harder in the direction of the screw axis than perpendicular to it. The uniqueness 
of this axis was emphasized by A. J. Bradley, and R. F. Mehl and B. J. Mair, who 
showed that it accounts for many of the directional properties of the two elements, 
and that crystallization is probably preferential along this line. This was shown 
to be the case by P. W. Bridgman, who found that the trigonal or screw axis lies 
longitudinally in the casting—vide infra. S. von Olshausen, and G. Wassermann 
made some observations on this subject; the data were also summarized by 
P. P. Ewald and C. Hausmann. W. Hume-Rothery studied the lattice-constants 
of the elements. ; 

It is not probable that isomorphism exists between tellurium and arsenic, 
antimony, and bismuth ; but tellurium is isomorphous with the trigonal form of 
selenium. The isomorphism with selenium was discussed by G. Rose, C. F. Rammels- 
berg, P. Groth, W. Muthmann, etc. J. W. Retgers studied the isomorphism of 
sulphur, selenium, and tellurium, and concluded that while sulphur and selenium 
showed complete crystal similarity, tellurium was isomorphous with neither element. 
No isomorphous mixtures are formed between potassium tellurate on the one hand, 
and with potassium sulphate, selenate, chromate, molybdate, tungstate, manganate, 
or ferrate on the other hand. Nor could J. F. Norris and W. A. Kingman prepare 
isomorphous hydroselenates and hydrotellurates. The only case of isomorphism 
known to J. W. Retgers was that between the sulphides, selenides, and tellurides, 
which crystallize in the cubic system, but he argued that the crystals in this system 
have such a high degree of crystallographic symmetry that their power to form 
mixed crystals is not a satisfactory proof of true isomorphism. Potassium tellurate 
is not isomorphous with the selenate, but it is isomorphous with the osmiate. This 
with the atomic weight of tellurium has been used as an argument for placing 
tellurium in the eighth group. The isomorphism of compounds of the type K,TeBrg 
—where bromine may be replaced by chlorine, and potassium by ammonium, 
rubidium, or csesium—observed by H. L. Wheeler, and W. Muthmann with the 
corresponding selenium compound and with the analogous platinum salt, is also a 
result of all crystallizing in the cubic system. J. F. Norris and R. Mommers found 
that the double bromide of platinum and dimethylamine, crystallizing in the 
orthorhombic system, is isomorphous with the analogous compounds of selenium and 
tellurium, and this case of isomorphism is not open to the objections raised by 
J. W. Retgers; and similar remarks apply to the isodimorphism of G. Pellini’s 
diphenyl dibromotelluride, (CgH;)2TeBr.. F. Krafft and O. Steiner discussed the 
mutual replacement of sulphur, selenium, and tellurium in this family of elements. 
G. Pellini and G. Vio, and Y. Kimata found that the f.p. curve of mixtures of selenium 
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and tellurium show that solid soln. are formed in agreement with the isomorphism 
of the trigonal forms of these two elements—vide tellurium selenide in the preceding 
chapter. G. Pellini also came to a similar conclusion with respect to sulphur. Some 
of the isomorphous crystals have the form of rhombic sulphur. A similar conclusion 
was drawn by H. Billows. The structure of the crystals of tellurium was discussed 
by V. M. Goldschmidt. 

From the vapour density at 2100°, H. von Wartenberg found the molecular 
weight to be 160. KE. Moles found the mol. wt. deduced from the f.p. and con- 
ductivity of soln. in sulphuric acid to be abnormal. A. Jouniaux inferred that 
tellurium is monatomic at 357° and more complex at lower temp. ; it is diatomic 
at about 1500°. For the mol. wt. in iodine soln., wide infra, tellurium halides. 
R. Auerbach’s cryoscopic observations showed that tellurium dissolves as Te in 
pyrosulphuric acid. The specific gravity of native tellurium varies with its degree 
of purity. Thus, J. Loczka gave 6-084; R. W. E. Maclvor, 6-2; V. R. von Zepharo- 
vich, 5-86 ; and F. A. Genth, 6-275. For the artificial crystals M. H. Klaproth gave 
6-115; F. J. Miller von Reichenstein, 6-393; J. Lowe, 6-180; E. Matthey for 
98-7 per cent. Te, 6-27; G. Magnus, 6-1379; and D. Klein and L. Morel, 6-204- 
6-215. J.J. Berzelius gave 6-245 for the average of five determinations of crystals 
obtained from the molten element, but preferred the higher value 6-258 because of 
pores. H. Priwoznik gave 6-2459 at 18-2° for a sample which had been melted in 
hydrogen, and C. IF’. Rammelsberg, 6-38 to 6-42 ; D. Beljankin gave 6-338 at 18°-22° ; 
and H. Fay and C. B. Gillson, 6-243. For distilled tellurium, V. Lenher and 
J. L. R. Morgan gave 6-194 to 6-204—mean 6-199, and G. W. A. Kahlbaum, 6-23538 
at 20°. D. Beljankin gave 6-157 for the sp. gr. of tellurium precipitated from alkaline 
soln. ; and 6-015 at 20° for amorphous precipitated tellurium. OC. F. Rammelsberg 
gave 5-93 for the sp. gr. of the amorphous tellurium precipitated by sulphur 
dioxide; he added that the amorphous tellurium suffers no change if heated to 
300°. W. Spring gave for tellurium which had been subjected to high compression, 
as well as for the element which had not been compressed : 


0° 20° 40° 60° 80° 100° 
con Not compressed 6-2322 6-2194 6-2052 6-1500 6-1366 6:0640 
P-8"\Compressed . 6:2549 6-2419 6-2294 6-2170 6-3030 6-1891 


M. L. Huggins calculated for the atomic radius, 2-46 A.; J.C. Slater, 1-22 A. ; 
and W. F. de Jong and H. W. V. Williams, 1:33 A. W. L. Bragg calculated 1-33 A. 
for the at. radius; A. Ferrari, 3:025 A. E. T. Wherry gave 0-81 to 0-89 A. for 
quadrivalent tellurium, and 0:56 A. for sexivalent tellurium. F. H. Burstall and 
S. Sugden discussed the parachor of some bivalent tellurium compounds. 

V. Lenher and co-workers said that the metal expanded slightly after solidifi- 
cation. KE. Cohen and J. F. Kroner 2 observed that the treatment to which tellurium 
has been subjected greatly influences the sp. gr., and it varies between 6-272 and 
5-949. Tellurium, prepared by the reduction of telluric acid by hydrazine sulphate, 
had a sp. gr. of 3-242. This low value was traced to occluded nitrogen. They 
assume that tellurium exists in two forms present as dynamic allotropes in equili- 
brium a-Te=S8—Te. The variety with the smaller sp. gr. is stable at the higher 
temp. Thus, the sp. gr. of a sample before heating to 350° was 6-233, and after 
heating to this temp., 6-203. A. Damiens said that observations on the sp. gr. of 
tellurium purified by distillation in vacuo, and either sublimed, or slowly cooled 
from the molten state, lend no support to E. Cohen and J. F. Kréner’s theory of 
dynamic allotropy. Sublimed tellurium of sp. gr. 6-310 is not changed by prolonged 
heating at various temp. Tellurium prepared in other ways may appear to have 
a smaller sp. gr. owing to its porosity. Amorphous tellurium, of sp. gr. 5:85 to 5-87, 
is transformed by heat into crystalline tellurium, and heat is evolved during the 
transformation. W. Haken reported that the electrical conductivity indicated the 
existence of two allotropic forms with a transition temp. at 354°; but A. Damiens 
inferred from observations on the sp. gr., rate of cooling and heating, sp. ht. and heat 
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of reaction, that the analogy between the allotropy of sulphur and teilurium does 
not apply since tellurium is characterized by the existence of a single crystalline 
form. Attempts by H. Staudinger and W. Kreis to prepare solid red tellurium 
by cooling the vapour at 1000° in liquid air were unsuccessful. C. del Fresno, and 
I. I. Saslavsky studied the at. vol. of tellurium in its compounds. L. 8. Ramsdell 
calculated 1-27 A. for the atomic radius ; H. G. Grimm made observations on this 
subject. 

-M. Toepler 3 observed an irregularity in the vol. changes of tellurium as it cools 
from the molten state, and this he attributed to the formation of an amorphous 
plastic variety of tellurium just before it solidifies. J. R. Rydberg gave 2-3 for the 
hardness of tellurium (diamond 10). P. Saldau gave 18-43 kerms. per sq. mm. for 
the hardness of tellurium when that of lead is 3-92 kerms. per sq. mm. H. Schmid 
and G. Wassermann discussed the percussion figures of the crystals, and also the 
plastic deformation. P. W. Bridgman found the cubic compressibility to be 
0-0000024 kgrm. per sq. cm.; Poisson’s ratio, 0-33; the tensile strength expressed 
as a breaking load in tension was 115 kgrms. per sq.cm. A piece of tellurium wire 
8 cms. long and 0-0348 cm. diameter, fastened rigidly at one end, and bent by a 
weight at the other, showed a maximum permanent set of 0-11 cm., and broke under 
a deflection of 1:82 cm. The brittleness is extreme for a metal, but is not as high 
as for glass. P.W. Bridgman measured the elastic constants ; he found the initial 
linear compressibility, » in kerms. per sq. cm., for angle crystals to be, at 30°, 
—4-14 1077 when parallel, and 27-48 <10~7 when vertical to the trigonal axis ; 
at 30°, when perpendicular to the trigonal axis —d1/J=27-48 x 1077p —52-7 x 10-12% 
at 30°, and at 75°, 27-7 x10~7p—53-6 x 1072 at 75°; at 75°, when parallel to the 
trigonal axis, +61/l=4:1387 x107-7p—9-6 X10~12p2, and at 75°, 5-132x10~%p 
—13-2107-12p2. The remarkable fact is that the compressibility along the 
trigonal axis is negative, so that when the crystal is subjected to hydrostatic press. 
all over, it elongates along the trigonal axis. The cubic compressibility is normal 
—6v/v9=50°82 x 10~7p—101-1 X 10712p2 at 30°, and 50-41 x 10~"p— 85-6 x 107 12p2 
at 75°. The cubic compressibility thus decreases with rise of temp. R. F. Mehl and 
B. J. Mair explain this as follows : 


It is evident that this crystal structure is not closely packed, and it is conceivable that 

a change in either of the major dimensions, that of the side of the unit basal triangle, a, 
or that of the prism edge, h, should cause a change 

in density resulting merely from a difference in the 


6°36 closeness of the packing of the atoms, the two inter- 

We 634 atomic distances remaining unchanged. In such 
S 6:32 a process a lengthening of the prism edge, h, would 
S 6.30 cause a shortening of a and also a shortening of the 
8 6-28 radius of the helix. If such an elongation would 
a = result in an increase in density, it is entirely reason- 
Ss able to suppose that an increase in press. tending 
& ot towards an increase in density, would in fact cause a 
6:22 37 lengthening of this axis, with an attendant shortening 
Et EEE Na SO FGF of the other two dimensions. Such a lengthening 
4-8 50 52 54 56 58 60 62 647e would obviously cause the abnormal coeff. observed 

42 449 46 48 &0 52 54 56 58S€ by P.W. Bridgman. Fig. 3 shows a curve represent- 
Heights of unit prisms h ing density as a function of the height of the unit 


prism. The values from which the curve was plotted 
were calculated by taking a series of values for h 
and keeping the inter-atomic distances, 2°86 A. and 
3°46 A., unchanged, calculating the radius of the 
helix and the side of the unit basal triangle, a, and 
from these the density of the hypothetical crystal. 
The curve passes through a minimum at a density slightly greater than 6-20, corresponding 
to a value for h of 5-55 A. Fora prism of height less than 5-55 A. an increase in press. tend- 
ing to cause an increase in density could do so only by shortening h, the two interatomic 
distances remaining unchanged, and the screw-axis would therefore show the usual positive 
compressibility coeff. On the other hand, if the value for h lay to the right of 5°55 A. 
an increase in press, would cause a lengthening in h, since such a process would result in an 
increase in density. ‘The actual value of h for tellurium, indicated by the arrow in the 


Fie. 3.—Calculated Densities of 
Tellurium and Selenium with 
Space-Lattices of Different 
Heights. 
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_ figure, 1s 5-91 A. and is therefore to the right of the minimum, so that an increase in press. | 
should cause an increase in h, or, in other words, a negative compressibility coeff. along this 
axis. 
Measurements have not been made with selenium, but R. F. Mehl and B. J. Mair, 
applying the same argument, state : 


The actual value for h, indicated by the arrow, dotted line, Fig. 3, appears to lie very 
slightly to the left of the minimum, and therefore, the height of the unit prism would very 
likely decrease with the application of press. (assuming, of course, that the lattice dimensions 
used in the calculations are correct) ; but since the screw-axis is in a state of greater com- 
pression than the triangular axes the compressibility along this axis is probably low. 
Resisting the elongation (or contraction) of the helix upon the application of press., there 
is the tendency within the lattice to maintain the angle formed by any three atoms in the 
same helix at (for tellurium) 126-5°, and this tendency doubtless becomes more and more 
urgent as the angle departs further and further from this value, so that it may be assumed 
that the adjustment of density by the lengthening or shortening of the helix meets with 
increasing resistance as the press. rises. It is this restraint which prevents the helix from 
straightening completely upon the first application of press. 


H. Fizeau gave a=0-00001675 for the coeff. of thermal expansion—linear— 
between 0° and 40°; and 0-00001732 between 0° and 50°; whilst W. Spring gave 
for coeff. of cubical expansion 0-043440 between 0° and 20°; 0-0,3737 between 0° 
and 60°; and 0-0,3687 between 0° and 100°. P. W. Bridgman gave for the linear 
thermal expansion at 20°—1-6x107% when parallel and 27-2x10-6 when 
perpendicular to the trigonal axis. HK. Jannetaz found that the ratio of the sq. root 
of the thermal conductivity, ky, in the direction of the principal axis, and ka, in 
the direction of the base, is (ka/ky)?=0-81. H. Kopp gave 0-0475 for the specific 
heat ; H. V. Regnault, 0-0474 for distilled tellurium, and 0-0516 for that pre- 
cipitated by sulphur dioxide; M. Berthelot and C. Fabre gave 0-0483 for fused 
tellurium slowly cooled, 0-0524 for that precipitated by sulphur dioxide, and 0-0518 
for that distilled in a current of sulphur dioxide; A. Wigand, for crystalline 
tellurium between 15° and 100°, gave 0-0483, and for amorphous tellurium, 0-0525 ; 
and G. W. A. Kahlbaum and co-workers, 0:04878 for that distilled in vacuo. 
W. A. Tilden gave 0-0469 between —182° and 15°; 0-0483, between —15° and 100° ; 
0-0487, between —15° and 200°; and 0-0500, between —15° and 380°. J. Dewar 
gave 0-0288 between —253° and —196°. The corresponding atomic heats are 
3°68 between —253° and —196°; 5-98 between —182° and 15°; 6:16 between 15° 
and 100°; and 6-38 between 15° and 380°. EH. Adinolefi* found that the sp. ht. 
of tellurium is increased by about 8 per cent. after exposure to the X-rays, and this 
is attributed to a change in the structure of the element. The relations of the 
sp. ht. were studied by I. Maydel. 

T. Carnelley and W. C. Williams found the melting point of tellurium to be 
between 452° and 455°; R. Pictet, 525°; H. Fay and co-workers, and 8. Umino, 
446°; K. Monkemeyer, 428°; W. Guertler and M. Pirani, 450°; H. Pélabon, 452° ; 
W. R. Mott, 452°; W. Biltz and W. Mecklenburg, 455°; M. Chikashige, 438° ; 
M. Kobayashi, 437°; and E. Matthey, for 97-0 per cent. Te, 450°. A. Damiens 
gave 453° for the m.p., and observed no break in the heating or cooling curve 
between this temp. and the ordinary temp. W. Guertler and M. Pirani gave 450° 
for the best representative value. A. Simek and B. Stehlik gave 452° for the m.p. 
in vacuo; in hydrogen, the m.p. is lowered 0-15°, and in carbon dioxide0-2°. There 
is a marked contraction during the freezing of the mother-liquid, and with slow 
cooling, a cavity is formed in the middle of the mass; and if quickly cooled, 
the surface freezes first, and numerous small cavities form in the interior. If 
tellurium be melted in a glass vessel, the glass is inclined to shatter on cooling 
owing to the formation of pores between the crystals producing an apparent 
expansion. H. Carlsohn found that the m.p. of tellurium compounds does not 
follow the additive rule. J. J. Berzelius said that tellurium boils at a temp. 
higher than the softening temp. of glass, and it is converted into a yellow vapour, 
the colour of chlorine. M. H. Klaproth added that when heated to redness in 
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_a retort, the tellurium sublimes into the neck in the form of shining drops. 
F. Wohler, and A. Oppenheim distilled the element in a porcelain retort at a 
red-heat, J. J. Berzelius distilled it in a current of hydrogen; and A. Schuller 
obtained well-defined crystals by distillation in vacuo. L. Staudenmaier observed 
that a little volatilization occurs at 300°; H. St. C. Deville and L. Troost gave 
1390° for the boiling point ; and W. R. Mott, 1390°; while F. Krafit and L. Merz 
added that in the vacuum of a cathode light marked sublimation occurs at 430°, 
and the b.p. at 58 mm. press. 1s 478°. J. Joly observed that sublimation of tellurium 
dioxide occurs at 850° with native tellurium, and at 700° with purified tellurium ; 
and of the monoxide, respectively at 525°, and 470°. J.J. Doolan and J. R. Part- 
ington found the vapour pressure of tellurium to be 0-0186 atm. at 671°; 0-00440 at 
578°; and 0:000610 at 488°. The corresponding latent heat of volatilization is 
24-7 Cals. per mol. between 578° and 671°, and 28-2 Cals. per mol. between 488° and 
578°—assuming the diatomic Te.-molecule. The mean value is 26-5 Cals. per mol. 
H. Biltz obtained a vapour density of 9-13 at 1880° corresponding with the Te,- 
molecule. He added that H. St. C. Deville and L. Troost’s determinations are 
inaccurate. H. Pélabon calculated the latent heat of fusion to be 20 to 21 Cals. 
per mol. W. Herz gave 7-4 Cals. per gram; and 8. Umino, 33°5 cals. per mol. 
J. J. van Laar discussed the equation of state of the solid. 

M. Berthelot and C. Fabre found the heat of solution of tellurium in bromine 
and bromine water is 66-7 Cals. in the case of crystalline tellurium ; 42-6 Cals. in 
the case of tellurium precipitated by sulphur dioxide; 66-7 Cals. for tellurium 
precipitated by oxygen from potassium telluride; and 67-0 Cals. for tellurium 
separated by oxygen from hydrogen telluride. Tellurium separated from ferric 
chloride by hydrogen telluride is crystalline. Tellurium rapidly cooled from the 
molten state develops 41-4 to 58-1 Cals. indicating that it is an indefinite mixture 
of amorphous and crystalline tellurium. The calculated heat of crystallization from 
amorphous selenium is thus 12-096 cals. for 64 grms., but A. Damiens obtained 2-63 
cals. for this constant. §. Umino gave 0-63 cal. per mol. for the heat of trans- 
formation at 348°. G. N. Lewis and co-workers gave 12:8 for the entropy of tel- 
lurium at 25°, and B. Bruzs, 17-2 at the m.p. E. Kordes calculated 1-63 for the 
ratio Qeais./T’ for Te, and 6-52 for Tez. W. Herz studied the subject. J. Franck 
calculated 69 Cals. for the work of dissociation of Te, ; and V. Kondrateeff, 65 Cals. 

C. Cuthbertson and EH. P. Metcalfe 5 found the index of refraction of tellurium 
vapour to be 1-002620 for A=546u, ; 1-002495 for A=589-3.,; and 1002370 for 
A=656-3yy. R.F. Miller found that the refractive indices for single crystals with 
the light parallel and perpendicular to the plane of incidence are, respectively, 
1-9and 1-7. The whole range of wave-length, L. P. Sieg and G. D. van Dyke gave 
2:50 to 3-14 and 2-05 to 2-68 respectively when the light falling on one of the 
hexagonal faces is polarized with the electric vector respectively parallel and 
perpendicular to the principal crystal axis. The absorption constants are respec- 
tively 0-40 to 0-56, and 0-54 to 0-67. Observations were also made by A. H. Pfund, 
and KE. O. Hulburt. W.W. Coblentz gave for the percentage reflecting power, R, 
of tellurium for rays of wave-length A: 


ua ee ae OG. 0-8u 1-Ou 2-Op 4-Ow 7:Ou 
Ee one . 49 48 50 52 aos 68 per cent. 


R. F. Miller found that the reflecting powers of single crystals with the crystal 
axis parallel and perpendicular to the plane of incidence respectively are 2-9 and 2-7 
over the whole range of wave-lengths; L. P. Sieg and G. D. van Dyke gave 0-28 to 0-34 
and. 0-26 to 0-30 when the light falling on one of the hexagonal faces is polarized with 
the electric vector respectively parallel and perpendicular to the principal crystal 
axis. From observations on the halides and organic tellurium compounds, G. Pellini 
and A. Menin found the atomic refraction with the p-formula to be 32-06-33-81, 
and with the p?-formula 15-28-16-66. J. E. Calthrop studied the relation between 
the at. vol., and the index of refraction. K. Spangenberg compared the mol, 
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refractions of the oxides, sulphides, selenides, and tellurides. M. A. Shirmann 
studied the polarization of light by submicroscopic.particles of tellurium. 

R. T. Simmler ® observed that the flame spectrum of tellurium in a colourless 
gas-flame is continuous, and a similar result was obtained by G. Werther; 
A. Mitscherlich also observed that the spectrum of the vapour of tellurium in burning 
hydrogen is continuous. The flame spectrum of tellurium was also examined by 
G. Salet, W. N. Hartley, and J. M. Eder and E. Valenta. The spark spectrum of 
tellurium between electrodes of that element was observed by W. A. Miller, 
W. Huggins, R. J. Lang, H. Nagaoka and co-workers, L. and HE. Block, A. M. Vieweg 
and co-workers, J. C. McLennan and A. C. Lewis, and T. R. Robinson. As in the 
case of sulphur, tellurium furnishes two spectra—the line, and the band spectra. 
The line spectrum of tellurium obtained by the gas discharge between tellurium 
electrodes was measured by R. Thalén, A. Ditte, G. Salet, R. Capron, G. L. Ciamician, 
W.N. Hartley, W. N. Hartley and W. F. Adeney, R. J. Lang, E. Demarcay, C. Runge 
and F. Paschen, A. de Gramont, F’. Exner and H. Haschek, P. Kothner, P. G. Nutting, 
A. Hagenbach and H. Konen, E. Goldstein, and J. M. Eder and E. Valenta. The 
principal lines in the visible region are 6438 in the red, 6040-7, 6011-3, 5974, and 5936 
in the orange-yellow ; 5982, and 5756 in the yellow ; 5707, and 5648 in the yellowish- 
green ; 5575, 5489, 5478, 5448, 5367, 5311, 5218, 5153, and 5105 in the green ; 4302, 
4275, and 4260 in the indigo-blue; and 4221, 4062, 4055, 4006, 3984, and 3969 in 
the violet. W. L. Dudley and E. V. Jones found that the spark spectrum remained 
the same after the element had been fractionally precipitated by hydrazine hydro- 
chloride twenty times. EH. J. Allin studied the under-water spark spectrum. The 
are spectrum was examined by F. Exner and H. Haschek, A. Hagenbach and 
H. Konen, H. 8. Uhler and R. A. Patterson, M. Kimura, J. Stark and R. Kiich, 
HK. Gehreke and O. von Baeyer, and J. M. Eder and E. Valenta. The band spectrum 
was obtained by G. Salet by passing a spark through the vapour of tellurium. 
D. Gernez obtained an absorption spectrum, extending from the yellow to the violet, 
by passing light through the vapour of tellurium in an atm. of carbon dioxide. The 
absorption spectrum was studied by A. W. Wright, J. J. Dobbie and A. J. Fox, 
J. C. McLennan and R. F. B. Cooley, B. Rosen, A. Michaelis, R. V. Zumstein, 
HK. Riitten, C. H. Cartwright, and W. Friederichs; and the band spectrum, by 
R. Mecke. F. K. Bell examined the ultra-red absorption spectrum of organic sulphur 
compounds. The reflection spectrum was examined by J. Trowbridge and 
W. C. Sabine; the cathode ray spectrum, by P. Lewis; the emission spectrum 
of the vapour by E. Paterno and A. Mazzucchelli; and the resonance spectrum, by 
B. Rosen, who gavey=a—250-4n-++-0-53n?, where a=23930, 25451 and 22411 respec- 
tively for the exciting mercury lines 4359 A., 4046 A., and 5461 A. The ultra-violet 
spectrum is particularly rich in lines. It was observed by F. Exner and KE. Haschek, 
A. Grunwald, R. J. Lang, P. Lacroute, R. V. Zumstein, and V. Schumann. 
J. C. McLennan and co-workers,’ H. Schiiler and H. Brick, E. V. Condon and 
G. H. Shortley, A. Porzeborsky, and R. C. Gibbs and A. M. Vieweg discussed the 
structure of the arc spectrum. R. J. Lang discussed the series spectrum. 

According to W. Steubing,’ the vapours of the four elements of the sulphur 
family show a marked fluorescence discussed in connection with selenium, and 
similarly also with the observations of D. Diestelmeier, H. R. Pogorzelska, and 
B. Rosen; J.C. McLennan and co-workers studied the fluorescence spectrum of 
tellurium vapour. H. R. Pogorzelska examined the banded fluorescence of the 
resonance spectrum of tellurium vapour. W.Steubing found that a magnetic field 
has no effect on the intensity of the resonance and fluorescent spectra. W. Kessel 
also studied the resonance spectrum; and A. Smekal, the Raman effect. 

The K-series in the X-ray spectrum of tellurium was observed by F. C. Blake 
and W. Duane,® A. Leide, 8. Bjérck, B. Walter, B. B. Ray, M. Siegbahn, K. Chamber- 
lain and G. A. Lindsay, M. Siegbahn and H. Jénsson, and there occur the lines 
0:456a,a; and 0-4046,8. The L-series was measured by D. Coster, Y. Nishina, 
A. Leide, B. B. Ray, HE. Hjalmar, K. Chamberlain and G. A. Lindsay, 8. Bjérck, 
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M. Lindsay, M. Siegbahn, and H. Hirata. They include 3-29100aga1; 3:28199aa ; 
3:06997BB ; 2-877Bsy; 2°70647y28; 3-040046,y; and 3-0013383¢. 8. Byérck, 
and Y. Nishina also measured the M-, N-; and O-series. W. Herz gave 2-43 x 10-4 
for the vibration frequency. 

H. Miiller 9 observed that the exposure of tellurium to intense a-rays did not 
affect the induced radioactivity. N. Piltschikoff studied the Moser rays emitted by 
tellurium; and T. Pavolini, and R. 8. Bartlett, the photoelectric effect of tellurium 
films. E. Rupp studied the absorption of slow electrons by tellurium. 5B. Rosen 
discussed the resonance potentials. G. Piccardi calculated 8-43 volts for the 
ionization potential. EK. Rabinowitsch and KE. Thilo studied the subject. J. Vrede 
found that tellurium is not a good radio-detector. 

A. de la Rive 1° noticed that tellurium is electrified by rubbing it with wool ; 
and P. KE. Shaw and C. 8. Jex said that the triboelectricity acquired with glass is 
negative. K. F. Herzfeld discussed the metallic conductivity of tellurium. 
P. W. Bridgman said that the electrical properties of tellurium are unusual and 
variable ; it is seldom that two observers obtain the same numerical values for any 
of its properties. This is taken to mean that tellurium under ordinary conditions 
contains two modifications in unstable equilibrium, and the proportions of the 
two forms change greatly with the manner of treatment—thus, the temp. coeff. 
of the same piece may be positive or negative according to its treatment. 
A. Matthiessen said that the electrical conductivity is such that if silver at 0° be 
100, that of tellurium is 0-000777 at 19-6°. This works out at about 0-000466 mho 
at 19-6° (silver 6010-4), or roughly an electrical resistance of 2000 ohms. 
P. W. Bridgman gave for the sp. resistance of simple crystals at 20°, 56,000 ohms 
when parallel and 154,000 ohms when vertical to the chief axis. A. Matthiessen 
and M. von Bose added that when heated, the resistance increases with temp. up 
to 70°-80°. A. Schulze gave 2-1 for the ratio of the resistance in the solid and 
liquid state ; A. Giinther-Schulze made some observations on this subject. F. Exner 
said that at 20° the conductivity is 0-00293 if the element has been rapidly cooled, 
and, if slowly cooled, 0-00437. He found that the resistance &, arbitrary units, of 
a rod was: 

20° 0° e012"! 180" 200° gRF 100° 51° age 

Feek evr 7:86 8-10 5:25 4-40 5:2] 14-75 31-1 40-0 
The detailed results are plotted in Fig. 4. The resistance increases as the temp. 
~ rises to about 140°, and then falls up to 200°; as the temp. falls from 200°, the 
resistance increases steadily so that at ordinary 
temp. it is nine times as great as it was at 200°, 
and four to six times as great as it was initially 
at ordinary temp. On repeating the experiment 
the maximum no longer appears, ‘but the resist- 
ance steadily decreases from the lowest to the 
highest temp. The more rapidly the sample is 
giittitiiitiit cooled, the smaller the final resistance, and con- 
a a 8 i 0 200 versely. The explanation is attributed to the 
Fic. 4.—The Electrical Resistance better development of the crystals with slow 
of Tellurium (Heating and Cool- gooling, E. Matthey found the resistance of a 
Sak sample of 97 per cent. tellurium to be about 800 
times as great as that of copper. For the ratio of the resistance R at 0° and 

Ry at O°, H. K. Onnes and B. Beckman found a minimum at —225°: 

—80°  —100°  —140° -—180° 220° —225° 240°  —258:6° 

de/ttgw ae Ou Is 0:732 0-659 0-596 0-547 0-546 0-568 0-624 
H. Perlitz studied the relation between the space-lattice and the change of resistance 
with fusion; and R. Schuhmann found no difference in the e.m.f. of cells with 
amorphous and crystalline tellurium. V. Lenher and J. L. R. Morgan, A. Matthiessen, 
F. W. Warburton, F. Exner, W. G. Adams, and A. Guntz and W. Broniewsky, | 
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showed that the structure has a great influence on the resistance ; they found that 
the sp. resistance of tellurium varied from 279 to 1152 ohms. A. Guntz and 
W. Broniewsky found that the sp. resistance of tellu- 
rium at 2° is 0-102 ohm, and, increasing with temp., 
attains a maximum at about 50°. It then diminishes 
until the m.p. is reached, Fig. 5; and added that, in 
agreement with F. Hxner, the abnormal variation is 
due to the separation of crystals of varying sizes, and 
not to the formation of an allotropic modification of 
tellurium as was supposed by E. Cohen and J. F. Kroner. 0 Sena 
For J. M. Riviere’s observations, vide infra, silver “2O0°100° 0° 100° 200'500 100" 300° 
telluride. B. Beckman found the sp. resistance varied Fic. 5.The Variation of 
from 0:0493 to 0-617 ohm per cm. cube, and the eee Sg 
; F é “Fe um with Tem- 

“pressure coeff. varied linearly from —9-1Xx10~5 to perature. 
—26-6x10~5. P. W. Bridgman obtained a resistance 
of 0-00645 ohm per cm. cube; and a press. coeff. of —0-00012 ; and the average 

temp. coeff. from 0° to 24° was —0-0063. W.G. Adams said that the conductivity 
of tellurium is slightly increased by exposure to light, but not to the same extent 
as that of selenium. T. W. Case found that tellurium has a resistance less than 
a megohm, and does not change its resistance on exposure to light. R. 8. Bartlett 
observed that tellurium shows a photoelectric effect at ordinary temp., and a 70 
per cent. greater effect at —185°. P. Kapitza studied the change of the resist- 
ance ina magnetic field. L. Amaduzzi and M. Padoa found that isomorphous 
mixtures of selenium and tellurium show photoelectric sensibilities—ratio of the 
conductivity in darkness and in light—such that with 0-887 to 10-081 at. per 
cent. Te, the curve falls rapidly at first and then slowly with increasing tellurium 
content. | 

C, A. Kraus and EK. W. Johnson gave for the sp. resistance, R, of tellurium: 


fesistance (ti oblns 
S 
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480-5° 466:0° 449-1° 431-8° 404:7° 380°-5° 363° 
Rx103 . 0-488 0-525 0-579 0-663 11-69 13-31 14°8] 
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and for the resistance at 440° of mixtures of tellurium and sulphur : 


pe. OO 5:0 30:0 50:0 70:0 75:0 77°5 80-0 85:0 per cent. 
R . 0:0,6410 0:0;8910 0-2390 15-71 1870 10,920 33-650 114,500 231,700 


B. Lange and W. Heller studied the thermoelectric force of the tellurium- 
platinum couple between —75° and 90°, and found that the thermoelectric force 
is almost constant, but it increases linearly from 0° to 40°, and nearly linearly up 
to 400°. A. Teichmann also measured the thermoelectric force of this couple. 
W. Ogawa also found the e.m.f. of the thermocouple with copper and tellurium to 
be —1000p volts, and the current passes from tellurium to the copper at the hot 
junction. 

M. A. Levitsky and M. A. Lukomsky found that the bismuth-tellurium couple 
gives a current of 360 microvolts per degree or three times that of the iron-con- 
stantan couple. 

A. von Httinghausen observed the change in the resistance of tellurium when 
exposed to a magnetic field ; C. W. Heaps found that for small magnetic fields, of 
strength H, the effect on the resistance, R is dR/R=100-0 x 10-12? for transverse 
fields, and dk/R=27-7 x10-12H? for longitudinal fields. The subject was studied 
by P. Kapitza. According to P. I. Wold, the change of resistance in the magnetic 
field is proportional to the square of the field strength. ‘The resistance of tellurium 
was very variable at ordinary temp., depending on the previous heat-treatment, 
but diminished with rise of temp. and in all cases approximated to the same value 
at 150° C. The increment in resistance in the magnetic field was greater at the 
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lower temp., the curve connecting change of resistance and temp. being very similar 
to that for resistance and temp. 

The Hall effect in tellurium is abnormally large (sixty times greater than in 
bismuth), so that if there is any close connection between the Hall effect and the 
change of resistance in a magnetic field one would expect the curve for the latter 
phenomenon to exhibit abnormal properties. The relatively large values of dR/R in 
tellurium, however, are small compared with those of dR/Rin bismuth. P. I. Wold, 
and F. W. Warburton studied the Hall effect with tellurium. P. I. Wold found the 
Hall effect is practically independent of the field strength—up to 15,000 c.g.s. units. 
There is a disymmetry with reversal of field, but since this is proportional to the 
square of the field it is due to the Hall electrodes not being exactly on an 
equipotential. At ordinary temp. the Hall constant is positive, but it diminishes 
rapidly with rise of temp., changes sign, and with further rise of temp. reverses to 
positive again. The initial value depends on the heat-treatment, but there is 
always the double reversal as the temp. rises. It is only at ordinary temp. that 
widely different values of the constant are obtained ; at higher temp. the curves for 
different heat treatments approach each other, and the reversal to the second 
positive value occurs at 245°C. This behaviour cannot be regarded as due to 
impurities, special precautions having been taken in preparation of the specimen, and 
analysis showed the amount of oxide present to be exceedingly small. The author 
considers it due to the existence of two crystalline forms, a and 6. According to 
W. Haken, the a modification is stable below 354° C. and the f form above this temp. 
The author assumes a positive Hall constant for the 6 modification and a negative 
for thea. As the Te is cooled the 8 form passes into the a form, but the quantity 
making the transition will vary. A curve connecting thermoelectric power and 
temp. has a shape similar to that for Hall constant and temp. Measurements of the 
Hall constant for liquid tellurium were unsatisfactory. The Hall effect has not been 
observed with amorphous substances—excluding gases—and: it seems as if a 
crystalline structure is necessary for the Hall effect. The Ettinghausen-effect was 
found to be proportional to the field strength and to increase with rise of temp. 
The Nernst-effect was also approximately proportional to the field, but diminished 
in value with increase of mean temp. of the plate. The. Leduc-effect was 
proportional to the field strength. A diminution of about 19 per cent. in the thermal 
conductivity was observed in a field of 6500 c.g.s., the mean temp. of the plate 
being 45-3° C. G. Polvani observed a lag with respect to the magnetic field of the 
Hall effect. 

Observations on the electrolysis of dil. soln. of potassium hydroxide with 
tellurium electrodes were made by J. W. Ritter,11 H. Davy, H. G. Magnus, 
J. C. Poggendorff, C. Himly, and G. Bredig and F. Haber—at the platinum anode, 
there is an evolution of oxygen, but no hydrogen is given off at the cathode. The 
tellurium passes into soln. as violet potassium telluride, and then is precipitated — 
by the anodic oxygen. The observations of H. Miller, and R. Lucas are indicated 
above in connection with colloidal tellurium. E. Muller and R. Nowakowsky added 
that in 0-1N-KOH, selenium dissolves at the cathode with the valency 0-67 to 0-75, 
sulphur with the valency 0-57 to 0-89, and tellurium dissolves with valency about 
0-9. The potentials at which soln. begins (measured against the 0-1N calomel 
electrode) are sulphur 0-53 volt, selenium 0-804 volt, tellurium 0:07 volt. M. le 
Blanc observed that tellurium as cathode readily dissolves in alkaline soln., but the 
dust observed by H. Miiller, and R. Lucas is not obtained with very conc. soln. of 
potassium hydroxide. M. le Blanc found that tellurium in N-KOH dissolves both 
as anode and cathode. At the cathode it yields a red soln. of polytelluride. At the 
anode it dissolves with a valency of nearly four, in the form of Te’”’-ions the greater 
part of which react with hydroxyl ions, forming TeO,”-ions. Tellurium is insoluble 
in a normal soln. of potassium hydroxide from which oxygen is excluded. In a 
10N-soln., however, it dissolves at 100° to a red soln., from which it separates again 
on cooling or dilution. This points,to the simultaneous presence of positive and 
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negative tellurium ions. A red soln. prepared by cathodic soln. of tellurium, and 
containing only negative ions, is permanent. No tellurium dissolves when an 
alternating current is passed between tellurium electrodes in N-potassium hydroxide 
soln., but in 10N-soln. dissolution takes place, the quantity dissolved increasing 
as the number of alternations per minute decreases. Red soln. are formed from 
which tellurium soon begins to separate. The observations are most simply 
explained by supposing that tellurium dissolves at the cathode in the form of 
Te’’-ions and at the anode as Te’’-ions. Equilibrium exists in soln. between these 
ions and free tellurium, 3Te=2Te’+Te™’. In very conc. alkaline soln., the 
equilibrium requires the presence of measurable quantities of the substances on the 
right-hand side of the equation, but in dil. soln. it is displaced almost entirely towards 
the left-hand side of the equation. According to E. Miller, the cathodic 
decomposition potential of tellurous acid in 2N-sulphuric acid is —0-08 volt. No 
deposition potential could be obtained for tellurium from a 2N-sulphuric acid soln. 
of telluric acid, from which it follows that tellurium cannot be deposited from telluric 
acid. According to L. Schucht, with dil. soln. of tellurous acid, tellurium is deposited 
loosely on the anode; and with a cone. soln. the separated tellurium floats in the 
liquid. EH. Miller also observed that when faintly alkaline soln. of sodium tellurite 
or tellurate are electrolyzed there is a marked reduction to tellurium which is not 
hindered by the presence of chromates. According to J. Lukas and A. Jilek, a 
bright, adherent deposit of tellurium with a silvery lustre can be obtained by dis- 
solving say 3 germs. of a tellurium compound in 3 c.c. of hot, conc. sulphuric acid. 
The cold soln. is diluted with water and 0-5 germ. of tartaric acid added, followed by 
ammonia until neutral to methyl-red ; the soln. is acidified with 3 grms. of malonic 
acid, cooled to 18°, treated with 10 germs. of ammonium sulphate diluted to 
120-150 c.c. and electrolyzed with a rotating anode in a platinum dish at 2 volts. 
The current, originally 0-03-0-09 amp., falls to 0-004-0-007 amp. when the tellurium 
is completely deposited. Without shutting off the current, the deposit is washed 
first with water, then with alcohol, dried at 100°, and weighed ; it should possess a 
bright, silvery lustre and be firmly adherent to the dish. Tellurium is amphoteric, 
for, when used as cathode in the electrolysis of potassium hydroxide, 
J. Kasarnowsky found that it dissolves as a univalent element forming potassium 
telluride, K,Te,, but when used as anode in the electrolysis of hydrochloric acid, the 
tellurium passes into soln. as a quadrivalent metal forming tellurium tetrachloride. 
The normal potential of the system Te/Te,” in potassium hydroxide soln. is —0-818 
volt; and with the system Te/Te™™”’, 0-549 volt. The thermal value for the system : 
dSte=Te"'+2Te is 1386 Cals.; of 5Te=Te°+2Te,” is —129 Cals.; and 
Te+Te”=Te,” is 3-5 Cals. Tellurium as a metal comes between copper and silver 
in the electrochemical series, and it is the ‘‘ noblest’ of the metalloids. The 
hypothetical system Te | N-Te, N-Te,.’’ | Te should have an ionic product 
[Te |[Te,”’ 210-5, which gives a measure of the amount of ionization into 
positive and negative ions. F. W. Bergstrom found that in liquid ammonia the 
electrochemical series is Pb, Bi, Sn, Sb, As, P, Te, Se, S, and I. W. Haken observed 
a discontinuity in the thermoelectric properties at 354° due, he supposed, to the 
existence of two allotropes. 

H. Euler observed that the cell Te | sat. soln. H,TeO,, N-KCl | HgCl gave no 
potential difference, but with other specimens of tellurium higher and lower values 
were obtained; and with the cell Te | TeCl,, N-KCl | HgCl, 0-19 volt was observed 
by R. Lorenz and J. Keli. G. C. Schmidt in studying the passivity of metals found 
that there is so small a change of potential on polishing tellurium as to be scarcely 
detectable. G. Gallo obtained 127-61 for the electro-chemical equivalent of 
tellurium, and added that it generally goes into soln. as quadrivalent tellurium, 
but with N-HCl, or 10 per cent. potassium chloride, potassium nitrate, or sodium 
pyrophosphate and hydrochloric acid, it goes into soln. as sexivalent tellurium, 
never as bivalent tellurium. JD. Reichinstein found for the electrode potential 
Te”"->Te, 0-558 volt; for Te->Te.”, —0-827; and the emf. of the cell 
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Te | Te’, Te,’’| Te is 1-385 volt. The solubility product[Te’”’|[ Tes” |?-=6-2 x 10~9?; 
and the constant AK—[Te™™ |[OH’]6/[TeO”] is 2x10-47. R. Schumann found 
that the e.m.f. of the cell TegojiaTeOosotia | 0-10 to O-74N-HCIO, | H,(1 atm.) 
is —0-5286 volt at 25°, and —0-5213 volt at 45°. The reduction potential for 
Tesotiqa-+2H,0—=TeO(OH)'+3H' +4(—) is —0-5509 volt. J. Kasarnowsky gave 
—0-91 volt for the normal potential Tes’ >Temetar. F. Joliot measured the deposi- 
tion potential of tellurium. A.C. Krueger and L. Kahlenberg, and 8. J. French 
and L. Kahlenberg studied tellurium-gas cells where the gas is oxygen, hydrogen, 
helium, argon, or nitrogen. 

HK. T. Wherry 12 found tellurium to be a poor radio-detector. W. Ogawa, and 
I. Stransky discussed the rectifying action of tellurides. A. Giinther-Schulze 
described the cathodic spluttering of tellurium. 

The diamagnetism of tellurium was observed by J. C. Poggendorff,!3 F. Zante- 
deschi, and A. Oppenheim. J. Ko6nigsberger found the magnetic susceptibility 
to be —2-1 10-6 vol. unit; 8. Meyer, —0-6 1076 vol. unit at 18°; and A. von 
Ettinghausen, —1-610~6 vol. unit. P. Curie gave —0-3x10~6 mass unit 
between 20° and 305°; G. Wistrand, —1:70x10-6 mass unit; P. Curie, 
—0-303 1073 mass unit; J. C. McLennan and E. Cohen, 0-30810-® mass 
unit; K. Honda, —0-:321076 mass unit between 18° and 440°; and for the 
molten element above 440°, —0:0410~6 mass unit. A. Dauvillier discussed the 
diamagnetism and at. structure of tellurium. P. Pascal gave —378x10~ for the 
atomic susceptibility ; and 8. 8S. Bhatnagar and C. L. Dhawan, —40-5x10~°. 
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§ 4. The Chemical Reactions of Tellurium 


In agreement with the general observation that the basic properties of the natural 
families of elements increase with rising atomic weight tellurium exhibits a greater 
basicity than selenium and sulphur. Sulphur is decidedly an acidic element, the 
acid character is weaker with selenium, and weaker still with tellurium. The 
last-named element exhibits feeble basic qualities since it forms a tartrate, basic 
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sulphite and basic nitrate, and in this respect it exhibits the characters of a metal. 
Tellurium also resembles metal in general appearances. Lord Rayleigh and 
W. Ramsay,! and F. Fischer and F. Schrétter were unable to form a compound 
of argon and tellurium. According to H. Davy, F. Becker, J. Lowe, E. Priwoznik, 
F. Jones, M. G. Weber, and B. Brauner when tellurium is distilled in hydrogen a 
little tellurium hydride is formed; but A. Gutbier said that this is not the 
case with purified tellurium. A. Ditte observed that tellurium hydride is formed 
if tellurium be heated with hydrogen in a sealed tube. J.J. Berzelius said that 
crystalline tellurium does not change in air, but precipitated tellurium, when dried 
in air, is slightly oxidized, while B. Brauner, M. Berthelot and C. Fabre, and 
A. Gutbier found that a slight oxidation occurs during the washing of precipitated 
tellurium ; and tellurium can be detected in the runnings from the filter ; if allowed 
to stand exposed to air in the presence of hydrochloric acid, much tellurium tetra- 
chloride passes into soln. J. J. Berzelius said that tellurium, heated in air some- 
what above its m.p., burns with a bright blue flame which is green at the edges. 
The flame is attended by a white cloud of the oxide, which, according to J. J. Ber- 
zelius, and H. G. Magnus, has a faint unpleasant odour different from that of 
selenium ; the horse-radish oxide reported by M. H. Klaproth is attributed to the 
presence of admixed selenium. H. B. Baker and H. B. Dixon observed that 
tellurium is one of the few elements which will burn in thoroughly dried oxygen. 
A. Mailfert said that in the presence of water ozone oxidizes tellurium to telluric 
acid. C.F. Cross and A. F. Higgin said that water does not act on tellurium either 
at ordinary temp. or when heated in a sealed tube at 160°. H. V. Regnault also 
found that tellurium does not decompose water at a red-heat. L. J. Thenard 
observed that hydrogen dioxide does not act on tellurium; but A. Gutbier and 
I’. Resenscheck found that a soln. of the element in potash-lye is oxidized to tellurate. 
G. Schluck found that colloidal tellurium is acted on by very dil. soln. of the dioxide, 
whilst the crystalline modification only reacts slowly with 60 per cent. hydrogen ~ 
dioxide at 100°. The rate of dissolution increases with the amount of telluric 
acid formed. Amorphous tellurium, precipitated from hydrochloric acid soln. by 
sulphur dioxide and dried at 105°, behaves similarly to crystalline tellurium, but 
if the amorphous variety is dried by treatment with alcohol and ether, it dissolves 
quite readily in conc. hydrogen dioxide soln. P. Kéthner observed that an aq. 
soln. of sodium dioxide converts tellurium into the trioxide which dissolves as 
tellurate. . 

H. Moissan found that fluorine reacts with tellurium with incandescence form- 
ing a crystalline fluoride. H. Davy said that tellurium burns to the tetrachloride 
in Chlorine. H. Rose found that chlorine does not attack powdered crystalline 
tellurrum in the cold; but when feebly warmed,.a reaction sets in with incan- 
descence forming tellurium di- or tetrachloride according as the tellurium or the 
chlorine is in excess. On the other hand, J. Thomsen said that chlorine reacts 
slowly with tellurium at ordinary temp., and if a little sulphur be present, the 
reaction is faster. C. Willgerodt studied tellurium as a catalyst—chloriibertrdger— 
in the chlorination of organic compounds. J. J. Berzelius found that bromine 
reacts with tellurium at ordinary temp., with the disengagement of heat, forming 
a bromide ; tellurium and iodine can be melted together in any proportions; and 
if a mixture is heated strongly enough tellurium iodide sublimes. O. Ruff and 
H. Krug showed that tellurium reacts with incandescence with chlorine fluoride. - 
W. Engelhardt observed that colloidal tellurium readily reacts with a soln. of iodine 
- and potassium iodide. J. Thomsen said that hydrochloric acid is without action 
on tellurium. According to V. Lenher, although tellurium is ordinarily considered 
to be insoluble in hydrochloric acid, yet it is actually attacked slightly by the acid 
when exposed to the air, if sufficient time is allowed for contact. This action can 
be demonstrated by bubbling a current of air, for several weeks, through cone. 
hydrochloric acid in which is suspended metallic tellurium. In a comparatively 
short time the acid becomes yellow, indicating the presence of tetrachloride. 
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J. J. Berzelius said that sulphur can be melted with tellurium in all proportions 
—vide infra, tellurium sulphide. .R. Weber, and E. Divers and M. Shimose observed 
that dry sulphur dioxide reacts with tellurium at 30° forming red tellurium sulpho- 
trioxide. F. J. Miller von Reichenstein, and M. H. Klaproth, N. W. Fischer, 
H. G. Magnus, and H. Rose, and E. Divers and M. Shimose found that conc. or 
fuming sulphuric acid dissolves tellurium at ordinary temp. forming a red soln. ; 
and, according to N. W. Fischer, with the conc. acid, sulphur dioxide is evolved. 
Tellurium separates out when water is added to the soln., and when heated, sulphur 
dioxide is evolved. The colour of the soln., said R. Weber, is probably due to the 
formation of tellurium sulphotrioxide. M. G. Levi and co-workers found that a 
soln. of potassium persulphate dissolves tellurium ; EK. Moles found that tellurium 
reacts with sulphuric acid giving a.soln. with an increased conductivity, and hence 
mol. wt. determinations are ambiguous. According to R. Auerbach, tellurium in 
accord with its metallic character dissolves in pyrosulphurie acid as monatomic 
molecules, and in coagulation, the colour changes from red, through violet, to blue 
—cf. selenium oxysulphates. J. Thomsen said that tellurium vigorously decom- 
poses sulphur monochloride forming tellurium tetrachloride; and this was shown 
by V. Lenher to occur when the monochloride is in excess, while F. Krafft and 
O. Steiner found that the dichloride is produced if the tellurium be in excess. 
W. Prandtl and P. Borinsky said that selenium or tellurium forms with chloro- 
sulphuric acid an unstable soln. containing, respectively, SeSO3 or TeSO3; it 
_ reacts with pyrosulphuryl] chloride to form TeCl,.SOg, in accord with the equation : 
Te--28,0;Cl,=S03.TeCl,+280,+80; ; chlorosulphonic acid reacts: Te--HCISO3 
=HCl+TeSO,; and sulphuryl chloride is without action in the cold but forms 
the tetrachloride when heated, while B. von Horvath said that purified tellurium 
reacts at ordinary temp., and at a red-heat forms tellurium tetrachloride and 
sulphur dioxide ; thionyl chloride yields the same products together with sulphur. 
V. Lenher also studied the action of sulphuryl and thionyl chlorides on tellurium. 
L. Tschugaeff and W. Chlopin found that in an atm. free from oxygen tellurium 
dissolves in sodium hydroxide containing sodium hyposulphite forming sodium 
telluride. J. J. Berzelius observed that selenium and tellurium can be melted 
together in all proportions, and heat is at the same time evolved—vide supra. 
_C. A. Cameron and J. Macallan found that selenic acid dissolves tellurium in the 
cold forming a red soln. which is decomposed by water with the separation of 
tellurium ; the red substance is probably tellurium selenotrioxide. 

G. Gore, E. C. Franklin and C. A. Kraus, and C. Hugot found that tellurium 
is unchanged by liquid ammonia. F. W. Bergstrom found that tellurium reacts 
fairly quickly with the amides of potassium and sodium at ordinary temp., and 
slowly at —33°. C. A. Kraus discussed the complex anions formed by tellurium 
in ammonia soln. C. C. Palit and N. R. Dhar observed that 13 and 26 per cent. 
nitric acid exert but a slight action on tellurium in 3 hrs. According to A. Oppen- 
heim, when a mixture of phosphorus and powdered tellurium is warmed, part of 
the tellurium forms a black compound, and part burns to phosphorus oxide. 
V. Lenher observed that phosphorus trichloride, and phosphoryl trichloride are 
without action on tellurium. J.J. Berzelius, and A. Oppenheim said that tellurium 
and arsenic can be melted together in all proportions; and similarly with antimony 
or bismuth. F. Jones found that arsine is converted by tellurium into arsenic 
telluride and hydrogen telluride; and stibine behaves in an analogous manner. 
J. Hoffmann observed no characteristic coloration is produced by tellurium in 
molten borax ; the tellurium is sparingly dissolved, and forms a regulus. On the 
other hand, sodium telluride colours the molten borax brown or black. Molten 
boric acid dissolves some telluride and when cold the mass is brown; with fused 
microcosmic salt, and sodium telluride, a reddish-brown glass is formed, which, 
on the addition of boric oxide, becomes amber-yellow. P. Fenaroli found that, 
as in the case of selenium, the oxidized element does not colour glass, but if reducing 
conditions are present blue, brown, and red glasses are produced. Some contain 
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colloidal soln. of the element, and others, polytellurides. The former correspond 
completely with the tellurium hydrosols, and are, like them, of two fundamental 
colours, blue and brown, analogous to the red selenium glass. The blue glass 
contains larger colloidal particles than the brown. The glass containing polytel- ~ 
lurides is red, or violet-red, and has an absorption spectrum which corresponds 
exactly with that of aq. soln. of polytellurides, showing an absorption from the 
green to the violet, with a distinct maximum between 480 and 490up. 

J. W. Retgers found that tellurium is not dissolved by benzene, or xylene ; 
and with methylene iodide it forms a dark brown soln.—1l00 parts of the solvent 
dissolve 0-1 part of tellurium at 12°. W. Muthmann said that the methylene 
iodide dissolves tellurium only when the liquid contains a little free iodine, but this 
was contradicted by J. W. Retgers. A. Gutbier added that tellurium decomposes 
the methylene iodide and passes into soln. as tellurium iodide. A. Oppenheim’s 
observations on the action of a soln. of potassium cyanide have been discussed 
in connection with the separation of this element from selenium and sulphur. 
V. Lenher observed that carbon tetrachloride does not react with tellurium ; and 
K. Lindner and L. Apolant found that when tellurium is heated with carbonyl 
chloride, tellurium dichloride is formed. H. Wayts and G. Cosyno studied the 
action of tellurium on organo-magnesium compounds. A. C. Vournasos found 
that when heated with sodium formate, tellurium hydride is formed. J. Dean 
studied some organic compounds of tellurium. 

The action of tellurium on the metals is indicated in connection with the tellu- 
rides. According to M. le Blanc, when tellurium is heated with a N-soln. of potas- 
sium hydroxide, while protected from air, no action occurs at ordinary temp. or 
at 100°; but with a 10N-soln., the liquid becomes blood-red and the dissolved 
tellurium is precipitated when the soln. is diluted. H. Rose observed the formation 
of tellurides when tellurium is melted with alkali hydroxide; and J. J. Berzelius 
observed a similar result with alkali carbonate. M. Websky said that when tellu- 
rium is fused with potassium hydrosulphate, tellurium dioxide, or potassium 
tellurite is formed; and F. Becker found that fused potassium nitrate forms alkali 
tellurate ; and similarly also with a fused mixture of potassium hydroxide and 
chlorate—vide the tellurates. Tellurium acts as a reducing agent on many salts 
of the heavy metals. Thus, J. B. Senderens obtained a partial reduction of copper 
sulphate or acetate, and he represented the reaction of powdered tellurium with 
silver nitrate at 100° by 4AgNO,+3Te+3H,0=2AgoTe+H,TeO3+4HNOs. In 
sealed tubes, the precipitation of the silver by tellurium is always complete, and 
if the tellurium is in excess, the nitric acid which is formed is decomposed with 
production of nitrogen peroxide even in dil. soln. Silver nitrate in soln. is com- 
pletely although slowly reduced by selenium and tellurium at the ordinary temp. 
R. D. Hall and V. Lenher, and F. Hundeshagen, represented the action on gold 
chloride by 4AuClz+3Te=3TeCl,t+4Au. Selenium reduced a soln. of gold chloride 
only when boiled ; so that tellurium is a more active reducing agent than selenium. 
R. Bottger found that ferric salts—sulphate, ferrocyanide, etc.—are reduced to 
ferrous salts. F. W. Bergstrom found that tellurium failed to react with magnesium, 
arsenic, or copper in liquid ammonia, but did dissolve very slowly in soln. of 
aluminium and potassium cyanides. Evaporation of these soln. to dryness appeared 
to cause decomposition into cyanide and elementary tellurium. No definite com- 
pounds were isolated. Arsenic failed to react with soln. of potassium or aluminium 
cyanides over a long period of time. EH. Kessler, and A. Gutbier and co-workers 
studied the purple substance, analogous to purple of Cassins, produced by the 
deposition of tellurium on stannic hydroxide—that is, telluriumtin purple. 
H. Lessheim and co-workers discussed the co-ordination number of tellurium in 
its complex salts. 

Some reactions of analytical interest.—As in the case of selenium, tellurium 
forms two acids—tellurous and telluric acids. When a soln. of a tellurite is treated 
with hydrochloric acid, a white precipitate of tellurous acid, H,TeOs, may be formed 
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in conc. soln.; with a soln. of a tellurate, there is no precipitation, but if the soln. 
be boiled, chlorine is evolved, and when water is added, tellurous acid may be pre- 
cipitated. Acidic soln. of a tellurite yield a brown precipitate of tellurium sulphide, 
TeS,, when treated with hydrogen sulphide, and the precipitate is soluble in 
ammonium sulphide soln. ; under similar conditions the tellurates behave like the 
tellurites to which they are reduced. As previously indicated—vide Figs. 1 and 2 
of the previous chapter—sulphur dioxide precipitates tellurium completely from 
dil. hydrochloric acid soln., and this even in the presence of tartaric acid; but 
with a conc. hydrochloric acid soln., unlike selenious acid, no tellurium is precipi- 
tated even on boiling. Tellurous and telluric acids give similar products when 
treated with reducing agents—stannous chloride precipitates black tellurium if 
the soln. be not too acid; zine gives a similar precipitate ; phosphorous acid pre- 
cipitates tellurium from cone. soln., but not from cold, dil. soln.; and ferrous 
sulphate gives no precipitate with tellurous or telluric acids although with the 
selenium acids precipitation occurs. 

According to P. Jannasch,? an ammoniacal soln. of hydroxylamine reduces 
tellurous and telluric acids causing the complete precipitation of the tellurium, 
whilst an acidic soln. of this reagent is without action on these acids; hydroxyl- 
amine may therefore be employed in separating selenium and tellurium. The 
selenium is completely precipitated when a hydrochloric acid soln. of these elements 
is boiled with hydroxylamine, and the tellurium separates quantitatively when 
the filtrate is rendered ammoniacal and boiled with more of the reducing agent ; 
four mols. of hydroxylamine are required for the reduction of one mol. of tellurous 
acid, water and nitrogen being produced at the same time. Tellurium is also 
precipitated from its hydrochloric acid soln. by hydrazine sulphate, but not from 
its soln. in nitric acid; hydrazine precipitates tellurium quantitatively from a 
hot ammoniacal soln. G. Pellini said that a feebly acidic soln. of selenium con- 
taining ammonium tartrate gives a precipitate with hydrazine sulphate, but not so 
with tellurium; hydrazine chloride precipitates both selenium and tellurium. 
For the action of other reducing agents—vide infra, tellurous and telluric acid. 
With magnesia mixture, tellurites give a white precipitate; so also with sodium 
hypophosphate, and with barium chloride. G. Denigés? found that a soln. of 
10 grms. of mercurous nitrate in 10 c.c. of nitric acid and 100 c.c. of water gives a 
yellow crystalline precipitate with telluric acid or tellurates. If a tellurium com- 
pound or tellurium be melted with potassium cyanide in a current of hydrogen, 
potassium telluride is formed. When the cold mass is dissolved in water, and a 
current of air passed through the soln., unlike the case with selenium, the element 
itself is precipitated. 

The physiological action of tellurium.—Soln. of the tellurium salts have a 
metallic taste; and, according to K. Hansen,* and A. P. A. Rabuteau, they are 
poisonous. B. Turina found that like selenium salts, tellurium—as tellurite or 
tellurate—does not enter the system of germinating or mature plants in appre- 
ciable quantities by way of the root-hairs; rather does the root-sap play the 
important réle of point of entry and filtration for nutrifying salts. I. Czapek and 
J. Weil said that in the organism tellurium salts are rapidly reduced to the metallic 
state, which is harmless. F. Wohler, K. Hansen, F. Mylius, and J. L. Beyer were 
of the opinion that a small quantity of telluric or tellurous acid—say, 1 mgrm.— 
taken internally is reduced to tellurium simultaneously forming a volatile com- 
pound—possibly methyl telluride—which imparts to the breath a most offensive 
odour. F. Lehmann said that high concentrations of tellurium salts are fatal to 
trypanosomes, but after one hour’s exposure, the following dilutions were not 
lethal: tellurites 1: 500; and tellurates 1: 300. G. Joachimoglu and W. Hirose 
observed that on an isolated frog’s heart, sodium tellurite is at least two hundred 
times as toxic as sodium tellurate, and sodium selenite at least one hundred times 
as toxic as sodium selenate. The selenite is also much more toxic than the tellurite. 
The heart muscalature has a reducing effect on the first three salts mentioned. 
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On the rabbit’s blood-press., sodium selenite and tellurite have a more powerful 
depressor action than sodium selenate and tellurate. They also showed that 
diphtheria bacilli are less sensitive than the bacilli of the typhus-coli group towards 
tellurites and tellurates. ~The former are killed by conc. of tellurites 1 : 420, and 
tellurates 1 : 125—while the latter are killed at dilutions 400 times these amounts. 
According to A. Massen, the solid compounds of selenium and tellurium are attacked 
by Penicillium brevicaule, forming volatile substances. The volatile selenium 
compound has a mercaptan-like odour, quite distinct from that of the arsenic 
compound, but cultures containing tellurium emit an odour resembling that of 
garlic. Whilst in the animal organism selenium and tellurium compounds are 
converted into ethyl derivatives, in microbes, methyl derivatives are formed. 
The reducing property of the cells of animals and microbes is due to the presence 
of a substance which can exercise this power even when removed from the tissues, 
but the formation of methyl or ethyl derivatives seems, however, to be really 
dependent on vital processes occurring only in the organism. O. Rosenheim, and 
A. Massen discussed the effects of the presence of selenium and tellurium on the 
biological tests for arsenic. B. Gosio added that whilst all arsenical compounds 
are attacked only by a comparatively few species of hyphomycetes ; only some of 
tellurium compounds are attacked by all the varieties of hyphomycetes tried. 
The action with the tellurium compounds is more rapid than with arsenical com- 
pounds, and under favourable conditions can be detected in 2 or 3 min. It is 
said to be probable that the decomposition of tellurium compounds by micro- 
organisms is not brought about by means of products formed by the organisms, 
but is a direct consequence of the life or development of the moulds or bacteria. 
B. Gosio, and E. Scheurlen recommended the use of tellurium compounds as tests 
for bacterial life in substances supposed to have been sterilized. L. D. Mead and 
W. J. Gies found that non-toxic doses of tellurium (as oxide, tellurite, tartrate, 
and tellurate) do not materially affect metabolism in dogs. They appear to stimu- 
late katabolism, and diminish fat absorption slightly ; the urine is rendered dark 
brown. Large doses retard digestion, and induce vomiting and somnolence. 
They cause enteritis. Subcutaneously injected, they cause diarrhoea, tremors, 
and death from asphyxia. At the point of injection, tellurium is deposited in the 
metallic form, and is distributed in most of the organs and tissues. Methyl telluride 
appears in the breath a few minutes after the introduction of quite small amounts 
of tellurium into the system. It persists for months, slowly leaving the body, 
by skin, lungs, urine, bile, and feeces. Of the digestive ferments, trypsin is the least 
resistive to the destructive influence of the metal. Albumin and bile pigment are 
usually present in the urine. T. Bokorny said that a 0-1 per cent. aq. soln. 
of telluric acid, or of potassium tellurite or tellurate, has no action on various alge 
and infusoria. W. Adolphi described a case of poisoning from the fumes of 
tellurous oxide volatilized during the smelting of some platinum slimes. 
N. M. Stover and B. 8. Hopkins found that sodium or potassium tellurite, or 
tellurium acid tartrate in 0-0005N- to 0-05N-soln., exert no perceptible fungicidal 
action. 

Some uses of tellurium compounds.—On account of some industrial applica- 
tions, tellurium is beginning to acquire some technical importance.5 It has a very 
limited application in the glass industry ; it is used in the preparation of organic 
dye-stufis; in the manufacture of electrical equipment; high resistance alloys 
and ultramarine; in the colouring of lithophone; the staining of silver; as a 
delicate test of sterilization in bacteriology ; and as a toning agent in photography. 

‘A compound of tellurium has been used as an anti-knock constituent of motor 
fuels, and its use is said to lead to greater efficiency. Remarkable properties are 
shown by the alloys of tellurium; the tin alloys are extremely hard and have 
very great tensile strength ; and the aluminium alloys are very ductile. The silver 
alloys have been used. The element is poisonous, and is fairly readily absorbed— ~ 
e.g. from gold dental stoppings. IF. C. Mathers and J. Papish used soln. of salts 
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of tellurium for staining metals; C. Dickens used colloidal tellurium as an insecti- 
cide, germicide, fungicide, and wood preservative. 
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§ 5. The Atomic Weight and Valency of Tellurium 


Le tellure a donc subi toutes les tortures auxquelles un corps peut étre soumis. Ila 
été fondu, sublimé, oxyde, hydrogéné, dissous et précipité, mais, le nombre 125, repre- 
séntant le poids atomique de tellure pur, inscrit dans son tableau périodique par Men- 
deléeff, n’a été, jusqu’ici, confirmé par personne.—G. N. WyROUBOFT?. 


Tellurium shows a clear and definite relationship to selenium and to sulphur. 
This is evidenced by the valencies as shown by corresponding compounds. Thus, 
tellurium is bivalent in tellurium dichloride, TeCl,, hydrogen telluride, H,Te, the 
organic tellurides—e.g. ethyl telluride, (C,.H;).Te, prepared by A. Marquardt and 
A. Michaelis1—and the inorganic tellurides—e.g. AgoTe, etc. According to 
F. Becker, and A. Cahours the organic tellurides form additive compounds with 
the alkyl iodides yielding the so-called telluronium salts—e.g. triethyl telluronium 
iodide, (C,H;)3TelI, in which the tellurium is quadrivalent. ‘There are also com- 
pounds like diethyl tellurium oxide, (C,H;),.TeO, and the salts (C,H;),TeCls, etc., 
in which the tellurium is also quadrivalent. According to G. Pellini, (CgH;)oTeBre 
is isomorphous with the corresponding selenium compound (CgH;).SeBrz. Accord- 
ing to T. M. Lowry, the tetrahedral configuration of the sulphur and selenium does 
not apply to tellurium since R. H. Vernon has isolated two stereoisomeric forms of 
EK. A. Demargay’s dimethyl telluronium diiodide : 
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The isomerism is best explained on the assumption that the four valencies of tellu- 
rium liein one plane. In these compounds, two of the valencies of tellurium appear 
to be different from the other two, whereas with sulphur and selenium, one valency 
appears to be different from the other three. Hence, the same argument which 
indicates that the four radicles of isopropylidene iodide 

CH, I 
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are not coplanar shows that the four radicles in the analogous compounds of tellu- 
rium have a square not a tetrahedral configuration. The subject was discussed 
by R. F. Goldstein, and by T. M. Lowry and co-workers. The quadrivalency of 
tellurium is also illustrated by tellurium tetrachloride, TeCl,, which, according 
to A. Michaelis, has a normal vap. density, and passes into tellurous acid, TeO(OH)o, 
when treated with water. The sexivalency of tellurium is represented by the 
hexafluoride, Tels, prepared by E. B. R. Prideaux, but not so clearly in telluric 
acid, known only in the form of the dihydrate, H,TeO,.2H,0, which may be ortho- 
telluric acid, Te(OH)g, and in the tellurates which have a formal resemblance to 
the selenates and sulphates. The isomorphism of these salts has been previously 
discussed. I. I. Tschernyeff discussed the constitution of the complex salts ; 
and J. N. Frers, the place of tellurium in the periodic table. 

According to the periodic law, tellurium should have an at. wt. between that of 
antimony and iodine—that is, it should be greater than 120, and less than 126. 
J. J. Berzelius 2 gave 128 for the at. wt. of tellurium, while iodine has an at. wt. 
very near to 126-5. D. I. Mendeléeff accepted 125 for the at. wt. based, he said, 
on the work of B. Brauner; but this value for the at. wt. of tellurium is too low ; 
all the best determinations agree that the at. wt. of tellurium is above that of iodine. 
This means that either all the observations are affected by a constant error, or else 
the theory is insufficient to describe the facts. 

B. Brauner said that tellurium is not a simple substance, because on distilling 
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tellurium in a current of hydrogen, or the tetrabromide, in vacuo, it can be separated 
into two constituents, one more volatile than the other, and having a different 
at. wt. He added that as a result of fractional precipitation with ammonia, tellu- 
rium as ordinarily understood is probably a mixture of three elements, and that 
pure, red tellurium remains to be discovered. P. E. Browning and R. Flint also 
said that if purified tellurium tetrachloride be partially hydrolyzed by water, and 
the precipitated tellurium dioxide separated by filtration the tellurium has an at. 
wt. of 126-53 ; whereas the tellurium salt remaining in soln., when precipitated by 
ammonia and a slight excess of acetic acid, contains tellurium which has an at. wt. 
of 128-97. They called the former a-tellurium, and the latter 6-tellurium. These 
results were subsequently confirmed by R. Flint. G. Pellini suggested that tellu- 
rium contains a small quantity of an element of at. wt. 212, apparently correspond- 
ing with D. I. Mendeléeft’s di-tellurium, Dt, which B. Brauner called austriacum, 
and which is said to be analogous to the radioactive constituents of pitchblende. 
W. Grinewald said that his spectroscopic observations on tellurium agree with 
the assumption that a dwi-tellurium was present. E. W. Wetherell asked : 


May it not be possible that the atoms of an element may in some cases have a satellite 
—a minute body inseparable from the atom by any means at our disposal, yet one which 
may materially affect the properties of an element ? Such satellite would in no way upset 
the law of Avogadro that equal vols. of a gas under equal press. and temp. contain equal 
numbers of molecules, as the satellite is an integral part of the molecule ; it might even 
account for the very slight deviation from the law which has been observed. 


These speculations and observations have not been supported by others, and this 
in spite of a bias, so to speak, in favour of the heterogeneity of tellurium. 
A. G. V. Harcourt and H. B. Baker attributed the results by P. E. Browning and 
R. Flint to the failure of the methods of purification to remove some element of 
lower eq. wt. than tellurium, and that this impurity accumulated by the process 
of fractionation employed. A. G. V. Harcourt and H. B. Baker were unable to 
confirm R. Flint’s results. W.G. Morgan, and G. Pellini obtained results in agree- 
ment with those of A. G. V. Harcourt and H. B. Baker, and opposed to those of 
R. Flint. W. Marckwald believed that by a laborious fractional crystallization 
of telluric acid, he obtained tellurium of lower at. wt. than that of iodine, but on 
repeating the work by a more trustworthy process, W. Marckwald and A. Foizik 
concluded that no separation of the tellurium had been effected. L. Staudenmaier 
fractionally crystallized telluric acid; J. F. Norris and co-workers fractionally 
erystallized potassium bromotellurate ; J. F. Norris fractionally distilled tellurium 
dioxide; H. B. Baker and A. H. Bennett fractionally crystallized telluric acid, 
fractionally dissolved barium tellurate, and fractionally distilled the metal, the 
chloride, and the dioxide, fractionally decomposed the hydride, fractionally pre- 
cipitated the chloride, and fractionally electrolyzed the bromide and the chloride ; 
V. Lenher fractionally precipitated the tetrachloride or complex chlorides ; fraction- 
ally precipitated the tetrachloride with ferrous salts, and fractionally dissolved 
tellurium in hydrochloric acid in the presence of air. W. L. Dudley and P. C. Bowers 
fractionally precipitated tellurium by a hydrazine salt; O. Steiner, and G. Pellini 
fractionally distilled phenyl telluride; and G. Pellini fractionally hydrolyzed the 
tetrachloride, and fractionally electrolyzed a soln. of tellurium dioxide in sulphuric 
acid and ammonium hydrotartrate. In all cases, these investigators were unable 
to distinguish any difference in the at. wts. of the different fractions, and they 
concluded that tellurium is chemically homogeneous ; 1.e. if tellurium is a mixture 
the components cannot be separated by the processes so far investigated. The 
differences observed by W. Bettel in the cupellation of silver telluride ores were 
attributed by H. B. Baker to differences in the surface tensions of silver telluride 
and silver ; and have no bearing on the controversy on the complexity of tellurium 
—vide infra, isotopes. 

J. J. Berzelius 2 made the first attempt to determine the at. wt. of tellurium 
by oxidizing the element to the dioxide by means of nitric acid, and from the ratio 
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Te: TeOg, he calculated 128-34 for the at. wt. when his data are reduced to oxygen 
16 as the standard. W. L. Wills also obtained results ranging from 126-64 to 
129-66; and a whole series of observations on the oxidation of tellurium to the 
dioxide, or the reduction of the dioxide to tellurium have been made. Thus, for 
the oxidation, B. Brauner obtained 125-72, and for the reduction, 127-46; G. Pellini 
obtained for the oxidation 127-657, and for the reduction, 127-625 ; G. Gallo found 
127-053 ; V. Lenher, 127-50; A. Gutbier, 127-585, 127-609, and 126-74 ; L. Stauden- 
maier, 127-60; R. Metzner, 128-032; K. B. Heberlein, 127-002; L. M. Dennis 
and R. P. Anderson, 127-61; A. Stahler and B. Tesch, 127-513; and P. Bruy- 
lants and C. Desmet, 127-75. J. B. A. Dumas by an unpublished method obtained 
129 for the at. wt. of tellurium. 

C. von Hauer analyzed potassium bromotellurate, and from the ratio 
K,TeBrg: 6AgBr, obtained 127-64; W. L. Wills from the same ratio obtained 
127-10. B. Brauner obtained from the ratio TeBr: 4Ag, 127-64; M. Chikashige, 
127-42; H. B. Baker and A. H. Bennett obtained from the ratio Te : TeBr,, 127-53 
(Br=74-92). W.L. Dudley and P. C. Bowers precipitated tellurium by a hydra- 
zine salt and from the ratio TeBr, : Te, calculated 127-479. V. Lenher obtained 
127-57 from the ratio KyTeBrg: 2KCl. L. Staudenmaier obtained 127-16 from 
the ratio HgTeOg: TeOs, and 127-31 from the ratio HgTeO,: Te; W. Marckwald 
gave 126-81; and K. B. Heberlein similarly obtained 126-72. H. B. Baker objected 
to telluric acid as a starting point because of the difficulty in obtaining the acid 
with exactly the right proportion of water of crystallization, H,TeO,4.2H,0. 
K. B. Heberlein treated telluric acid with hydrochloric acid, collected the liberated 
chlorine in potassium iodide, and titrated the freed iodine with standard thio- 
sulphate ; he thus obtained Te=127-223. O. Steiner analyzed phenyl telluride, 
and from the ratio (CgH;),Te:12CO, obtained Te=126-42; A. Scott from the 
ratio (CHs)gTeI: AgIl obtained 127-56; and from the ratio (CHg)3TeBr: Ag, 
127-72. J. F. Norris ignited the basic nitrate, and from the ratio Te, HNO, : 2TeO, 
obtained 127-48. W. L. Dudley and P. C. Bowers showed that the basic nitrate 
method is not so reliable owing to variations in composition with variations in the 
nature of the precipitate. H.B. Baker and A. H. Bennett heated tellurium dioxide 
with sulphur, and from the ratio TeO,:S8O., obtained 127-62. W. Marckwald 
and A. Foizik said that the results by this process are not so good owing to the 
formation of a little sulphur trioxide. F. A. Gooch and J. Howland oxidized 
an alkaline soln. of tellurium dioxide to telluric acid by adding an excess of a 
standard soln. of permanganate, and after acidification with sulphuric acid, titrated 
back the excess with oxalic acid. They thus obtained 126-92 for the at. wt. of 
tellurium ; J. F. Norris and H. Fay determined the excess of permanganate iodo- 
metrically. W. Marckwald and A. Foizik also oxidized the tellurium dioxide to 
telluric acid by permanganate in an acidic or an alkaline soln. The results gave 
127-61 for the at. wt. of tellurium. P. Bruylants and J. Michielsen calculated 
127-8 from the ratio Te: H, in hydrogen telluride. G. Gallo found the electro- 
chemical equivalent of tellurium in terms of silver, and he found that if the at. wt. 
of silver be 107-880, that of tellurium is 127-053. 

The available data were reviewed by K. Seubert, and P. Kéthner in 1903; and 
by F. W. Clarke in 1910. F. W. Clarke gave 127-5 as the best representative value - 
for the at. wt. ; and the International Table for 1926, 127-5, and for iodine, 126-92. 
Tellurium is therefore considered to be a misfit in the periodic table of at. wts. 
As G. N. Wyrouboff,4 and H. Wilde expressed it, the law of periodicity ceases to 
be valid. J. W. Retgers accordingly argued that tellurium should be placed in 
the eighth group, and he said, in support of this, that potassium tellurate and 
osmiate are isomorphous. On the other hand, W. Muthmann said that the general 
character of tellurium; the isomorphism of potassium selenium bromide, and 
potassium tellurium chloride; and the isomorphism of the trigonal forms of 
tellurium and selenium make tellurium fitted for a place in the periodic table along 
with sulphur and selenium. As indicated above, J. W. Retgers considered that the 
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cases of isomorphism cited by W. Muthmann are open to doubt. In spite of this, 
the chemical characters alone, in the opinion of K. Seubert, make tellurium a 
member of the sulphur-selenium family; and, added A. Gutbier and F. Flury, 
the anomaly would not be avoided by placing tellurium in the eighth group away 
from its congeners sulphur and tellurium in the sixth group. A. Werner showed 
that the anomaly exhibited by tellurium is itself periodic and appears in other 
parts of the table—e.g. with argon (39-9) and potassium (39-15); with cobalt 
(59-0) and nickel (58-7) ; and with neodymium (143-6) and praseodymium (140-5). 
P. Kusnetzofi pointed out that when the differences in the at. wts. of the elements 
in the uneven periods are tabulated, they show a regular rise and fall within the 
separate groups. The negative difference between iodine and tellurium is in accord 
with the other differences in the sixth group. 

The case of tellurium shows that the position of an element in the periodic 
table is not entirely dependent on its at. wt., but on some other property of the 
atom to which the at. wt. is nearly proportional. A. van den Broek 5 showed that 
if the elements are arranged in the order of their at. wts. they are in nearly all 
cases also arranged in the order of increasing nuclear charge; and it is the nuclear 
charge not the at. wt. which should determine the position of the element in the 
periodic table ; and H. G. J. Moseley showed that the variation in the wave-length 
of the characteristic X-rays emitted by different elements can be explained on the 
assumption that the nuclear charge increases by one unit from element to element. 
The nuclear charge is represented by so-called atomic number, which for tellurium 
is 52. 

The theory of isotopes has also changed the point of view of the at. wt. question. 
According to F. W. Aston,® the mass spectrum of tellurium gives lines corresponding 
with isotopes of the at. wts. 126, 128, and 130, the intensities of the latter two 
being equal and double that of the first. All the mass numbers of tellurium pro- 
bably form members of isobaric pairs. H. Pettersson and G. Kirsch? observed 
evidence of atomic disruption when tellurium is bombarded by a-rays. H. Miller 
obtained no evidence of this. A. L. Foley studied the action of ultra-violet light; 
and of X-rays on tellurium confined in sealed glass tubes when the spectra are 
periodically examined. The results were indefinite. The electronic structure 
according to N. Bohr is (2) (4, 4) (6, 6, 6) (6, 6, 6) (4, 2). The subject was discussed 
by M. L. Huggins, G. I. Pokrowsky, C. P. Smyth, H. G. Grimm and A. Sommerfeld, 
J.D. M. Smith, J. C. Slater, and C. D. Niven. 


Polonium is discussed in connection with radium. 
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§ 6. Hydrogen Telluride 


7 W. Ritter 1 observed that when water is electrolyzed with a tellurium cathode, 
no hydrogen is evolved on the metal, but the liquid is coloured owing, he supposed. 
to the formation of a tellurium hydride ; H. Davy also found that, under similar 
circumstances, the water about the cathode acquires a purple tint owing to the 
formation of hydrogen telluride. If air be present, a brown powder is precipitated 
which he regarded as a tellurium hydride containing a smaller quantity of hydrogen. 
On the other hand, H. G. Magnus showed that the brown powder is nothing but 
metailic tellurium, and it is precipitated even when thoroughly boiled water is 
employed because of the diffusion of cathodic oxygen into the liquid. If the 
water be acidified, no brown powder is deposited because the hydrogen telluride 
which is then produced, being but slightly soluble in the acid liquor, escapes as a 
gas. Gaseous hydrogen telluride, H,Te, was discovered by H. Davy. 

H. Davy observed that when the telluride—obtained by electrolyzing potassium 
hydroxide by means of a tellurium cathode ; or by heating potassium and tellurium 
together—is treated with dil. hydrochloric acid, there is a violent effervescence, 
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and an aériform compound of tellurium and hydrogen is produced which smells 
very like hydrogen sulphide, and which gives elemental tellurium when it comes 
in contact with air. As indicated previously, H. Davy, F. Becker, J. Lowe, 
K. Priwoznik, F. Jones, B. Brauner, A. Ditte, and A. Gutbier discussed the direct 
union of hydrogen with heated tellurium. M.G. Weber obtained only traces of the 
telluride to be formed by the direct union of the two elements. E. Pozzi-Escot 
observed only a very slight hydrogenation of tellurium occurs during diastatic fer- 
mentation. Hydrogen telluride is produced by the 
action of acids on tellurides—e.g. H. Davy, and 


A. Bineau used potassium telluride ; J. J. Berzelius, Ose > g_ 
zinc or iron telluride ; and M. Berthelot and C. Fabre, As 
magnesium telluride. M. G. Weber obtained only a= = San) 
a poor yield by the action of an acid on magnesium ; = 


telluride; and HE. Ernyei, a gas with only 5 per 
cent. of hydrogen telluride. F. Wohler, L. M. Dennis 
and R. P. Anderson, and R. de Forcrand and 
_H. Fonzes-Diacon found that water acting on 
aluminium telluride furnishes hydrogen telluride ; 
K. Divers and M. Shimose acted on zine with a soln. Fra. 6.—The Preparation of 
of tellurium dioxide in sulphuric acid. J.C. Poggen- Hydrogen Telluride. 
dorff obtained hydrogen telluride by the electrolysis 

of dil. sulphuric acid with a tellurium cathode. A. C. Vournasos observed the 
formation of hydrogen telluride when tellurium is heated with sodium formate 
to 400°. The yield is limited because of the reverse reaction—the decomposition 
of the telluride. In all these cases, the product is contaminated with much 
hydrogen. By the electrolysis of 50 per cent. sulphuric acid, in an apparatus 
resembling Fig. 6, E. Ernyei obtained a gas containing only 5 to 6 per cent. of 
hydrogen. M. G. Weber also obtained the best yield by the electrolytic process. 
HK. Ernyei’s apparatus is as follows : 


The negative pole is of tellurium ; the electrolyte of 50 per cent. sulphuric acid is 
cooled during the electrolysis between —15° and —20°. The electrolytic cell has a dia- 
phragm, Fig. 6, of parchment paper to retard movements of the electrolyte. Two glass 
tubes rise from this cell—the one over the positive pole is fitted with a two-way cork, 
funnel and bent tube. The latter is to introduce liquid into the cell, and the former is to 
allow air to be washed from the apparatus by a current of hydrogen before the electrolyte 
is introduced, and afterwards for the exit of the anode gases. The tube over the negative 
pole has a partition above which calcium chloride and phosphorus pentoxide can be placed 
for drying the gas. The fittings are all of glass since cork and rubber decompose the gas. 
W. Hempel and M. G. Weber cooled the vessel with solid carbon dioxide and alcohol ; 
and protected the apparatus from light. 


L. M. Dennis and R. P. Anderson prepared the gas by the electrolysis of a 
50 per cent. soln. of phosphoric acid using a tellurium cathode and platinum anode. 
The hydrogen telluride was purified by liquefaction, and fractional distillation a 
number of times. P. Bruylants and J. Michielsen purified the gas from the electro- 
lysis of sulphuric acid in a similar way, and employed it in their determinations of 
the at. wt. of tellurium. L. Moser and K. Ertl said that the best way of preparing 
the gas is to drop powdered aluminium telluride into dil. hydrochloric acid in an 
atm. of nitrogen. The best yield was 80 per cent. of the theoretical. The gas was 
liquefied in a tube cooled with a mixture of solid carbon dioxide and ether. Liquid 
hydrogen telluride is sensitive to light, but the dry gas is stable in light. F. Paneth 
and co-workers observed that hydrogen telluride is formed by an electric discharge 
with tellurium electrodes in hydrogen. 

H. Davy described hydrogen telluride as a colourless gas with a fcetid smell 
like that of hydrogen sulphide ; and M. Berthelot and C. Fabre said that its odour 
is different from that of hydrogen sulphide, or selenide, and it slightly resembles 
that of hydrogen arsenide. Its action on the animal economy is very much less 
irritating than is that of the selenide. A. Bineau estimated the vapour density 
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to be 4:49 (air unity) when the calculated value for H,Te is 4-48. E. Ernyei deter- 
mined the vap. density to be 4-49. When the gas is cooled with solid carbon dioxide, 
it forms lemon-yellow, needle-like crystals with the melting point —54° according 
to E. Ernyei, and —48° according to R. de Forcrand and H. Fonzes-Diacon. The 
liquid is greenish-yellow, and it has a specific gravity of 2:57 at 20°; P. Bruylants 
gave 2°65 at 0°. KE. Rabinowitsch gave 48-9 for the mol. vol. H. Remy discussed 
the structure of hydrogen telluride. P. Bruylants found the vapour pressure, 

» mm., to be 

—60°  —50° — 40° —30° —20° —10° 0° 

| oe 36 79 139 234 370 555 808 


The boiling point is 0° at 760 mm. HE. Ernyei said the b.p. is over 0°; HE. Q. Adams 
studied the relation between the b.p. and composition. P. Bruylants gave —!:8°, 
and he estimated the critical temperature to be at about 200°. The triple point 
is at —45-4° and 102 mm.; the latent heat of vaporization was estimated 
to be 5:7 cals. M. Berthelot and C. Fabre found that the heat of formation is 
(Hyeas, Tecryst.) =HeTegas—35-0 Cals.; and R. de Forcrand gave —50-8 Cals. 
for the solid telluride. The heat of formation of water, hydrogen sulphide and 
hydrogen selenide are respectively 59-0, 4:6, and —12-3 Cals.; thus showing that 
in the oxygen group, as in the chlorine group, the energy of combination with 
hydrogen diminishes as the at. wt. of the element rises. A 0-1N-soln. of hydrogen 
telluride, in the absence of air, according to L. Bruner, has a sp. electrical con- 
ductivity of 210-3, and at’ this conc. is 50 per cent. ionized. M. de Hlasko found 
for the mol. conductivity uw, of soln. of hydrogen telluride at 18°; the sp. con- 
ductivity k ohms; the ionization constant k, where k=a2/(1—a)v; and a repre- 
sents the degree of ionization : ; 


0:093.N- 0:0667.N- 0:06173N- 0-3442N- 0-02326N- 0-:01186N- 

56 63 67 855 107-5 136 208-5 
0-00124 0:004215 0-004061 0:002942 0-002497 0-001607 0-000579 
0-00240 0:00223 0:00226 0:00222 0-00259 0-00250 0:00180 
0-148 0-166 0-176 0-225 0-283 0-360 0-549 


a py es 


The mean value of the ionization constant is K=0-00227 at 18°. Hydrogen 
telluride thus appears to be a stronger acid than hydrogen fluoride. The increase 
in the strength of the hydrogen acids of this family of elements thus increases 
rapidly with increasing at. wt. Thus, theionization constants for H,O is 0-64 x 1044, 
for H,S, 0-91 x10—7; H,Se, 1:88x10-4; and for H,Te, 2:27 x10~-3. The increasing 
acidity with increasing at. wt. was also noted by L. Bruner 

Hydrogen telluride was found by M. Berthelot and C. Fabre to be very unstable 
even in darkness. E. Ernyei also found that decomposition occurs in a sealed 
tube, and it can be kept for a couple of days while cooled by a freezing mixture, ~ 
but even under 0°, it decomposes into tellurium and hydrogen. A. Ditte said 
that when warmed, it behaves like hydrogen selenide, but at a much lower 
temp. He said that it becomes more stable at a somewhat higher temp., but at 
a still higher temp., a large proportion is decomposed. Both H. Davy, and 
H. Ernyei found that the gas burns in air with a pale blue flame forming water, 
and tellurium dioxide. According to M. Berthelot and C. Fabre, and R. de For- 
crand and H. Fonzes-Diacon the gas is decomposed at once by moist air, and a 
piece of moist filter-paper in contact with the gas is blackened immediately. The 
gas dissolves in water forming a red soln.—presumably owing to the separation of 
tellurium. The aq. soln. reddens litmus; water with air in soln. at once decom- 
poses the gas. L. Bruner added that if a bubble of oxygen be allowed to come in 
contact with the aq. soln. of the gas, the soln. is decomposed, tellurium separates, 
and the conductivity falls to zero, thus proving that the electrical conductivity of 
the aq. soln. is really due to the hydrogen telluride. H. Davy found that chlorine 
reacts vigorously with the gas forming tellurium which is quickly converted into 
chloride ; and K. Ernyei observed that an aq. soln. of bromine is decolorized by 
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the gas; and similarly also with iodine. According to C. Whitehead, tellurium 
tetrachloride reacts with the gas: 2H,Te+TeCl,=—3Te+4HCl. C. Whitehead 
said that the soln. in 95 per cent. alcohol is stable in air. A. Bineau observed that 
when heated with tin, all the tellurium is withdrawn, and an equal vol. of hydrogen 
is produced. Hydrogen telluride was found by H. Davy, and J. J. Berzelius to 
dissolve in an aq. soln. of alkali hydroxide. KH. Ernyei added that the soln. with 
alkali hydroxide are colourless, and they become red on exposure to air; if the 
soln. contains oxygen, tellurium separates, and this subsequently dissolves forming 
a red soln. of potassium telluride. Hydrogen telluride reduces ferric chloride to 
ferrous chloride; M. Berthelot and C. Fabre represented the reaction 
2FeClgaq.+ HeTe=Te+ 2FeCloag. +2HClag.t58-24 Cals. KE. Ernyei also found that 
the gas reduces mercuric chloride to mercurous chloride. A. Brukl studied the 
action of the gas on metal salt soln.—vide the tellurides. 

According to KE. Divers and M. Shimose, if hydrogen telluride made by the 
action of zinc and sulphuric acid holding tellurium dioxide in soln. be passed 
into more of the tellurated sulphuric acid, not diluted with water, a red soln. of 
tellurium sulphotrioxide is formed: 2H,Te+Te0,+3H,SO,=5H,0+3TeSOs, and 
as the passage of the gas continues, the red sulphotrioxide is destroyed, and there is 
formed a brown insoluble substance which in some parts appears in the form of scaly, 
black particles with a metallic lustre, and which is thought to be hydrogen per- 
telluride. Its solubility in sulphuric acid, and its appearance is said to indicate 
that it is not elemental tellurium. It may, however, form a red soln. if treated 
with sulphuric acid containing tellurium sulphate, or if fresh sulphuric acid be 
added to the mother-liquor. In this case, the sulphuric acid probably exercises 
an oxidizing power by containing traces of dissolved oxygen, or oxidizing agents. 
It redissolves in its own mother-liquor when the mixture is exposed to the air, the 
dissolution proceeding from the surface of the liquid downwards, evidently a case 
of atm. oxidation. But it also redissolves slowly when sealed up with its mother- 
liquor in glass tubes in an atm. of hydrogen, and this dissolution of it is accompanied 
by reduction of the sulphuric acid; for on opening the tubes, the smell of sulphur 
dioxide is distinct. This reduction of sulphuric acid further shows that the pre- 
cipitate is not tellurium, as this substance dissolves without forming sulphur 
dioxide. The hydrogen of the pertelluride is readily oxidized by air in the presence 
of sulphuric acid, and more slowly by sulphuric acid alone, with the producticn of 
sulphur dioxide. 
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§ 7. The Tellurides 


A. F. Hallimond! discussed the isomorphism of the sulphides, selenides, and 
tellurides. A. Bineau obtained colourless plates of ammonium hydrotelluride, 
(NH,).HTe, by bringing ammonia in contact with an excess of hydrogen telluride. 
E. Wendehorst obtained the colourless salt by passing purified hydrogen selenide 
into a sat. soln. of ammonia in an atm. of nitrogen, and cooled below 30°. 

H. Davy? prepared potassium telluride, presumably K,Te, by warming a 
mixture of the two elements in an atm. of hydrogen; combination occurs with 
incandescence. C. A. Tibbals also obtained potassium telluride by the direct 
union of the elements. H. Davy obtained this compound by the electrolysis of 
molten potassium hydroxide, using tellurium electrodes ; if a conc. soln. of potassium — 
hydroxide is similarly treated, the tellurium dissolves forming a red soln. which is 
rapidly decomposed with the precipitation of tellurium by the oxygen liberated 
at the anode. J. J. Berzelius, and G. Magnus melted tellurium with potassium 
hydroxide or carbonate, and boiled tellurium with conc. potash-lye ; in both cases 
some potassium tellurite is formed; but not so if zinc be present since F. and 
C. Heberlein observed that by boiling oxy-salts of tellurium with conc. potash- 
lye, and granulated zinc, the liquid becomes red owing to the formation of potassium 
telluride. This reaction is recommended as a test for tellurium in minerals. 
J. J. Berzelius, M. Berthelot and C. Fabre, and HK. Ernyei obtained potassium 
telluride by the action of hydrogen telluride on a soln. of potassium hydroxide in 
the absence of air; A. Oppenheim, by melting tellurium with potassium cyanide ; 
H. Davy, by heating the tellurite or tellurate with carbon, or, according to A. Oppen- 
heim, in hydrogen ; and C. Hugot, by the action of a soln. of potassium in liquid 
ammonia on an excess of teilurium. 

M. Berthelot and C. Fabre described their preparation as colourless crystals ; 
E. Demarcay said that the soln. is pale yellow; C. Hugot’s preparation was 
amorphous and white; H. Davy’s preparations 
were copper-red, or steel-grey. M. Berthelot and 
C. Fabre said that potassium telluride forms a 
colourless soln. with oxygen-free water. The 
coloured preparations dissolve in water forming a 
red liquid. The colour may be due to the presence 
of a polytelluride, of the monoxide, or of colloidal 
tellurium. If the strongly alkaline soln. be treated 
with a reducing agent—say, phosphorus, a hypo- 
phosphite, or aluminium—H. Demargay found that 

0° abe the soln. becomes pale yellow ;-and similarly, if a 

see ee ab ae M0 soln. of potassium tellurite be treated with a 

ei pare Ay reducing agent, it becomes violet and then yellow. 

HIS sta einai “Fo ~According to M. Berthelot and C. Fabre, and 

EK. Demarcay, the colourless soln. rapidly reddens 

in contact with air, and, added H. Davy, the red soln. becomes colourless owing 
to the deposition of the separated tellurrum. J. J. Berzelius said that soln. 
of tellurium in conc. alkali-soln. are decomposed by acids with the evolution 
of hydrogen telluride. C. A. Tibbals said that the telluride is precipitated in 
crystals by adding alcohol to a cone. soln. A. Brinkmann did not obtain lithium 
telluride by boiling tellurium with a cone. soln. of lithium hydroxide, or by melting 
tellurium with lithium hydroxide. G. Pellini and E. Quercigh investigated the 
sodium tellurides by thermal methods, and the results, summarized in Fig. 7, show 
that only these compounds which melt unchanged can exist under these con- 
ditions, namely, the normal telluride. It is white, and deliquescent ; and rapidly 
darkens on exposure to air. There is also sodium tritaditelluride, Na,Te,, with 
a grey metallic appearance; and sodium tritaheptatelluride, Na,Te,. Neither 
Na,Teg nor NayTe; were obtained. H. Davy obtained sodium telluride, Na,Te, 
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by the methods employed for potassium telluride ; likewise also A. Oppenheim, 
HE. Ernyei, and C. A. Tibbals. According to L. A. Tschugaeff and V. G. Chlopin, 
_ when tellurium is heated with an alkaline soln. of sodium hyposulphite in the 
absence of air, tellurium is converted into the unstable sodium telluride, Na Te, 
and sodium sulphide is formed at the same time. The tellurium is probably first 
transformed by the sodium hydroxide into a mixture of sodium tellurite and 
telluride, the latter being then converted by the tellurium into polytellurides, which 
undergo reduction by the sodium hyposulphite: Na .S.0,-+-Na ,Te,+4Na0H 
=2Na,.S03+2Na,Te+2H,O. This reduction is analogous to the action of the 
hyposulphite on sodium polysulphides. It is possible that the tellurium combines 
with the sulphoxylate part of the hyposulphite mol., 
Na.SO.ONa+Te=Na.Te.SO.ONa, the unstable compound 
thus obtained reacting with the sodium hydroxide, thus: 
Na.Te.SO.ONa+2Na0H=Na,Te+0.8(ONa), + H,O. The 
formation of the sodium sulphide also obtained in the re- 
action is probably explained by the equations: 2Na 8,04 
+ 2Na0OH = NaoS,0z -}- 2Na.SOz -b H,0, and NayS.0s 
+ Nap8,0,+4Na0OH=Na,S+3Na,803+2H,0. The ex- gro 
treme instability of sodium hyposulphite makes it difficult 
to prepare sodium telluride in large quantities in the above 
manner. A good yield may, however, be obtained by heating, Fre. 8.—The Equilib- 
in a current of hydrogen, a mixture of a gram of tellurium, = (' ae 4 : 

. . odium elluridade 
6 grms. of sodium formaldehyde-sulphoxylate (rongalite), 44 Tellurium. 
and 40 c.c. of a 10 per cent. sodium hydroxide soln. : 
HO.CH,.0.8SONa+Te+3NaOH—CH,0-+Na,Te+Na,SO3+H,0. Sodium tellu- 
ride is instantaneously decomposed in the air, with separation of tellurium. 
D. M. Liddell said that if kept from air, sodium telluride is the colour of potassium 
permanganate, but in air it is decomposed setting free tellurium with the formation 
of potassium hydroxide. Contrary to G. Pellini and E. Quercigh, Gar Aavik satis 
and §. W. Glass find that sodium telluride and tellurium are miscible in all propor- 
tions. The equilibrium diagram is shown in Fig. 8. In addition to the normal 
telluride, Na.Te, there are formed the ditelluride with a transition point at 355°, 
and the hexatelluride with a congruent m.p. at 436°. There are eutectics at 319° 
with 43 at. per cent. of Na, and at 402-5° with 12-5 at. per cent. Na. 

According to C. A. Kraus and C. Y. Chiu, the initial compound formed in the 
reaction between sodium and tellurium in liquid ammonia is the normal telluride, 
NagTe, which is in equilibrium with sodium ditelluride, Na,Te,. Figs. 7 and 8 
show the range of stability of the compound. C. A. Kraus and 8. W. Glass found 
that it has a transition point at 355°. Its electrical resistance.is given in Figs. 9 
and 10. The soln. in equilibrium with free tellurium has a composition which varies 
as a function of the concentration, and the maximum conc. of tellurium corresponds 
with sodium tetratelluride, Na,Te,. C. A. Kraus and EH. H. Zeitfuchs discussed 
the mol. wt. of the sodium-tellurium complex formed in liquid ammonia. Tellurides 
of the heavy metals are formed by double decomposition between sodium telluride 
and aq. soln. of salts of the heavy metals. C. A. Kraus and 8. W. Glass observed 
the formation of sodium hexatelluride, Na,Teg, and its equilibrium conditions are 
illustrated in Fig. 8. It melts at 436°; and its electrical resistance is indicated 
in Figs. 9 and 10. C. A. Tibbals said that sodium telluride forms small colourless 
erystals with much water of crystallization; and that tellurium dissolves in an 
aq. soln. of this salt forming sodium tetritatritelluride, Na,Te;. Tellurium does 
not dissolve in a soln. of sodium telluride beyond the proportion 4:3, and when 
this soln. is concentrated by evaporation, it breaks down into the normal telluride 
and tellurium. According to C. Hugot, sodium hemitritelluride, Na,Tes, is pro- 
duced by the action of a soln. of sodium in liquid ammonia on an excess of tellurium ; 
and similarly also with potassium hemitritelluride, K,Te;. The latter furnishes 
a violet liquid which becomes brown and viscid at —25°, and when stirred, freezes 
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toasolid. This melts at —15°, and as the ammonia evaporates, at ordinary temp., 
there remains the hemitritelluride as a dark brown crystalline mass ; which, under 


press. absorbs ammonia and becomes liquid. L. A. Tschugaeff and V. G. Chlopin 
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Fic. 9.—The Resistance of the Sodium Fic. 10.---The Resistance of the Sodium 
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observed that a soln. of sodium telluride reacts with benzyl chloride or phenyl- 
benzyldimethylammonium chloride forming benzyl telluride, Te(CgH;.CHy)o. 

J. J. Berzelius? prepared a pale red alloy by melting together copper and 
tellurium ; M. Chikashige obtained the alloys by melting mixtures of the two 
elements in a current of carbon dioxide. T. Parkman said that tellurium pre- 
cipitates a little copper from cold soln. of copper sulphate or acetate, and likewise 
also with boiling soln. After boiling tellurium for 4 or 5 hrs. with a soln. of copper 
acetate, a black powder with the composition of copper hemutritelluride, CugTes, 
was formed; and with a boiling soln. of copper sulphate a black powder with 
the composition of copper telluride, CuTe. C. A. Tibbals obtained the mono- 
telluride and also the hemitritelluride by treating a soln. of a copper salt respectively 
with normal sodium telluride, NagTe, and the tetritatritelluride, Na,Tes. F. Garelli 
obtained what appeared to be mixtures of copper tetritatelluride and monotelluride 
by wrapping a piece of tellurium with copper wire and immersing it in a soln. of 
copper sulphate. A. Brukl obtained cuprous telluride by the action of sodium 
telluride on a soln. of sodium cuprous chloride. B. Brauner and B. Kuzma found 
that in precipitating tellurium by sulphur dioxide from soln. of salts of other metals — 
like copper, some of the metal is precipitated with the tellurium, and this the 
more the longer the action and the more cone. the soln. W. EH. Ford reported a 
massive mineral which he called richardite—after T. A. Richard—occurring in the 
Good Hope Mine, Vulcan, Colorado. Its composition corresponds with cuprous 
telluride, CugTeg, or CugTe.2CuTe. It has a rich purple colour; sp. gr. 7:54; and 
hardness 3-5. N. A. Puschin said that this product is a solid soln. of telluride and 
hemitelluride. E. T. Wherry found richardite to be a poor  radiodetector. 
W. M. Davy and C. M. Farnham observed the behaviour of polished surfaces of the 
mineral towards etching agents. 

According to M. Chikashige, the f.p. curve of the copper-tellurium alloys, Fig. 11, 
shows a eutectic point at 344° and 17-3 per cent. of copper, and there is a break at 
620° with about 34 per cent. of copper ; and one at 855°, with 50 per cent. of copper. 
The break with 50 per cent. of copper corresponds with copper hemitelluride, Cu,Te, 
which is miscible with copper only to a limited extent—at about 1030°, the hemi- 
telluride dissolves 1 to 2 per cent. of copper, and copper about 4 per cent. of tellu- 
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rium. From 32-7 to 50 per cent. of copper, the hemitelluride crystallizes primarily 
in solid soln. with tellurium ; and at 623° the mixed crystals with 45 per cent. of 
copper react with the fused mass to form copper tetritatritelluride, Cu,Tes, analogous 
in composition with richardite. A. Mazzucchelli and A. Vercillo obtained a sub- 
stance of this composition by the action of copper on tellurium tetrachloride, but 
they regarded it as a mixture of TeCu and 


TeCu,. According to M. Chikashige, the tetri- //00° Pate Pete ary 0B# 
tatritelluride has a transition point at 365° / 000" [ai al da 
marked by a considerable development of heat. oe bil bal ay eee mew race 


B. Brauner prepared the monotelluride by pass- 
ing the vapour of tellurium in a current of 
‘carbon dioxide over heated copper; and 


J. Margottet, by heating a mixture of tellurium ae er ZAR] Tt 
and copper to redness in an atm. of nitrogen.  j,,.>g5%-t e+ +1 + 1 
M. L. Huggins studied the atomic structure. z00t ia Me i ee 
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G. von Hevesy and W. Serth studied the 20 


diffusion of silver telluride in copper telluride. 
M. Chikashige found that the hemitelluride has 
two transition points at 387° and 351°, and the 
latter is lowered to 334° by the addition of 5 per cent. of tellurium. A. Beutall 
obtained hair-copper by heating the telluride in a sealed tube at 350°-600°. C. Fabre 
gave 7:15 Cals. for the heat of formation, and added that the alloy is not stable in 
air. B. Brauner added that the crystals are rhombohedral, and when heated for 
a long time they are decomposed with the separation of copper. W. P. Crawford 
described a massive, bluish-black mineral in the tellurium deposits of Colorado. 
He called it weissite—after L. Weiss; its composition corresponds with copper 
pentitatritelluride, Cu;Te;. Its sp. gr. is about 6, and its hardness 3. It gives 
a violet colour with warm, conc. sulphuric acid. The werssite of W. P. Crawford is 
probably richardite. 

According to N. A. Puschin, the alloys rich in copper are dark grey, brittle, 
and crystalline; those with 30 to 33 at. per cent. of tellurium are much darker, 
and more brittle; the colour then becomes dark 
violet with about 40 at. per cent. of tellurium ; 
the colour becomes paler as the proportion of 
tellurium rises to 50 at. per cent., when 
the colour becomes yellow; with higher pro- 
portions of tellurium the colour becomes grey. 
W. C. Roberts-Austin found that the addition of 
tellurium reduces the malleability of copper. 
M. Chikashige said that the re-melting of the 
alloy does not remove the copper; but P. Kéthner 
found that all the tellurium can be removed by 


Fie. 11.—Freezing-point Curve of 
Copper-Tellurium Alloys. 
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distillation in vacuo. I. Stransky discussed the 
rectifying action of the heavy metal tellurides ; 
and G. P. Thomson, electron diffraction rings. 
N. A. Puschin found that the potential of copper 
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in the cell Cu | N-CuSO, | CuTe, shows breaks corresponding with Cu,Te, and 
 CuTe, Fig. 12. According to B. Brauner, the tellurium is not removed by fusion 
with ‘sulphur and sodium carbonate; or, according to M. Chikashige, by fusion 
with cuprous oxide. F. W. Hinrichsen and O. Bauer said that the telluride 
dissolves in a soln. of potassium cyanide forming a polytelluride; and when 
shaken in air, the reddish-violet soln. becomes colourless owing to the deposition 
of the tellurium in grey flakes. HE. Heyn and O. Bauer found that the soln. in 
potassium cyanide gives.a dark grey precipitate with alcohol.and cadmium acetate ; 
and C. Whitehead obtained tellurium by electrolyzing the soln. G. Tammann 
studied the chemical activity of the alloys. 
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The silver tellurides are represented in nature by the three minerals stiitzite, 
Ag,Te; hessite, AgoTe; and empressite, AgTe. The mineral stiitzite, probably 
from Nagyag, Transylvania, was shown by A. Schrauf4 to have a composition 
approximating Silver tetritatelluride, Ag,Te; and it was named after A. Stutz, 
who, in 1803, described what appears to have been the same mineral. It is leaden 
grey, with a reddish tinge. V. Goldschmidt, and C. Hintze regard it as hexagonal 
or pseudohexagonal with the axial ratio a: c=1: 1-2530; or, as A. Schraut prefers 
to regard it, monoclinic with the axial ratios a:b: wey 73205 : 1: 1-24829, and 

; _ B=89° 33’. E. 8. Dana emphasized the resem- 
Beers mer 7 blance to dyscrasite, and chalcocite and said that 
Coie like them, it may be rhombic. A. des Cloizeaux 


lso re dea stiitzite as having rhombic sym- - 
Liquid. Beles a 8 8 y 
Berea a 


metry. There is no evidence of the existence of 
seals Ber, Jiu Hf a tetritatelluride on the f.p. curve, Fig. 13. 
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The f.p. curve was first explored, in a pre- 
<r i liminary way, by H. Pélabon,® who found two 
an. || eutectics—one at 345° and 34 at. per cent. of 
Here rs | | silver, and the other at 825° with 78 per cent. of 
Fh bs = vat silver—and a maximum representing the normal 
Lane <7 Ao =” telluride at 965°. G. Pellini and E. Quercigh 
Ba . 

Fie! 19 Bice pane Ce made a more detailed study, and their work as 
of the System: Ag—Te. revised by M. Chikashige and I. Saito, is illus- 
trated by Fig. 13. Two compounds are indi- 
cated on the curve ; the normal telluride melting sharply at 957°; and the other 
silver heptitatetratelluride, Ag7Te,. The heptitatetratelluride decomposes below 
its m.p., and exists in two modifications, each of which corresponds with a short 

branch of the f. p. curve. P-Ag,Te, is formed from AgoTe and liquid at 443°; 
and changes into the a-modification at 403°. Solid soln. are not formed. Enutectics 
occur at 32 per cent. Ag and 350° and at 87-5 per cent. Ag and 870°, respectively. 
Annealing experiments indicate that the transformation is one of a single com- 
pound, and that a second compound, such as AggTes, is not formed. In Fig. 18, 
the area A represents Te-+ melt ;. B, Te+-eutectic Z,; C, a-Ag,Te,+eutectic £, ; 

D, a-Ag7Te,+ melt; EL, B- Ag,Te,-++melt ; F, p- Ag, Te,+Ag,Te ; Gs Pipe etek os 
H, a-Ag7Te,+AgoTe ; i AgoTe+melt ; J, Ag,Te-+eutectic E,; K, Ag+eutectic 

E,: L, Ag+ melt. 

The compound See M. Chikashige and I. Saito regarded as hepitatetra- 
telluride was considered by G. Pellini and E. Quercigh to be silver monotelluride, 
AgTe, and they said that its existence is marked by a break in the curve at 444° ; 
and that it undergoes a polymorphic change at 412°. The monotelluride is repre- 
sented in nature by the mineral empressite obtained by W. M. Bradley from 
the Empress Josephine Mine, Kerber Creek District, Colorado. It occurs in 
granular and compact masses with a fine conchoidal or uneven fracture, and a 
pale bronze colour. It is readily soluble in nitric acid. Its hardness is 3-0 to 3-5. 
K. T. Wherry found empressite to be a poor radio-detector. The mineral was also 
analyzed by EK. J. Dittus; and W. T. Schaller considered it to be a kind of gold- 
free muthmannite—vide infra. 

G. Rose ® described a mineral occurring in the Savodinsky Mine, Zyrianovsky, 
Altai, Siberia, which he designated Tellursilber ; J. J. N. Huot, and W. Haidinger 
called it savodinskite, in allusion to its origin; and J. Frébel, hessite—after H. Hess. 
The term hessite is commonly employed although it has not first claim. A. Schrauf 
supposed the mineral from Rezbanya, Hungary, to be isomorphous with silver 
glance and therefore called it Tellursilberglanz, and reserved the term Tellursilber- 
blende for stiitzite. Analyses of the mineral have been reported by G. Rose, 8. Koch, 
W. Petz, K. A. Nemadkevich, G. A. Kenngott, F. J. Malaguti and J. Durocher, 
F. Becke, J. Loczka, C. F. Rammelsberg, G. Kiistel, F. A. Genth, F. A. Genth and 
S. L. Penfield, I. Domeyko, A. des Cloizeaux, F. W. Clarke, A. Carnot, T. L. Walker 
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and A. L. Parsons, E. V. Shannon, and E. 8. Simpson. The results agree that 
hessite is normal silver telluride, 7.e. silver hemitelluride, Ag,Te, in which gold 
often replaces part of the silver until the hessite merges into petzite. The occurrence 
of the mineral in Zyrianovsky, Altai, Siberia, was described by G. Rose, N. von 
Kokscharoff, and P. von Jeremejeff; in Nagyag, Zalathna, Botes, etc., Transyl- 
vania, by P. Groth, G. vom Rath, A. Schrauf, J. A. Krenner, G. A. Kenngott, and 
F. Becke ; in Rezbanya, Hungary, by C. F. Rammelsberg, K. F. Peters, A. Schrauf, 
and F. von Richthofen; in Kara Issar, Asia Minor, by A. des Cloizeaux; in 
Karangahake, New Zealand, by J. D. Dana; Kalgoorlie, West Australia, by 
K. 8. Simpson; in Coquimbo, Chili, by I. Domeyko; in Refugio and Quiteria, 
Mexico, by C. F. de Landero, and F. W. Clarke ; in California, Colorado, and Utah, 
United States, by B. Silliman, W. P. Blake, G. J. Brush, G. Kiistel, H. J. Burkart, 
_F. A. Genth, and F. A. Genth and S. L. Penfield. 

B. Brauner prepared this telluride by passing the vapour of tellurium over 
silver at a red-heat. J. Margottet obtained regular octahedra by passing the 
vapour of tellurium in a current of nitrogen over silver at a dull red-heat. G. Rose, 
and B. Brauner prepared it by heating a mixture of the two elements. H. Pélabon, 
G. Pellini and E. Quercigh, and M. Chikashige and I. Saito also obtained it by the 
direct union of the elements. The conditions of equilibrium are illustrated in Fig. 7. 
R. D. Hall and V. Lenher obtained this telluride by passing hydrogen telluride into 
an ammoniacal soln. of silver nitrate, but the black precipitate always contains an 
excess of silver. C. A. Tibbals, and A. Brukl obtained this telluride as a dark 
brown or black flocculent precipitate by the action of a soln. of sodium telluride 
on a soln. of silver acetate in acetic acid; and J. B. Senderens, by the action of 
tellurtum on a soln. of silver nitrate at 100°: 4AgNO3+3Te+3H,0=2Ag,Te 
+H,TeO3;+4HNO3; the reaction is slow at ordinary temp.—R. D. Hall and 
VY. Lenher represented the reaction 4AgNO3+3Te=2Ag.Te+Te(NO3),. B. Brauner, 
and R. D. Hall and V. Lenher obtained a product resembling the mineral by passing 
carbon monoxide or ammonia over silver tellurite heated to a high temp. 

The mineral occurs in compact or fine-grained masses—rarely coarse grained. 
The colour ‘is lead-grey, steel-grey, or iron-black. EH. F. Glocker called the yellow 
earthy telluride miillerin, or Nagyager silver. The mineral also occurs in crystals 
more or less modified and often much distorted. According to A. Schrauf, P. Groth, 
H. Rose, T. L. Walker and A. L. Parsons, J. A. Krenner, C. Palache, V. Rosicky, 
R. Pilz, and L. Tokody, they are cubic. The distortion led H. Hess, and G. Suckow 
to assume that the crystals are rhombohedral; G. A. Kenngott, and K. F. Peters, 
rhombic; and F. Becke, triclinic. According to L.S. Ramsdell, the X-radiogram 
of hessite indicates that the mineral is pseudo-cubic and probably rhombic. The 
cubic form is said to represent a high temp. modification. The artificial crystals 
prepared by J. Margottet were regular octahedra. The cleavage of hessite is 
indistinct. M. L. Huggins studied the atomic structure of the crystals; and 
T. Andrews, J. Arnold and J. Jefferson, F. Osmond and W. C. Roberts-Austen, 
the structure of the alloys. F. A. Genth gave 8-359 for the sp. gr. of varieties 
free from gold, while G. Rose gave 8-412-8-565. These numbers are probably 
too high. F. J. Malaguti and J. Durocher, and G. A. Kenngott gave 8-071. 
W. Petz gave 8-31 to 8-45 for specimens with 0-69 per cent. of gold; F. A. Genth, 
8-178. G. Kistel gave 9-0 to 9-4 for a sample with 24-80 per cent. of gold. 
F. Henglein gave 41-3 for the mol. vol. G. Pellini and E. Quercigh said that the 
silver tellurium alloys are crystalline, and have a metallic appearance, changing 
from grey to white as the proportion of silver increases. The brittleness diminishes 
from tellurium to silver. W.C. Roberts-Austen studied the mechanical properties 
of these alloys. The hardness of hessite is about 2-5. L. Jordan and co-workers 
measured the hardness, tensile strength, and elongation of silver-tellurium alloys. 
G. von Hevesy and W. Serth studied the diffusion of silver in silver ditelluride, and 
of silver telluride in copper telluride. H. Pélabon gave 955° for the m.p.; G. Pellini 
and EH. Quercigh, 959°; and M. Chikashige and I. Saito, 957°—vide Fig. 13. 
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J. Margottet found that the mineral is partially decomposed at a white-heat ; and 
J. Joly, that hessite sublimes at about 900°. K. Friedrich and A. Leroux said 
that, unlike silver sulphide, the telluride is not altered by light; and H. E. McKinstry 
found no effect was produced by exposing the mineral to the electric arc-light. 
A. Beutell obtained hair-silver by heating the 
telluride in a heated tube at 350°-600°. A. de Gra- 
mont studied the spark spectrum of the mineral. 
F. Beijerinck described the mineral as an electric 
conductor. T. W. Case said that the electrical 
resistance is less than one megohm; and that 
the conductivity is not affected by exposure 
to light. R. G. Harvey studied the subject. 
N. A. Puschin’s observations on the potential dif- 
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0” tron.te "ference in the cell Ag | ;N-AgNOs | AgTe,(milli- 
Wr1a) 142 PatentialDifarenide Eo Oe eshiow. the existence of only one telluride, 
‘Ag | 4N-AgNO, | AgTen. Ag,Te. HE. T. Wherry called hessite a fair radio- 


detector. J. M. Riviére’s measurements of alloys 

with 2 (continuous curves) and with 20 (dotted curves) per cent. of silver are 
summarized. The different curves represent specimens which have been previously 
heated and at first rapidly cooled to the temp. indicated and then slowly cooled. 
Below 200°, the resistance is a func- 

- tion of two variables (i) the temp. of 
measurement ; and (ii) the temp. of 
annealing. For the 12-30 per cent. 
alloys there is a discontinuity at 
—20°; and for nearly pure tellurium, | 
one at 415°. J. Margottet observed 
that when heated to near the m.p. 
of silver telluride in a current of 
hydrogen, hair-silver is produced. 
J. Joly observed that a sublimate is 
formed between 820° and 930°. 
C. A. Tibbals observed that the 
precipitated telluride is quite stable 
in alr, even when moist, and is not 
acted on by acids other than nitric 
acid. Hessite also dissolves in hot 
nitric acid ; and when the mineral is 
heated with conc. sulphuric acid it 
; ae forms a, red or purple liquid which 
-100° -40° 20° — 80°14 200° 260° — 320° becomes clear when diluted with © 


Fic. 15.—Effect of Preheating and of Tempera- water, and tellurium is precipitated. 


tureron the Mlectrical Iosistence'oi eluant M. Davy and C. M. Farnham 
Silver Alloys. studied the etching of polished sur- 


faces of hessite. R. D. Hall and 
V. Lenher said that sulphur monochloride converts it into tellurium tetrachloride, 
etc. G. Tammann studied the chemical activity of the alloys. 

J. A. Krenner,’ and G. vom Rath described, about the same time, a krystallisierte 
Tellurgoldverbindung from Nagyag, Transylvania. A yellow earth from Nagyag, 
Transylvania, described by M. H. Klaproth, A. Stiitz, W. Phillips, W. Haidinger, 
and W. H. Miller was probably this mineral. Its occurrences in Cripple Creek, 
Colorado, was described by A. H. Chester; and in Kalgoorlie, Western Australia, 
by A. Frenzel, EK. F. Pittman, A. Gmehling, M. Maryansky, and K. Schmeisser. 
J. A. Krenner called it bunsenine—after R. Bunsen—and J. D. Dana altered this 
to bunsenite ; while G. vom Rath called it krennerite because the former term was 
already in use for native nickelous oxides. The analysis approximates to silver 
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gold ditelluride, Ag,Te.Au,'l'’e3, or AgAuTe,, or, as E. 8. Simpson writes it, 
(Ag, Au,)Te,, Ag.Te.Te.Te.Te.Au. Analyses were reported by M. H. Klaproth, 
W. Petz, 8. Koch, E. H. Liveing, R. Scharizer, L. Sipécz, A. H. Chester, A. Frenzel, 
and HK. F. Pittman ; the analysis by L. Sipécz was eq. to AggAu;pTesg. Krennerite 
occurs in prismatic crystals which are vertically striated. The colour varies from 
silver-white to brass-yellow. G.vom Rath found that the rhombic crystals have the 
axial ratios a:b: c=0-94071 : 1: 0-50445. Observations on the crystals were 
made by A. H. Chester, J. A. Krenner, A. Schrauf, L. Sipocz, and H. A. Miers. 
The (001)-cleavage is complete. W. M. Davy and C. M. Farnham examined the 
etched polished surfaces. W. Petz gave 8-27-8-33 for the sp. gr.; A. Frenzel, 
8-14; L. Sipdez, 8-3533. The hardness is 2-5. H. EH. McKinstry observed no 
action when krennerite is exposed to the electric arc-light. R.G. Harvey measured 
the electrical resistance. 

The Schrifterz, Blattererz, aurum graphicum, etc., indicated in connection with the 
history of tellurium, to which the term sylvanite—from Transylvania—was subse- 
quently applied, was analyzed by M. H. Klaproth,8 J. J. Berzelius, W. Petz, S. Koch, 
_ A. Schrauf, L. Sipécz, F. W. Clarke, P. Krusch, A. Carnot, E. H. Liveing, C. Palache, 
W. H. Hobbs, F. A. Genth, V. Hanko, and E.S8. Simpson. The results agree with 
the formula (Au,Ag)Tes, in which the at. ratio Au: Ag varies from 1:1 to about 
6:1. The formula (Au,Ag)Te, was given by G. Rose, and P. Groth. C. F. Ram- 
_melsberg, W. Petz, and C, F. Rammelsberg supposed sylvanite to be a mixture of 
silver monotelluride and gold tritelluride. G. A. Kenngott used the formula 
(Au,Ag,Pb) (Te,Sb).. The occurrence of the mineral in Nagyag, Offenbanya, 
Zalathna, and Faczelraja, Transylvania, was described by B. von Cotta, V. von 
Zepharovich, A. von Groddeck, A. Schrauf, A. Stiitz, K. Vrba, and F. Beyschlag ; 
in Hungary, by F. von Richthofen ; in California, by J. D. Mathewson, H. J. Bur- 
kart, and G. Kiistel; in Colorado, by B. Siliman, F. A. Genth, EH. P. Jennings, 
J. D. Dana, C. Palache, W. F. Hillebrand, R. Pearce, and W. H. Hobbs; in South 
Dakota, by F. C. Smith ; in Ontario, Canada, by G. C. Hoffmann ; and in Western 
Australia, by A. Frenzel, and E. 8. Simpson. 

The mineral occurs in steel-grey to silver-white crystals with more or less of a 
yellow tinge. J.C. L. Schréder van der Kolk said that the streak of sylvanite is 
bluish. The crystals were supposed by W. Phillips, and F. Mohs to be rhombic ; 
and J. F. L. Hausmann, and W. H. Miller inclined to the same view. According 
to N. V. Kokscharoff, the crystals are monoclinic; this view was supported by 
J. A. Krenner, and A. des Cloizeaux. According to A. Schrauf, the monoclinic 
crystals have the axial ratios a:b: c=1-63394: 1: 1-12653, and B=89° 35’. 
Twinning occurs about the (101)-plane, and there is contact twinning, lamellar 
twinning, and penetration twinning which give rise to branching dendritic forms 
resembling written characters—hence the terms Schrifterz, and Schrifitellur. The 
dendrites usually cross at an angle of 69° 44’—rarely at 55° 8’, or 90°. Skeleton 
forms are common. ‘The (010)-cleavage is perfect. The crystals were examined 
by G. Rose, V. von Zepharovich, F. A. Genth, W. H. Hobbs, C. Palache, etc. 
W. M. Davy and C. M. Farnham examined etched polished surfaces. The sp. gr. 
given by W. Petz is 8-28; L. Sipécz, 8-0733; V. Hanko, 8-036; F. A. Genth, 
7-943 ; and C. Palache, 8-161. The hardnessis 1-5. J. Joly observed a sublimate 
of tellurium dioxide is formed below 730° and 780°; and of monoxide between 460° 
and 520°. E. T. Wherry formed the mineral to be a fair radio-detector. 
H. E. McKinstry observed no effect by exposing the mineral to the electric arc- 
light. R.G. Harvey measured the electrical resistance. 


W. H. Hobbs described a mineral from Arequa Gulch, Colorado, which he called gold- 
schmidtite—after V. Goldschmidt. It occurs in silvery white, monoclinic prisms with the 
axial angles a:b:c=1-8561: 1: 1-2980, and B=89°11’. Twinning is common; the 
(010)-cleavage is perfect ; the sp. gr. is 8-6 ; andthe hardness 2. The analysis corresponded 
with AgAu,Te,. OC. Gastaldi gave (Au,Ag),Te;. In view of the variations in the com- 
position of sylvanite, both C. Palache, and E. 8S. Simpson consider goldschmidtite to be 
identical with sylvanite. 
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F. A. Genth found a pale bronze-yellow, massive, indistinctly crystalline mineral 
in Calaveras Co., California, and in the Red Closed Mine of Colorado ; he called it 
calaverite. Analyses were reported by A. Carnot, F. A. Genth, W. F. Hillebrand, 
R. W. E. Maclvor, A. G. Holroyd, P. Krusch, E. H. Liveing, W. Lindgren and 
F. Ransome, 8. L. Penfield and W. E. Ford, L. J. Spencer, E. 8. Simpson, etc. The 
composition corresponds with that of krennerite, (Au,Ag)Tes, or in the idealized 
case, AuTe,. The crystals were stated by 8. L. Penfield and W. KE. Ford to be 
monoclinic with the axial ratios a@:b:c=1-6313:1:1-1449, and B=90° 13”. 
G. F. H. Smith regarded it as triclinic with the axial ratios a:b: c¢ 
= 92-0013 : 1: 1-1748, and a=83° 58’, B=100° 39’, and y=90° 19’. M. L. Huggins 
studied the electronic structure of the crystals. F. A. Genth gave 9-043 for the 
sp. gr.; E. 8. Simpson, 9-311; J. C. H. Mingaye, 9-377; and R. W. H. Maclvor, 
9-314; J. Joly observed a sublimate of tellurium monoxide occurs between 450° 
and 530°, and of dioxide between 600° and 675°. A. Beutell obtained moss gold by 
heating the telluride in a sealed tube at 350°-600°. HE. T. Wherry found the mineral 
to be a fair radio-detector. According to L. J. Spencer, when calaverite is heated 
on charcoal in the oxidizing flame of the blowpipe, the tellurium it contains is 
readily oxidized, giving rise to the flame, a bead of gold being left behind. When 
heated in a bulb-tube, calaverite gives a black sublimate of metallic tellurium, and 
a less volatile sublimate of drops of tellurous oxide (TeO,), which is yellow when hot 
and white or colourless when cold ; a yellow malleable bead of gold is not obtained 
in this way. During the cooling of the beads so obtained, either on charcoal or in 
the bulb-tube, the interesting phenomenon of recalescence was sometimes observed 
—after a red-hot bead had become dark it suddenly and momentarily again flashed 
out red and glowing. This behaviour, which was also exhibited by beads obtained 
from sylvanite, appeared to depend on the presence of a small amount of tellurium 
still remaining in the bead. H. E. McKinstry observed no effect when the mineral 
is exposed to the electric arc-light. R.G. Harvey studied the electrical resistance. 

These observations make it appear as if there are three gold tellurides: (1) 
idealized gold ditelluride, AuTe.—namely, rhombic krennerite; (2) monoclinic 
sylvanite, and (3) triclinic calaverite. All these 
minerals contain more or less silver. The thermal 
diagram for the system: Au-Te was examined by 
H. Pélabon, and more completely by G. Pellini and 
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3 HK. Quercigh, whose results are summarized in 
fo? Fig. 16. The alloys were made by direct fusion in 
an an atm. of carbon dioxide. The curve has a single 
400° eae maximum corresponding with gold ditelluride, 


AuTe,, melting at 464°; H. Pélabon gave 472° 
for the m.p.; and T. K. Rose, 452°. The curve of 
G. Pellini and EH. Quercigh shows two eutectics at 
416° with 12 at. per cent. Au, and at 447° with 
47 at. per cent. Au. There is no indication of the 
formation of solid soln. Since the ditelluride 
cannot be obtained by the action of tellurium on gold salts, it is inferred that the 
minerals have been formed by fusion processes. M. Coste’s observations on the 


microscopic appearance and the e.m.f. of gold-tellurium alloys showed the gold 
telluride. 


E. H. Liveing described a white mineral with a bismuth tinge of colour from Kalgoorlie, 
West Australia. He called it speculite. It has the perfect cleavage of sylvanite and a 
sp. gr. of 8-64. The analysis indicates 36-1 to 36-6 per cent. of gold, 3-50 to 4:45 per cent. 
of silver, and the rest tellurium. 


J. ae Berzelius reported gold hemitelluride, Au,Te, to be formed by heating gold 
sulphotelluride, AulS3.TeS,, so as to drive off the sulphur; B. Brauner 9 said that 


when the alloys of tellurium are heated to redness in a current of carbon dioxide, 
they dissociate into a mixture of the hemitelluride and gold. J. Margottet said 
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that the hemitelluride is formed when the vapour of tellurium is passed over leaf 
gold heated in the absence of air. V.Lenher was unable to prepare a gold telluride 
by heating a mixture of the two elements ; and when hydrogen telluride is passed 
into a soln. of auric chloride, gold is precipitated. If a soln. of auric chloride be 
treated with tellurium, gold is deposited and tellurium tetrachloride is formed : 
4AuCls+3Te=—4Au+3TeCl,. Healso found that the natural tellurides—calaverite, 
sylvanite, coloradoite, kalgoorlite, and nagyagite—the gold-tellurium alloys 
behave in a similar manner. Hence, it was inferred that these tellurides are not 
to be regarded as chemical individuals. LL. Nowack observed that the alloys with 
gold and tellurium are very brittle. C. A. Tibbals found that sodium telluride 
precipitates gold and tellurium from soln. of sodium tellurate, but the substances 
formed do not appear to be of constant composition. When sodium telluride 
reacts with an excess of neutral auric chloride soln., a precipitate of metallic gold 
is formed which contains no tellurium. This may be due to one of two reactions, 
vz. a telluride of gold may be formed which at once reacts with the excess of nitric 
chloride, reducing it in a manner similar to the action of the natural tellurides ; or 
the sodium telluride may act simply as a reducing agent toward the auric chloride 
according to the equation: 2AuCl3;+Na,Te=2NaCl+TeCl,+2Au. A. Brukl 
obtained auric telluride, Au,Te3, by the action of hydrogen telluride on an ethereal 
soln. of auric chloride since in aq. soln. the compound is decomposed. The black, 
flocculent telluride is soluble in soln. of ammonium hydrotelluride and sodium 
telluride, and only slightly soluble in soln. of ammonium sulphide or sodium sul- 
phide. Non-oxidizing acids are without action, but nitric acid dissolves the 
tellurium and leaves the gold behind. 

The mineral hessite, in the idealized case, is silver hemitelluride, Ag,Te, but it is 
nearly always auriferous, and to distinguish the two, J. F. L. Hausmann called the 
former Tellursilber and the latter, Tellurgoldsilber ; and W. Haidinger proposed to 
call the auriferous varieties petzite—after W. Petz. The analyses and occurrences 
are included in the description of hessite. Like hessite it crystallizes in the cubic 
system. ‘The idealized mineral can be regarded as gold hemitelluride, Au,Te, 
actually it is a silver gold hemitelluride, (Au,Ag),Te. J. Joly found that a sub- 
limate of tellurium dioxide is formed at 750°. E. T. Wherry found the mineral to be 
a poor radio-detector. According to L. J. Spencer, when heated on charcoal in 
the oxidizing flame of the blowpipe, petzite produces only slightly the bluish-green 
coloration of the flame and the dense white fumes characteristic of tellurium ; only 
when fused with sodium carbonate does it give a white malleable bead, and this 
when placed in nitric acid becomes yellow. Calaverite and sylvanite, on the other 
hand, are much less stable, and are readily converted into a bead of gold by simply 
heating on charcoal in the oxidizing flame; this, however, takes place much more 
readily with calaverite than with sylvanite, since the latter contains more silver in 
combination with the tellurium. H. E. McKinstry observed no effect by exposing 
the mineral to the electric arc-light. According to F. Zambonini, the analyses of 
krennerite fall into two groups: those containing but little silver and with the 
ditelluride formula (Au,Ag)Te;; and those containing about 20 per cent. silver, 
which have the monotelluride formula (Ag,Au)Te. Crystals of the former group 
are identical with the orthorhombic krennerite ; and those of the latter group are 
taken to represent a distinct species for which the name muthmannite—after 
W. Muthmann—was proposed. Analyses by A. Schrauf, 8. Koch, R. Scharizer, 
_ and C. Gastaldi agree with the formula for silver gold monotelluride, (Au,Ag)Te, 
or in the idealized case, gold monotelluride, AuTe. Externally, muthmannite 
resembles krennerite, but the imperfect crystals are tabular and often elongated in 
one direction, parallel to which direction there is a perfect cleavage. The colour 
is very pale brass- yellow, but on a fresh cleavage, greyish-white. A. D. Alvir 
described a gold silver telluride from Antamok, Philippine Islands, which he called 
antamokite. 

M. Berthelot and C, Fabre 1° obtained calcium telluride, presumably ele, by 
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heating calcium tellurite with carbon in a current of hydrogen. It is decomposed 
by acids with the evolution of hydrogen telluride, rapidly if the telluride is powdered, 
and slowly ifit beinlumps. M. Berthelot and C. Fabre obtained strontium telluride 
in a similar way; and also barium telluride. F.A. Henglein and R. Roth could 
not make the alkaline earth tellurides by the methods they used for the selenides. 
M. Haase gave 4°87 for the sp. gr. and 54-41 for the mol. vol. of calcium telluride ; 
respectively 5-22 and 41-21 for strontium telluride; and respectively 5-51 and 
48-08 for barium telluride. The X-radiograms show that the space-lattices of 
calcium and strontium tellurides have the sodium chloride structure with a re- 
spectively 3-20 A., and 3:34 A. V. M. Goldschmidt gave a=6-343 A. for calcium 
telluride, and I. Oftedal, a=6-345 A., while M. Haase gave a=6-82 to 6:86 A. 
for barium telluride, 6:48 A. for strontium telluride, and 6-1 A. for calcium 
telluride. He also gave for the ionic distances 3-05 A. for calcium telluride, 
3:26 A. for strontium telluride, and 3-41 A. for barium telluride. L. Pauling dis- 
cussed the structure. K. Spangenberg found the crystal structure of barium 
telluride to be of the sodium chloride type with a density of 7-593. He also found 
the index of refraction and the mol. refraction to be respectively 2:51, and 22-04 
for calcium telluride; 2-408, and 25-39 for strontium telluride; and 2-440, and 
29-94 for barium telluride. I. Oftedal discussed the lattice constants of calcium 
telluride. M. Haase found the index of refraction for the D-line to be between 2-51 
and 2-58 for calcium telluride ; and for the Tl-, D-, and C-lines respectively 2-460, 
2-448, and 2-367 for strontium telluride, and 2-520, 2-440, and 2-379 for barium 
telluride. For the mol. refraction of calcium, strontium, and barium tellurides, he 
gave respectively 21-99, 24-38, and 29-95. EF. Wohler prepared beryllium telluride, 
as a grey powder, by heating a mixture of the two elements. Combination occurs 
without incandescence ; and the cold product gives off hydrogen telluride when 
treated with water. W. Zachariasen gave a=5-615 A. for the side of the face- 
centred lattice of beryllium telluride. M. Berthelot and C. Fabre obtained mag- 
nesium telluride, presumably MgTe, by heating magnesium in the vapour of tellurium 
carried by a current of hydrogen. If a mixture of tellurium and magnesium be 
heated to dull redness, a reaction sets in with explosive violence. W. Zachariasen 
found that while magnesium oxide, sulphide and selenide have the sodium chloride 
structure, magnesium telluride has the wurtzite space-lattice with side a=4-52 A.., 
c=7°33 A., and a:c=1: 1-622; the calculated density is 3-86, and the shortest 
distance between the magnesium and tellurium atoms is 2°76 A. M. Haase gave 
26-83 for the mol. vol. K.Spangenberg found the index of refraction to be 3-05, and 
the mol. refraction 29-94 ; while M. Haase gave 3-50 for the index of refraction for 
the D-line. White, flocculent magnesium telluride quickly turns brown when 
exposed to air, it dissolves in water forming a purple-red soln. if the water is only 
slightly aérated, but if the water is charged only with nitrogen, the aq. soln. is 
colourless. Acidulated water acts on the telluride with the evolution of hydrogen 
telluride. L. Moser and K. Erth prepared magnesium telluride, as a brown sintered 
mass, by distilling tellurium at a low press. over finely-divided magnesium. 
D. M. Liddell made it by dropping tellurium into molten magnesium. According — 
to A. Hilger, and K. B. Heberlein, an ammoniacal soln. of a magnesium salt in the 
presence of an aq. soln. of an alkali telluride gives a precipitate of ammonium 
magnesium telluride. 

J. J. Berzelius 41 found that when a mixture of zinc and tellurium is heated 
union occurs with incandescence, and a grey porous, crystalline mass is produced 
which is not soluble in dil. sulphuric acid or cone. hydrochloric acid. J. Margottet 
obtained zine telluride, ZnTe, by heating a mixture of the component elements ; 
and C. A. Tibbals obtained it in a similar way. M. Kobayashi found that alloys 
of tellurium and zinc furnish af.p. curve, Fig. 17, which shows the existence of only 
one compound, ZnTe, with a maximum at 1238-5°. The two eutectic points 
practically coincide with the m.p. of the pure components. The f.p. curve falls 
steadily from the compound to tellurium, but alloys richer in zinc lose zine so rapidly 
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by volatilization that it is not possible to determine the course of the curve, 
although the zine eutectic arrest is well marked. H. St. C. Deville and L. Troost 
obtained cubic crystals of the telluride by passing hydrogen over zinc telluride 
heated to bright redness. L. Moser and K. Erth prepared zinc telluride, as a pale 
brown mass, stable in air, by distilling tellurium at a low press. over finely-divided 
zinc. HK. Kordes studied the eutectic. M. Kobayashi obtained the telluride as a 
mass of microscopic needles of sp. gr. 5-54 at 18°. W. Zachariasen found that the 
X-radiograms indicate that the cubic space-lattice, of the zinc blende type, has four 
mols. per cell ; the edge-length of the cells is 6-07 A.; and the calculated density 
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Fic. 17.—Freezing-point Curve of Fia. 18.—Freezing-point Curve of 
the System: Zn—Te. the System: Cd-Te. 


is 5-72. By a double decomposition of soln. of sodium telluride and zinc acetate 
in acetic acid soln., C. A. Tibbals obtained a yellowish-brown precipitate of the 
monohydrate, ZnTe.H,O ; this turns brown when dried. The compound was also 
prepared by A. Brukl. F. Henglein gave 29-5 for the mol. vol. M. L. Huggins 
studied the atomic structure of the crystals. W. Zachariasen gave a=6-089 A. 
for the side of the face-centred lattice. It is decomposed by dil. hydrochloric acid ; 
it 1s oxidized by nitric acid; and unaffected by dil. sulphuric acid; it gives the 
dark red anhydride when heated out of contact with air. C. Fabre gave 37-22 
Cals. for the heat of formation of the crystalline telluride. 

A. Oppenheim obtained impure cadmium telluride, CdTe, by heating cadmium 
tellurite or tellurate to redness in a current of hydrogen. The black powder yields 
a porous, grey mass when heated more strongly. J. Margottet prepared this 
compound by melting together eq. proportions of the two elements at 500°, and 
subliming the product slowly in a current of hydrogen. M. Kobayashi made alloys 
by fusing mixtures of the two elements in glass or porcelain tubes in an atm. of carbon 
dioxide. The f.p. curve, Fig. 18, has a maximum at about 1041°, corresponding 
with the compound TeCd, but it is not possible to prepare this compound in a pure 
condition under ordinary press., owing to the volatility of cadmium. The two 
eutectic points lie so near to the f.p. of cadmium and tellurium respectively as to be 
indistinguishable from them. W. Zachariasen found that the X-radiogram agrees 
with a cubic space-lattice, containing four mols. per cell which is of the zinc blende 
type with the edge-length of the cell 6-41 A.; and the density, 6:06. W. Hartvig also 
said that the space-lattice is of the zinc blende type. C. A. Tibbals, and A. Brukl 
obtained the telluride by treating a soln. of cadmium in acetic acid with sodium 
telluride. M. L. Huggins studied the atomic structure of the crystals. C. Fabre 
gave for the heat of formation: (Cd,Te)=20 Cals. C. A. Tibbals said that the 
chestnut-brown precipitate dries almost black ; it is easily oxidized by moist air ; 
and is very resistant towards acids ; nitric acid alone attacksitin the cold. A. Brukl 
observed no sign of the complex 2CdTe.CdCly. 

F. A. Genth 12 described an iron-black mineral which occurs at Keystone, 
Colorado, and which he called coloradoite. The analysis was made on impure 


52 ‘ INORGANIC AND THEORETICAL CHEMISTRY 


samples, but the results were taken by F. A. Genth, and C. F. Rammelsberg to 
indicate that idealized coloradoite is mercury monotelluride, HgTe, mixed with 
native tellurium. E.S. Simpson analyzed a sample from West Australia and gave 
the representative formula Hg,Tesg ; but L. J. Spencer found that selected samples 
of homogeneous material from the same locality gave results in agreement with 
the monotelluride formula. L. Rivot, and G. A. Kenngott described impure mercury 
telluride from Chili: and W. F. Hillebrand, from California. The mineral occurs 
massive and granular. L. J. Spencer thus described the minera] from West 
Australia. It is iron-black, opaque, with a bright metallic lustre, an excellent 
conchoidal fracture, but no indication of cleavage. W. Zachariasen found that the 
X-radiogram of the monotelluride agrees with a cubic space-lattice, of the zinc 
blende type, with four mols. per cell; the edge-length of the cell is a=6-36 A. ; 
and the calculated density is 8-42. F. de Jong found a=6-43 A.; density 8-20; 
and the distance between the mercury and tellurium atoms 2:78 A. M. L. Huggins 
studied the atomic structure of the crystals. The mineral is brittle and extremely 
friable. W.M. Davy and C. M. Farnham studied the etching of polished surfaces 
of the mineral. For impure samples, F. A. Genth gave 8-627; and EH. 8. Simpson, 
9-21; but for more pure samples, L. J. Spencer gave 8-062 to 8-0O77—mean, 8-07. 
According to L. J. Spencer, tetrahedral cubic crystals of metacinnabarite, HgS, 
have a sp. gr. 7-81 ; those of tiemannite, 8-19; but coloradoite, instead of having a 
greater sp. gr. has a smaller one. F. Henglein gave 38-0 for the mol. vol. J. Joly 
observed a sublimate of tellurium monoxide occurs at 20°, and of the dioxide at 
835°. F. A. Genth gave for the hardness, 3-0; L. J. Spencer, 2-5. F. Beijerinck, 
and R. D. Harvey said that it is a good conductor of electricity ; and H. T. Wherry 
found it to be a fair radio-detector. P. I. Wolf and J. M. Hyatt studied the Hall 
effect with tellurium amalgams. L. J. Spencer said that when coloradoite is 
heated on charcoal, it readily fuses and colours the flame bright. bluish-green, emits 
dense white fumes, and in a very short time completely disappears. In the closed 
tube it fuses with spluttering to a black globule, and gives a sublimate of globules of 
mercury and a much less volatile sublimate of drops of tellurous oxide, the latter 
being yellow when hot and white or colourless when cold; with a larger fragment 
of material a black sublimate of metallic tellurium is also obtained. | 
Both M. H. Klaproth, and J. J. Berzelius noted the ease with which tellurium 
amalgamates with mercury, and they prepared tin-white, and granular tellwrium 
amalgams ; and G. Pellini and C. Aureggi found 
that mixtures of mercury and powdered tellurium 
react readily on heating with development of a - 
considerable amount of heat. When 66 at. per 
cent. or more of tellurium are present, the mixture 
fuses completely, whilst mixtures less rich in tellu- 
rium decompose at a high temp. with liberation 
of mercury. The solidification curves of mixtures 
containing from 60 to 65 at. per cent. of tellurium 
exhibit a eutectic temp. halt at about 410°, Fig. 19. 
The form of the curves indicates the existence ot 
a mercuric monotelluride, which, however, melts 
with decomposition at the ordinary press., its upper 
limit of stability being about 550°. The eutectic 
00S Fe a yo 1e+HgTe corresponds with 87 at. per cent. of 


Atomic per cent.Hg tellurium, and has a distinctly crystalline appear- 
Fig. 19.—Freezing-point Curve  9¢€- Tellurium dissolves only slightly in mercury. 
of the System: HgTe. When triturated in a mortar at the ordinary temp., | 


mercury and tellurium yield a greyish-white paste 
with a metallic lustre, from which, after a long time, or by gently heating, the 
monotelluride may be isolated. A. C. Vournasos obtained the monotelluride by 
heating the constituents under melted paraffin. J. Margottet found that the 
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vapours of the two elements at about 800° unite with a small explosion, with the 
evolution of heat. The black powder which is formed suffers a little dissociation 
at 360°. F. Krafft and R. E. Lyons obtained the telluride by the action of 
tellurium dichloride on mercury phenide. C. A. Tibbals observed that sodium 
telluride soln. precipitates from mercuric chloride soln., a grey substance, which 
changes first to a yellow and then to a red colour, and finally to a homogeneous 
light brown. The final product is mercurous chloride, and tellurium is found 
to be dissolved in the soln. Mercuric telluride is probably formed at first, but 
subsequently reacts with the excess of mercuric chloride reducing it to mercurous 
chloride with the formation of tellurium chloride. A. Brukl obtained it by the 
action of hydrogen telluride on soln. of mercuric salts. Mercury monotelluride is 
not stable in air, but readily decomposes into its components. It is a little soluble 
in a mixed soln. of sodium sulphide and hydroxide, but not in ammonium sulphide ; 
it is a little soluble in a soln. of ammonium hydrotelluride. Mercuric chloride soln. 
are reduced. Mercuric telluride is easily oxidized by nitric acid, and acids decom- 
pose it into its elements without forming hydrogen telluride. A. Brukl could not 
prepare mercurous telluride, Hg.Te, by the action of hydrogen telluride on a soln. 
of a mercurous salt The product is a mixture of tellurium and mercury. 

E. I. Pittman described an iron-black mineral from Kalgoorlie, West Australia, and he 
called it kalgoorlite. The analysis corresponded with HgAu,Ag,Te, ; and the sp. gr. was 
8-791. E. 8. Simpson, and L. J. Spencer‘also analyzed a sample with results in agreement 
withthis. A. Carnot previously applied the term kalgoorlite to a mercurial petzite from the 
same locality. T. A. Richard, and E. H. Liveing regarded it as a mixture of petzite and 
coloradoite ; and this was proved to be the case by L. J. Spencer—thus, HgAu,Ag,Te, 
=HegTe(coloradoite)+2Ag,AuTe,(petzite)+Te. H. E. McKinstry observed no effect 
when the mineral is exposed to the electric arc-light. A. Carnot also described a mineral 
from the East Coolgardie gold field, West Australia, as a sesquitelluride of gold, silver, and 
mercury, (Au, Ag, Hg, Cu, Ie, Sb),Te;, or (Au, Ag, Hg),Te;. It was called ecoolgardite. 
The analyses differ widely, and L. J. Spencer showed that coolgardite is probably not a 
distinct, homogeneous individual, but rather a mixture of coloradoite, calaverite, petzite, 
and. sylvanite. 

H. Moissan 18 observed that boron does not combine with tellurium to form 
a boron telluride. EF. Wohler prepared presumably normal aluminium telluride, 
AloTes, by heating a mixture of the 
powdered elements; a vigorous reaction 
sets in, with incandescence. M. Chika- 
shige and J. Nosé made a similar ob-  G-eystats+L 
servation. C. Whitehead said that this 
telluride is formed when variable quanti-  c-crystals+L 
ties of the two elements are melted 


together. D. M. Liddell made the tellu- gy ejprz; 
ride by dropping tellurium into molten Pri 
aluminium. R. de Forcrand and + serge | 


H. Fonzes-Diacon inflamed a mixture 
of the powdered elements by means of 
a piece of magnesium ribbon. M. Chika- 
shige and J. Nosé studied the f.p. curve 
of the mixtures, and their results are 
summarized in Fig. 20. The f.p. curve on the tellurium side shows the formation 
of the normal telluride Al,Te3, of m.p. 895°. This telluride forms mixed crystals 
with tellurium, the series extending from the pure compound (12-4 per cent. by 
weight of aluminium) to a mixture which contains 4-4 per cent. of aluminium. On 
cooling, the a-mixed crystals undergo transformation into 6-mixed crystals. The 
temp. at which this conversion takes place diminishes with increase in the tellurium 
content, and for the sat. a-mixed crystals falls to 541°. The 6-mixed crystals 
and tellurium co-exist at the eutectic temp. 414°, the eutectic mixture containing 
2-8 per cent. of aluminium. L. Moser and K. Erth prepared aluminium telluride 
as a blackish-brown, amorphous mass, by passing the vapour of tellurium,. under 


Mixed crystals Per cent. Al 


Fig. 20.—Freezing-point Curves of Mix- 
tures of Aluminium and Tellurium. 
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reduced press., over finely-divided aluminium. A. L. Pocock and co-workers dis- 
cussed the preparation of Al-Te-alloys. The telluride may appear as a black, brittle 
mass with a metallic appearance, or it may be a chocolate-brown powder. It smells 
of hydrogen telluride, and gives off that gas vigorously when treated with water 
or in contact with moist air: Al,Te3+3H,0=3H.Te+Al,0O,. L. Moser and 
K. Erth also said that aluminium telluride decomposes in air forming hydrogen 
telluride ; and they recommended the dropping of aluminium telluride into dil. 
acid as a mode of preparing hydrogen telluride. G. Natta studied the action of the 
telluride on alcohols and ethers. The f.p. curve of mixtures of aluminium and 
tellurium on the aluminium side of the Al,Tes-curve is terminated by a eutectic 
point, in which the telluride and aluminium co-exist in equilibrium. The eutectic 
mixture contains 97 per cent. of aluminium and the eutectic temp. is 621°. The 
conglomerates, consisting of the telluride or aluminium and the eutectic, undergo 
transformation when the temp. has fallen to 551° with the formation of aluminium 
pentitatelluride, Al-Te, according to the equation: Al ,Tes+13Al=3AI1,Te. The 
compound Al;Te is less readily decomposed, but hydrogen telluride is liberated in 
contact with water, the reaction being possibly represented by Al;Te+H,0+ 0, 
=TeH,+Al,03,+3Al. F. T. Sisco and M. R. Whitmore studied some ternary alloys 
of aluminium, copper, and tellurium. 

According to C. Renz,14 indium and tellurium unite with incandescence when the 
mixture is heated forming, presumably, indium telluride, In,Tes. According to 
H. Pélabon, tellurium unites with thallium when 
the two elements are melted together, forming 
thallium hemitelluride, Tl,Te, when more than 
24 per cent. of Tl is present. A. Brukl prepared 
Bat this telluride by the action of hydrogen telluride 
aed on an ammoniacal soln. of a thallous salt. It is 
RIN easily decomposed, and gives hydrogen telluride 
Het 


500° 


with acids. C. Fabre gave 12-24 for the heat of 


/00° formation of crystallized thallous telluride. G.Tam- 
Ore 320. FO ~ 605, 805” 100 : : me 

esa ie mann studied the chemical activity of the alloys. 

Fic. 21.—Freezing-point Curve his compound melts at 412°, and as the proportion 


of the System: Tl-Te. of thallium diminishes, the m.p. curve rises to a 
maximum at 422°, corresponding with the com- 
pound thallium pentitatritelluride, Tl,;Tes;, or Tl,Tes.9Tl,Te. The curve then falls 
to a minimum at 214° representing, presumably, the eutectic mixture 2T1+5Te ; 
and it finally rises to 452°, the m.p. of tellurium alone. M. Chikashige’s f.p. curve, 
Fig. 21, shows only a single maximum at 428° corresponding with thallium tritadi- 
telluride, Tl,;Te,, and the break in the curve at 305° and 40-5 per cent. of tellurium 
corresponds with thallium monotelluride, TITe. The eutectic point lies at 200° 
and 58-5 per cent. Te. The alloys separate into two liquid layers between the limits 
1-5 and 24 per cent. Te at 393°. Solid soln. are formed only by the compound 
Te, Tl with 5:5 per cent. of thallium. This compound is very brittle, whilst the 
compound TeTl, which forms long needles, is much less so. 

According to A. Stock and H. Blumenthal,!5 when an arc is formed under carbon 
disulphide between a tellurium cathode and a graphite anode the tellurium is 
rapidly vaporized, and condenses, for the most part, in the form of a fine black 
powder. At the same time the carbon disulphide becomes yellow to brownish-red 
in colour, and acquires a penetrating, very disagreeable odour. On exposure to 
daylight, the filtered soln. soon, and in direct sunlight immediately, deposits a black 
precipitate. If the yellow soln. is concentrated by evaporation on the water-bath, 
and then heated in a sealed evacuated tube at 175° for forty-eight hours, a greyish- 
black deposit is obtained, the carbon disulphide not being affected. Analyses 
agreed with the assumption that the unstable compound dissolved in carbon 
disulphide, and which is readily decomposed by exposure to light or heat, is carbon 
ditelluride, CTe,. On evaporating the yellow soln. in carbon disulphide, it leaves 
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a viscid, brown residue, which will again dissolve to a yellow soln. if immediately 
treated with the solvent, but otherwise becomes solid and greyish-black in a few 
seconds, decomposing into carbon and tellurium. The same soln. at —100° gives 
glistening, brown crystals, which dissolve on slightly raising the temp. The soln. 
of carbon telluride has an unbearable penetrating odour, even when so dilute as 
0-1 per cent. Smelling a somewhat stronger soln. for only a short time is enough to 
impart an intense odour of garlic to the breath for several days. A. Stock and 
P. Praetorius showed that the phenomena are due to the decomposition of carbon 
sulphotelluride—vde infra. There is no evidence that carbon ditelluride has been 
prepared. I. Oftedal prepared small, tabular, red 
crystals cf titanium telluride, TiTe,, by heating a 
mixture of powdered titanium and tellurium. The 
X-radiograms show that the crystals have a struc- 
ture like cadmium iodide-stannic sulphide, and 
titanium sulphide and selenide. The hexagonal 
Price, has. .¢==3°1 64,7 A.,: and, ic=6°539. A.,. or 
@:c=1:1-732. The calculated sp. gr. is 6-24. 
G. Natta, and V. M. Goldschmidt studied this O 20 FO 60. 380 ee HOO 
subject. J.J. Berzelius observed that tellurium I OR 
readily alloys with tin, and A. Ditte found that *™ 22. Freezing-point Curve 
. . ° urium. 

tin monotelluride, or stannous telluride, SnTe, 

is produced when the two elements in theoretical proportions are melted together. 
Combination occurs with incandescence as soon as the tin melts. If the matte- 
grey powder be heated to bright redness in a current of hydrogen, it forms 
a green vapour, and slowly distils. D. M. Liddell made the alloy by dropping 
tellurium into molten tin. H. Pélabon found that the f.p. curve of tin rises with the 
addition of tellurium rapidly and then more gradually until a maximum at 780° is 
attained corresponding with the monotelluride; the curve then falls rapidly to a 
minimum curve at 388°, the f.p. of the eutectic with 17 per cent. of tellurium. It 
then rises to 452°, the m.p. of tellurium. There is no sign of either Sn,Tes or of 
SnTe, on the f.p. curve. In H. Fay’s curve, the maximum for SnTe is at 769°, and 
the eutectic at 399° and 85 per cent. Te ; the other eutectic has a very low proportion 
of tellurium. In W. Biltz and W. Mecklenberg’s curve, Fig. 22, the maximum 
for SuTe is at 800°, and a eutectic at 404° and 85 per cent. Te. M. Kobayashi 
obtained a maximum at 780°, and a eutectic at 393° with 86 per cent. of tellurium. 
Hi. Kordes studied the eutectics.. A. Brukl obtained stannous telluride, SnTe, by 
the action of hydrogen telluride on a soln. of stannous chloride. W. Harz gave 
3:07 x 1012 for the vibration-frequency. W. Haken’s observations on the electrical 
conductivities of the alloys are summarized in Fig. 23; and his observations on the 
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thermoelectric powers are summarized in Fig. 24. Well-dipped breaks occur 
corresponding with the monotelluride. Between 55 and 100 per cent. of Sn, the 
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thermoelectric power curve is a straight line of small slope. N. A. Puschin observed 
that the grey alloys of tellurium and tin are brittle, and that the electrode potential 
difference with the cell Sn | N-H,SO, | SnTe, has a break corresponding with the 
monotelluride, as shown in Fig. 25. The observations of K. Honda and T. Sone on 
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the magnetic susceptibilities of the solid and liquid alloys, are summarized in Fig. 26. 
The curve consists of two straight lines which intersect at the concentration corre- 
sponding with the monotelluride. H. Endo also studied the magnetic properties 
of the alloy. A. Ditte said that when the monotelluride is heated with a cone. soln. 
of alkali sulphide, tellurium sulphostannate is not formed, but tellurium separates 
in fern-like, rhombohedral plates. A. Brukl made stannic telluride or tin ditelluride, | 
SnTe,, by the action of hydrogen telluride on a soln. of a stannic salt. The black 
flocculent precipitate is insoluble in water, but it readily dissolves in soln. of 
ammonium sulphide, or of alkali hydroxide. The latter soln. is red, but it becomes 
colourless in air with the separation of a grey powder. It is decomposed by dil. 
acids. G. Tammann studied the chemical activity of the Se-Te alloys. 

G. Rose 16 obtained a mineral from Altai, Urals, which he described as a telluride 
of lead; and it was called altaite by W. Haidinger. F. S. Beudant employed 
J. J. N. Huot’s term for nagyagite, namely, 
elasmose. HH. Louis described its occurrence at — 
Choukpazat, Upper Burma; I. Domeyko, in Con- | 
dorriaco, Chili; C. A. Stetefeldt, and F. A. Genth, 
in Calaveras Co., California; W. T. Schaller, 
Tuolumne Co., California; F. M. Endlich, and 
F. A. Genth, at Goldhill, Colorado; F. A. Genth, 
in Gaston Co., North Carolina; G. C. Hoffmann, 
in Kootanie, and Yale, British Columbia; A. des 
Cloizeaux, Bontddu, North Wales; and L. J. Spen- 
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: cer, and E.8. Simpson, Kalgoorlie, West Australia. 

0 2 # 60 & /00 Analyses of altaite were reported by G. Rose, 
Fer cent. Fb H. Louis, F. A.Genth,G. C. Hoffmann, W. T. Schal- 

Fre. 27.—Freezing-point Curve ler, and EK. 8. Simpson. The results agree that 
of Lead and Tellurium. altaite is a lead monotelluride, PbTe, in which a 


little silver may replace lead, and a little sulphur 
or selenium: may replace tellurium. The mineral usually occurs massive, rarely 
in cubes. 

J. J. Berzelius observed that lead and tellurium readily form alloys when a~ 
mixture of the two elements is melted. “H. Fay and C. B. Gillson added tellurium 
to lead melted under a layer of charcoal; and W. Haken melted the mixture in 
hydrogen gas. D. M. Liddell made the alloy by dropping tellurium into molten 
lead. Alloys were also made by M. Dreifuss, N. A. Puschin, C. A. Tibbals, H. Péla- 
bon, A. C. Vournasos, and M. Kimura, J. Margottet said that union occurs at 
about 500°, and is attended by the evolution of heat and light. C. Fabre made the 
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monotelluride by passing the vapour of tellurium, in a current of nitrogen, over 
heated lead. C. A. Tibbals obtamed PbTe by heating Pb,Te3 to redness; and 
A. Brukl, by adding sodium telluride to a soln. of a lead salt. According to 
H. Pélabon, the f.p. curve has a maximum at 860° corresponding with the mono- 
telluride and a eutectic at 452° with 9-5 at. per cent. of tellurium. H. Fay and 
C. B. Gillson added that the lead easily becomes supersaturated with respect to lead 
telluride, which separates out at the higher f.p., and the lower f.p. then corresponds 
with the solidification of the lead. When still more tellurium is present, lead 
telluride again separates at the higher temp., but the lower f.p. corresponds with the 
complete solidification of the alloy, which is an eutectic of lead telluride and tellurium. 
According to M. Kimura, the f.p. curve is of the simple type, Fig. 24, with only one 
compound, PbTe, melting at 904°; there is a eutectic at 412° with 24 per cent. of 
lead; the other eutectic is practically coincident with pure lead. A. Mazzucchelli 
and A. Vercillo did not obtain a definite lead telluride by the action of lead on © 
tellurium tetrachloride. KE. Kordes studied the eutectics. 

The colour of altaite is tin-white, with a yellowish tinge tarnishing to bronze- 
yellow. The cleavage is cubic. According to N. A. Puschin, the tellurium-lead 
alloys are grey and crystalline, with a fine-grained fracture. H. Fay and C. B. Gill- 
son said that the microstructure shows a eutectic interspersed with crystals of lead 
or tellurium according to which is present in excess; and M. Kimura found the 
microstructure to be in accord with the thermal diagram. OC. H. Green studied the 
Pb-Te eutectics. W.M. Davy and C. M. Farnham examined polished and etched 
surfaces of altaite. L. 8S. Ramsdell found that the X-radiogram showed that the 
face-centred space-lattice is like that of galena; with a=6-34 A. L. Pauling dis- 
cussed the lattice-structure. G. Rose gave 8-16 for the sp. gr. of altaite; F. A. Genth, 
8-060 ; G. C. Hoffmann, 8-081; and E. 8. Simpson, 8-223. F. Henglein gave 40-7 
for the mol. vol. H. Fay and C. B. Gillson found that alloys with over 50 per cent. 
of tellurium are very brittle; and that their hardness increases as the proportion 
of tellurium increases. According to P. Saldau, the curve of hardness for the 
system Pb-Te shows for the compound PbTe (altaite) a hardness of 31-85 kg. per 
sq. mm. considerably in excess of that of either of the components (Pb 3-92, Te 
18-43 ke. per sq. mm.). The maximum degree of hardness (33-58 ke. per sq. mm.) 
corresponds with a content of Te 49-8 at. per cent. In the system PbTe-—Pb, lead 
telluride enters into solid soln. only to a limited 
extent, whilst in the system PbTe-—Te it fails to 
do so. The m.p. given by H. Pélabon is 860° ; 
and by M. Kimura, 904°. J. Margottet observed 
that volatilization occurs at a bright red-heat, 
and cubic crystals deposit in the cold part of | 
the tube. J. Joly observed that a sublimate of : 
tellurium dioxide occurs with altaite at 710° to 
850°. C. Fabre gave 11-429 Cals. for the heat 
formation. EK. T. Wherry found altaite to be 
a poor radio-detector ; R. G. Harvey studied 
the electrical resistance; and T. W. Case ob- 
served that light has no measurable effect on : 
the electrical resistance of altaite. W. Haken PL OOO > GO! 0 
found that the thermal e.m.f. of the lead- : Fi oe Te ‘ee 
tellurium alloys is a minimum, —70 microvolts, F!¢ Se eee arte tt 
with the monotelluride. N. A. Puschin mea- (aks Po rmmee 
sured the potential difference with the cell Pb | N-Pb(NOs3)2 | PbTe,, and found 
a marked break corresponding with the monotelluride ; thus, 

At.percent.Te . 15 33 46 50 66 100 

P.D. in millivolts . 0 50 176 482 485 585 
H. Endo, and K. Honda and T. Sone measured the magnetic susceptibility of the 
solid and liquid alloys, and their results are summarized in Fig. 28. H. Endo also 
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studied the magnetic properties of the alloys. H. Fay and C. B. Gillson found that 
chlorine passed over the heated alloy forms tellurium tetrachloride which can be 
distilled off ; and C. Fabre said that the heat of soln. in bromine or bromine water is 
104-76 Cals. K. B. Rogers found that altaite is decomposed when it is heated in 
the vapour of carbon tetrachloride. 3 

C. A. Tibbals found that when a soln. of sodium polytelluride is added to a soln. 
of lead acetate in acetic acid, a heavy black precipitate of hydrated lead 
hemitritelluride, Pb.Te3.4H,O, is formed. The tetrahydrate is oxidized by nitric 
acid; but is not attacked by sulphuric and hydrochloric acids; it loses water 
when heated in a current of hydrogen, fuses, and as the heat is increased, 
tellurium volatilizes leaving the monotelluride as a residue. G. Tammann studied 
the chemical activity of the lead-tellurium alloys. 

According to R. Metzner,17 dried liquid ammonia, at —15°, acts on tellurium 
tetrachloride, so as to form a yellow substance accompanied by an expansion. 
This product is a mixture of white ammonium chloride and a yellow substance. 
The solid is washed by decantation, and then with water to get rid of the last traces 
of ammonium chloride; it is then washed with dil. acetic acid, and finally with 
water. When dried in vacuo and analyzed, the composition of the lemon-yellow, 
amorphous mass agrees with nitrogen monotelluride, NTe. It explodes when 
heated to 200°, producing tellurium as a black dust. It is not attacked by water 
or dil. acetic acid ; it is insoluble in liquid ammonia ; and with potash-lye, all the 
nitrogen is evolved as ammonia. The compound was also obtained by M. Damiens. 
W. Strecker and W. Ebert said that if ammonia acts on tellurium tetrachloride or 
tetrabromide at —80°, the primary action results in the formation of a hexammine, 
and this is followed by the gradual replacement of the halogen atoms by the amido- 
group; then by loss of ammonia into imide and ultimately nitride. The ammono- 
lysis proceeds in accord with 3TeBr,+4NH3=TesBrgN+3NH,Br; 3TeBr,+8NH<, 
=TegBrgN.+6NH,Br ; and TeBr,+4NH3=TeBrN+3NH,Br. It is supposed that 
the TeN-compound is really an impure tellurium bromonitride, and that the product 
is tellurium tritatetranitride, Te,N,. The ultimate reaction is probably in accord 
with 3TeBr,+16NHs=TesN,+12NH,Br. A. Oppenheim 18 observed that a 
tellurvum phosphide, or phosphorus telluride, is produced by warming powdered 
tellurium and phosphorus in a glass tube; but the product has not been in- 
vestigated. 

A. Oppenheim 19 prepared arsenic telluride, As.Tes, as well as AsTe, in the form 
of white, brittle alloys, by melting together the constituent elements in these 
proportions ; and similarly E. C. Szarvasy and 
C. Messinger, an alloy of the composition AsgTeg. 
It dissociates when vaporized. It is insoluble in 
ordinary organic and inorganic solvents ; it is not 
attacked by hydrochloric or sulphuric acid; but 
fuming nitric acid oxidizes it to arsenic and 
tellurous acids. There is nothing here to show 
which of these products is a chemical individual, 
since by the same method, if two elements form 
eee ot - A 6 0 4 homogeneous series of alloys, an indefinitely 
‘, Tigger ‘ : large number of each compounds could be made. 
HiG- 20. Freozing-point Curve of _H. Pélabon found that the £.p. curve, Hig. 29) 

fixtures of Arsenic and “Tellu- hed . t 362° ai ore 

a Se ad a maximum a corresponding wi 

AsyTes3. This compound forms a mass of long, 
silver-white needles with a pale yellow tint. According to ©. A. Tibbals, sodium 
telluride precipitates from aq. soln. of arsenic trioxide a brown arsenic telluride 
contaminated with tellurium. Arsenic telluride was allowed to stand for several 
hrs. in contact with a conc. soln. of sodium polytelluride. The soln., after filtration, 
was dark brown in colour and it contained both arsenic and tellurium. This 
would seem to indicate the existence of telluro-compounds analogous to the 
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sulpho-salts. This salt was also prepared by A. Brukl by the action of a feebly 
acid soln. of arsenic trichloride. 

By fusing a mixture of the constituent elements in the correct proportions, 
A. Oppenheim obtained antimony telluride, Sb.Tes, as well as SbTe; but as in 
the case of arsenic, there is nothing to show that 
chemical individuals were in question. H. Pélabon 
found a maximum on the f.p. curve correspond- 
ing with Sb,Tes, and eutectics corresponding with 
dSb : 2Te, and Sb: 10Te. H. Fay and H. E. Ashley 
also observed a maximum at 629° corresponding Bop sioe 
with SboTes, and a eutectic at 421° correspond- 4-4 a 
ing with 87 per cent. Te. The observations of | : 
Y. Kimata are summarized in Fig. 30. The 
maximum at 620° corresponds with SbyTe3; and : 
there are eutectics at 540° with 28 per cent. Te, GaP OTRO” BO 
and at 420° with 89 per cent. Te.. There is no Fer cent. Te 
indication of the formation of solid soln.; but the Fre. 30.—Freezing-point Curve 
flatness of the curve near the eutectic on the of Mixtures of Antimony and 
bismuth side led. H. Fay and H. E. Ashley to es ee a 
assume that solid soln. were formed. N. 8. Konstantinoff and V. I. Smirnoff 
obtained a maximum at 622°, corresponding with SbzTes, one eutectic at 540° and 
30 per cent. Te, and the other at 424° and 89 per cent. Te. They observed no sign 


s 7P Q eee avi 
8 of : fet 
% XS oe 
2 3] Q calor Eas ea 
x. aL NN 
RET NEN 
S 3 RES 
S. GR 
At S 
S 
3 / po S 
yy 0 & 0 eee to 
Op. mf, Ol 60 100 GV a” 60 80 00 
Fer cent. Te Fer cet. Te 
Fia. 31.—Electrical Conductivity of Fia. 32.—Thermoelectric Power 
the Sb-Te Alloys. of the Sb-Te Allovs. 


of the formation of solid soln. near the antimony end, and only a small region near 
the antimony telluride. Possibly H. Fay and H. E. Ashley were misled by under- 
cooling phenomena. This salt was also prepared by A. Brukl by the action of 
hydrogen telluride on a feebly acidic soln. of : 

antimony trichloride. M. Dreifuss made some 


observations on the properties of these alloys. by 
The measurements of W. Haken on the electrical 
conductivity of the antimony tellurium alloys 1 -y2 
are summarized in Fig. 31, and of the thermo- 8& 
electric power in Fig. 32. M. Padoa observed x -03 


a maximum in the conductivity corresponding 
with Sb,Te3;. EH. Becquerel made observations 0-4) 
on this subject. The addition of antimony to 
tellurium causes a rapid decrease in the electrical 
conductivity and in the thermoelectric power ; 
both quantities pass through a minimum, and 
then rise rapidly to a maximum corresponding 
with SbyTe3. The courses of these curves between 0 and 60 per cent. Te are 
typical of alloys of two crystalline phases forming solid soln. The magnetic 
susceptibility by H. Endo, and K. Honda and T. Sone is shown in Fig. 30. 
Between 100 and 62 per cent. Te, the curve is nearly a straight line, and there 
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is then a sudden change in the direction of the curve. C. H. Green studied the 
Sb-Te eutectic. 

I. Eques a Born 2° described a mineral from Deutsch-Pilsen, Hungary, which he 
regarded as a compound of silver and molybdenum, and A. G. Werner called it 
Molybdénsilber. M. H. Klaproth, before his discovery of tellurium, said that it 
contained only sulphur and bismuth. H. Rose showed that it contains tellurium, 
bismuth and silver, with traces of selenium and antimony. J. J. Berzelius also 
showed that the mineral contains tellurium and a little selenium. A similar mineral 
was found at Riddarhyttan, Sweden, and J. Esmark obtained one from Telemark, 
Norway. A chemically different mineral was found by A. Wehrle at Schubkau, 
Schemnitz, and it was called tetradymite—from terpddvpos, fourfold, in allusion 
to the twinned crystals—J. J. N. Huot called the mineral from Deutsch-Pilsen, 
Hungary, wehrlite ; but since this term had previously been applied to a variety 
of ilvaite—6. 40, 52—G. A. Kenngott proposed the term piisenite. J. J. Berzelius 
regarded tetradymite as a compound Bi,83.2Bi,Tes (that is Bi,STe,). G. Rose 
regarded it as an isomorphous mixture of trigonal telluride and sulphide; and 
C. F. Rammelsberg grouped the natural bismuth tellurides, (i) those containing 
selenide ; (ii) those containing sulphide—e.g. tetradymite ; and (iii) those con- 
taining both sulphide and selenide—e.g. the mineral from San José, Brazil, to which 
A. Damour applied the term joséite. J. F. L. Hausmann had previously applied the 
term bornite to a Brazilian specimen, and F. 8. Beudant bornine to the specimen from 
Pilsen. The isomorphism of the bismuth sulphides, selenides, and tellurides was 
discussed by G. A. Kenngott, C. F. Rammelsberg, J. EH. Stead, P. Groth, G. Rose, 
F. A. Genth, and J. D. Dana. Owing to the variable proportions of the contained 
tellurium, selenium, and sulphur, tetradymite has been represented by the formula 
Big(8,Se,Te)z. A. G. Werner called a variety of tetradymite, Molybddnsilber, 
and I. Eques a Born, argent molybdique. W.Muthmann and E. C. Schréder applied 
the term grinlingite—after F. Griinling—to a specimen from Carrock Fells, Cumber- 
land; and 8. P. de Rubies, oruwetite to a specimen from Serrania de Ronda, Spain. 


The occurrences in Hungary were described by A. Wehrle, W. Haidinger, V. R. von 
Zepharovich, W. Muthmann and E. ©. Schréder, L. Sipécz, A. Frenzel, J. C. D6il, 
K. I. Peters, F. Posepny, and P. Partsch; in Bohemia, by F. Slavik; in Silesia, by 
M. Websky ; in England, by R. P. Greg and W. G. Lettsom, C. F. Rammelsberg, and 
W. Muthmann and E. C. Schréder ; in Russia, by K. Nenadkevie ; in Norway, by A. Erd- 
mann ; in Sweden, by A. Erdmann, and J. J. Berzelius ; in Canada, by R. A. A. Johnston ; 
in Virginia, by H. J. Burkart, C. T. Jackson, C. Fisher, and J. D. Dana ; in North Carolina, 
by F. A. Genth ; in South Carolina, by J.D. Dana; in Georgia, by H. Credner, IF’. A. Genth, 
J. D. Dana, C. T. Jackson, U. Shepard, and D. M. Balch ; in Idaho, by E. V. Shannon ; in 
Montana, Colorado, Georgia, and Arizona, by F. A. Genth, W.F. Hillebrand, and J. D. Dana; 
in Brazil; by J. F. L. Hausmann, F. von Kobell, A. Damour, P. A. Dufrénoy, and 
F. A. Genth; in Bolivia, by D. Forbes, and F. A. Genth; and in New South Wales, by 
G. W. Card, and J. C. H. Mingaye. 


The analyses may be roughly arranged in three groups: (i) those approximating 
to bismuth sulphoditelluride, Bi,Te.S, having 51 to 61 per cent. Bi; 33 to 37 per 
cent. Te; 3-6 to 5-1 per cent. 8, and up to about 2 per cent. of Se, were analyzed 
by A. Wehrle, J. J. Berzelius, J. Hauschauer, J. Loczka, W. Muthmann and 
H.C. Schréder, B. Lightfoot, A. Frenzel, M. N. Short and E. P. Henderson, K. Nenad- 
kevie, 8. Koch, C. T. Jackson, F. A. Genth, R. A. A. Johnston, J. C. H. Mingaye, 
and H. V. Shannon—these include tetradymite, and joséite ; (ii) those occurring in 
Deutsch-Pilsen, and in North America; and (iii) those bismuth tellurides which 
have 78 to 86 per cent. Bi; 6 to 16 per cent. Te; 3 to 9 per cent.S; and up to 
about 1-5 per cent. Se—e.g. joséite, (BigTes_ Sg), analyzed by A. Damour, F. A. Genth, 
and J.C. H. Mingaye, griinlingite, (BiyTeS;), analyzed by C. F. Rammelsberg, and 
W. Muthmann and E. C. Schréder, and oruetite, (Bi,TeS,), analyzed by S. P. de 
Rubies. Those which have only a small proportion of sulphur approximate to 
bismuth telluride, Bi,Te3, having 50 to 59 per cent. Bi; 46 to 49 per cent. Te; 
and up to about 0-5 per cent, each of Se and S—analyzed by F. A, Genth, D. M. Balch, 
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W. F. Hillebrand, L. Sipécz, and A. Wehrle, include wehrlite, pilsenite, and 
tellurbismuth. | 

J.J. Berzelius observed that when fused, tellurium and bismuth are miscible in 
all proportions. A. Gutbier, and K. Ménkemeyer formed all the alloys by fusing a 
mixture of the two elements in an atm. of hydrogen. 
K. Ménkemeyer found that the f.p. curve, Fig. 34, 
shows the existence of only one compound, Bi,Tes, 
which appears as a maximum at 573°; there is a 
eutectic at 261° with 99-08 per cent. Bi, and one at 
388°, with 13-91 per cent. Bi. HE. Kordes, and 
C. H. Green studied the Bi-Te eutectic. According 
to F. Korber and V. Haschimoto, thermal and 
X-ray analysis show that no compound other than 
Bi,Te; is formed in the binary system Bi-Te; Cees ite. Si naitias 4 
though there is evidence of the solubility of tellurium ao tae gb 
in this compound. ©. A. Tibbals, and A. Brukl *' ign ee Poe hs 
prepared a hydrated bismuth telluride, Bi,Tes, by AiG a 
treating a soln. of bismuth acetate with sodium telluride. This telluride is un- 
affected by hydrochloric acid or sulphuric acid in the cold, but it is decomposed by 
both when heated in the presence of the air. Nitric acid readily oxidizes it. When 
heated in hydrogen, the water is first expelled, then the telluride fuses and loses 
both tellurium and bismuth. 

In his study of the tetradymites, M. Amadori investigated the f.p. of the binary 
system: Bi,Tes and Bi,S3. He observed no evidence of the formation of bismuth 
sulphoditelluride, 2Bi,Te3.Bi,S3, analogous to natural tetradymite ; but there is a 
compound, Bi,S3.Bi,Te;—bismuth trisulphotelluride— which appears as a maximum 
at 615° on the f.p. curve, Fig. 35. It forms with bismuth telluride a eutectic at 
570° containing 3 molar per cent. Bi,S3; and with bismuth sulphide, a eutectic 
approximating to the composition andf.p. of those of Bi,Tes.Bi,83. No isomorphous 
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mixtures or solid soln. of bismuth sulphide and telluride were observed, or between 
Bi,Tez.BiyS3 and its components. M. Amadori also studied the ternary system : 
Bi-S-Te comprising the composition of the natural sulphotellurides, that is, 
Bi-Bi,Tes—Bi,83 ; but no phenomena were observed which could be attributed to . 
the formation of tetradymite, griinlingite, or jos¢ite. The single components 
Bi,BigSs, and BigTe3, and the compound BigTe;.Bi,Ss, separate from the fused 
mixtures cither in the pure state, or in simple eutectic mixtures; there is no forma- 
tion of new compounds, and no miscibility relationships between these substances. 

According to A. Gutbier, the alloys with tellurium in excess are grey and brittle 
and show a silvery lustre when fractured ; and with bismuth in excess, the alloys 
have a high metallic lustre and are not so brittle. Tetradymite occurs in foliated 
and granular masses of a steel-grey colour and metallic lustre; it also occurs in 
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small, rarely distinct, trigonal crystals with the axial ratio, according to 
W. Haidinger, a:c=1:1-5871. Twinning occurs about the (0112)-plane; and 
there are also fourlings. The acute trigonal crystals resemble hexagonal prisms ; 
and the trigonal faces may be horizontally striated. The basal cleavage is perfect. 
The cleavage plates are flexible. W. M. Davy and C. M. Farnham, and M. N. Short 
and EK. P. Henderson studied the etching of polished surfaces of tetradymite. The 

sp. gr. of the tetradymites range from 7-10 to 


8 7-58 ; griinlingite, 7-32; oruetite, 7-64 to 7-94; and 
"Ss joséite, 7-92 to 7-94. The hardness is nearly 2. 
8 K. Ménkemeyer gave 573° for the m.p. of the 
eas artificial telluride; and L. H. Borgstrém, 593°-602° 
RY for the m.p. of natural tetradymite. EH. Jannettaz 
= Fer cent Te studied the thermal conductivity. J. Joly found 
Fra. 37.—Electrical Conduc. ‘at when the mineral is heated, a sublimate of 
tivity of the Bi-Te Alloys. _ tellurium monoxide occurs between 460° and 480° ; 


and of the dioxide at 750°. A.de Gramont examined 
the spark spectrum. W. W. Coblentz found that bismuth telluride is not -photo- 
chemically sensitive. IF. Beijerinck, and R. G. Harvey observed that the mineral is 
an’ electrical conductor; and W. Haken’s measurements of the electrical conduc- 
tivity of Bi-Te alloys are summarized in Fig. 37. The effect of the formation of 
the telluride is clearly shown. A. Schrauf and E. 8. Dana found that tetradymite 
in contact with copper is thermoelectrically positive ; but griinlingite, and bismuth 
tellurium from Georgia is negative. W.Haken’s observations on the thermoelectric 
power of alloys of bismuth and tellurium are summarized in Fig. 38. EH. Becquerei 
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made observations on this subject. The presence of the telluride is clearly marked. 
K. T. Wherry said that tetradymite is a poor radio-detector. G.C. Trabacchi’s 
observations, Fig. 39, and H. Endo’s, and K. Honda and T. Sone’s observations, 
Fig. 40, on the diamagnetic susceptibility, also show sharp singularities correspond- 
ing with the telluride. C. EH. Mendenhall and W. F. Lent also made some obser- 
vations on this subject. 

A. de Castillo 21 reported a pale steel-grey or lead-grey mineral occurring in 
granular masses near the Sierra de Tapalpa, Mexico; and it was called tapalpite. 
Analyses were given by C. F. Rammelsberg, and F. A. Genth; they are not very 
concordant ; but the results agree best with the assumption that the mineral is a 
silver sulphotellurobismuthite, Ag,Bi(S,Te),. The etching of the polished mineral 
was studied by W. M. Davy and C. M. Farnham. The mineral has a sp. gr. 7-803 ; 
C. F. de Landero gave 7-395. R. G. Harvey measured the electrical resistance. 
EK. Cumenge described a fibrous mineral from the Sierra Blanca, Colorado, and it 
was named vondiestite—after M. von Diest. The analysis corresponds with silver 
gold tellurobismuthite, (Ag,Au),BiTe,, of the same type as stephanite, Ag;SbS,. 

I. Oftedal2? found that the X-radiogram of chromium telluride, CrTe,corresponds 
with a lattice of the NiAs-type with a=2-981A., c=-6-211A., and a: c=1: 1-560. 
According to C. A. Tibbals, when sodium telluride reacts with ammonium molyb- 
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date or sodium tungstate, dark, strongly coloured soln. are formed which are quite 
stable in the air. With these soln. hydrochloric acid yields black flocculent 
precipitates which contain tellurium and either molybdenum or tungsten, as the 
case may be. This is taken to mean that a telluromolybdate, or a tellurotungstate 
is formed. C.H. Weber recommended a trace of tellurium in tungsten incandescent 
filaments to make them stronger and more flexible. V. M. Goldschmidt discussed 
the structure of the crystals of molybdenum ditelluride, MoTe,, and of 
tungsten ditelluride, WTe.. 

C. A. Tibbals said that manganese telluride is formed when sodium telluride 
acts on manganese acetate in the presence of acetic acid. The light brown precipitate 
which is first formed rapidly changes toa dark green. If the acetic acid be in excess 
or if the soin. be hot, the telluride is decomposed with the formation of hydrogen 
telluride which itself decomposes and deposits tellurium upon the walls of the 
vessel above the soln.. The dark green precipitate is immediately blackened by 
exposure to air, and dil. acids decompose it very readily with liberation of hydrogen 
telluride. A. Brukl also prepared this compound. I. Oftedal prepared manganese 
monotelluride, MnTe, and obtained crystals with an X-radiogram corresponding 
with the NiAs-lattice having a=4-124 A., c=6'98 A., and a: c=:1-624 ; manganese 
ditelluride, MnTe,, was also obtained with crystals having a lattice of the pyrites 
type with a=6:943 A. V. M. Goldschmidt discussed the structure of the 
crystals. 

J. J. Berzelius prepared ferrous telluride, presumably FeTe, by reducing ferrous 
tellurite with hydrogen; and J. Margottet, and C. Fabre prepared ferrous 
telluride by the direct union of the elements in an atm. of an inert gas. L. Moser 
and K. Ertl made ferrous telluride, as a grey, metallic mass, by passing the vapour 
of tellurium, under reduced press., over finely-divided iron. It is stable in air. 
According to G. Tammann and K. Schaarwachter, the two elements begin to react 
at 435°. I. Oftedal found the composition is not exactly FeTe, and that the X-radio- 
grams correspond with hexagonal cells with a=38-800 A., and c==5-651 A. A. Brukl 
said that ferrous telluride is very sensitive to light, and is decomposed. into its 
elements. Dil. acids furnish hydrogen telluride. J. Margottet, and C. Fabre 
found that ferrous telluride dissolves in hydrochloric acid with the evolution of 
hydrogen telluride. C. Fabre gave 15-58 Cals. for the heat of formation of the 
crystalline telluride. With respect to ferric telluride, C. A. Tibbals found that 
when sodium telluride acts upon a soln. of ferric chloride acidified with acetic acid, 
a black precipitate is formed which is composed entirely of tellurium. The iron 
is reduced to the ferrous condition and the soln. contains a large amount of tellurium 
as the tetrachloride. This is in accord with the fact established by V. Lenher that 
tellurium is soluble in a soln. of ferric chloride forming ferrous chloride and 
tellurium tetrachloride. A. Brukl also obtained with ferric salts and hydrogen 
telluride a precipitate of tellurium and ferrous telluride. 

J. Margottet, and C. Fabre prepared cobalt telluride, CoTe, by the direct union 
of the elements in an inert atm.—say nitrogen. W.F.de Jong and H. W. V. Willems 
found that the X-radiogram of cobalt telluride agrees with a hexagonal lattice 
having a=3-89 A., and c=5-36 A.; and sp. gr. 8-85; I. Oftedal gave a=3-886 A., 
c=—5-360 A., and a@:c=1:1-380. J. Margottet, and C. Fabre describe cobalt 
telluride as a grey, crystalline mass of a metallic lustre; it is not attacked by 
hydrochloric or sulphuric acid ; it changes slowly in moist air; it is oxidized by 
bromine or bromine water forming cobaltous bromide, hydrobromic acid, and 
tellurous acid. The heat of formation is 15-30 Cals. C. A. Tibbals observed that 
when sodium telluride soln. acts upon soln. of cobalt acetate acidulated with acetic 
acid, a heavy black precipitate is formed which upon analysis shows the composition 
of tetrahydrated cobalt hemitritelluride, Co,Tes, 4H,O, corresponding with the 
sodium telluride, Na,Te,. Acids other than nitric have no action upon it in the 
cold. When heated in an atm. of hydrogen, Co,Tes.4H.O, loses water at about 
200°, and at a red-heat, tellurium. If the heating is continued until the weight of 
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substance is constant, the residue consists of the normal telluride, CoTe. A. Brukl 
also prepared this compound. 

J. Margottet, and C. Fabre prepared nitkal monotelluride, NiTe, by heating 
nickel in the vapour of tellurium ; they found it to consist of small reddish crystals 
with properties like those of the corresponding cobalt telluride. W.F. de Jong and 
H. W. V. Willems found that the X-radiogram agrees with a hexagonal lattice 
having a=3-95 A., and c=5-36 A.; and sp. gr. 8-55. I. Oftedal gave a=3-957 A., 
c=5'354 A., and @:c=1:1-353. (©. Fabre gave for the heat of formation 
15-10 Cals.; and W. A. Tilden found the mol. ht. to be— 


100° 200° 300° 400° 500° 600° 700° 
Mole He. hia ores 11-35 12-4] 12-92 13-15 13-28 13-35 


According to ©. A. Tibbals, sodium telluride precipitates the tetrahydrate, 
Ni, Tes.4H.O, from acetic acid soln. of nickel acetate ; it is not acted on by cold 
hydrochloric or sulphuric acid, but is readily oxidized by nitric acid ; when heated 
in hydrogen it loses water and tellurium forming the monotelluride. A. Brukl 
also prepared this compound. 

F. A. Genth 23 described a mineral from Melones Mine, Calaveras Co., California, 
and it was called melonite. W.F. Hillebrand found that it also occurs in Boulder 
Co., Colorado; and A. Dieseldorff, at Worturpa, South Australia. Analyses, 
reported by F. ue Genth, and C. F. Rammelsberg, agreed with the formula for 
nickel hemitritelluride, Ni,Te, ; and those by W. F. Hillebrand, and A. Dieseldorff, 
with nickel ditelluride, NiTe,. A. Dieseldorfft gave 7:270 to 7-403 for the Sp. Si 
and 1-0 to 1-5 for the hardness. The mineral is reddish -white, and generally occurs 
in indistinct granular and foliated particles. F. A. Genth thought that it is 
hexagonal with a marked basal cleavage. W.M. Davy and C. M. oe studied 
the etching of polished surfaces. 

N. W. Fischer 24 found that elementary tellurium acts as a roles agent 
towards soln. of platinum salts; and F. Rossler, that eq. proportions of platinum 
and tellurium unite explosively at elevated temp. forming platinum ditelluride, 
PtTe. ; and when the ditelluride is fused, platinum monotelluride, Pt'Te, crystallizes 
out. A. Brukl also obtained the ditelluride by the action of sodium telluride on 
platinum tetrachloride. According to C. A. Tibbals, a soln. of sodium telluride, 
acting upon a soln. containing platinum tetrachloride in excess, produces a heavy 
black precipitate, which is composed entirely of platinum. The tellurium is found 
in the soln. The reaction may be expressed by the equation, 2Na,Te+3PtCl, 
==4NaCi+2TeCl,+3Pt. L. Thomassen observed that platinum ditelluride has 
crystals of the cadmium iodide type with a space-lattice having a=4-010 A., and 
c=5:118A. V. M. Goldschmidt discussed the structure of the crystals. 
N. W. Fischer found that tellurium acts as a reducing agent toward palladium 
soln. in a manner analogous to its action upon silver, gold and platinum soln. 
Sodium telluride precipitates from sodium palladous chloride soln. a very finely- 
divided black precipitate of palladous telluride. This substance is not acted upon 
by hydrochloric or sulphuric acids in the cold, but is oxidized by nitric acid and 
very readily dissolved by aqua regia. A. Brukl said that platinum ditelluride is 
soluble in soln. of sodium and ammonium tellurides, and sparingly soluble in soln. of 
ammonium and sodium sulphides; it is stable towards hydrochloric acid; nitric 
acid dissolves all the tellurium and a part of the platinum. It decomposes easily 
into its elements. A. Brukl obtained palladium telluride, PdTe, by the action of 
sodium telluride on a soln. of palladous chloride, hydrogen telluride reduces the salt 
to metal. The black telluride is not attacked by dil. acids, but nitric acid oxidizes 
it readily. L. Thomassen found that the crystals of the monotelluride are of the 
nickel arsenide type with a space-lattice having a=4-127 A., and c=5-663 A. He also 
prepared palladium ditelluride, PdTe., in crystals of the cadmium iodide type having 
a space-lattice with a—4:028 A., and c=5-118A. The crystals of ruthenium 
ditelluride, RuTe., are of the pyrites type having a space-lattice with a=6-360 A., 
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whilst a product of the composition of ruthenium monotelluride, RuTe, was found 
to be a mixture of the ditelluride and the metal. Similarly, osmium ditelluride, 
OsTe,, which has crystals of the pyrite type, having the lattice parameter 
a=6'369 A.; and a product with the composition of osmium monotelluride, OsTe, 
is really a mixture of the ditelluride and metal. None of the compounds showed 


any evidence of ferromagnetism. V.M. Goldschmidt discussed the structure of 
these ditellurides, 


REFERENCES, 


1 A. Bineau, Ann. Chim. Phys., (2), 67. 231, 1838; (2), 68. 438, 1838 ; E. Wendehorst, Zezt. 
anorg. Chem., 158. 263, 1926; A. F. Hallimond, Min. Mag., 21. 480, 1928. 

2-H. Davy, Phil. Trans., 100. 16, 231, 1810; J. J. Berzelius, Schweigger’s Journ., 6. 311, 
1812; 34. 78, 1823; Pogg. Ann., 28. 392, 1833; 32. 1, 577, 1834; A. Oppenheim, Journ. prakt. 
Chem., (1), 81. 308, 1860; Beobachtungen iber das Tellur und einige seiner Verbindungen, 
Gottingen, 1857; M. Berthelot and C. Fabre, Ann. Chim. Phys., (6), 14. 103, 1887; E. Ernyei, 
Zeit. anorg. Chem., 25. 313, 1900; C. Hugot, Compt. Rend., 129. 388, 1899; L. A. Tschugaeft 
and V. G. Chlopin, Journ. Russ. Phys. Chem. Soc., 47. 364, 1915; Ber., 47. 1269, 1914; 
C. A. Kraus and C. Y. Chiu, Journ. Amer. Chem. Soc., 44. 1999, 1922; C. A. Kraus and K. H. Zeit- 
fuchs, 7b., 44. 2714, 1922; C. A. Kraus and S. W. Glass, Journ. Phys. Chem., 38. 984, 995, 1929 ; 
EK. Demargay, Bull. Soc. Chim., (2), 40. 99, 1883 ; G. Magnus, Pogg. Ann., 17. 521, 1829; F. and 
C. Heberlein, Berg. Hitt. Zig., 54. 43, 1895; A. Brinkmann, Beitrdge zur Kenntniss der Lithiwm- 
verbindungen, Erlangen, 1892; G. Pellini and E. Quercigh, Atti Accad. Lincei, (5), 19. ii, 350, 
1910; D. M. Liddell, Chem. Met. Hngg., 25. 453, 1921; C. A. Tibbals, Journ. Amer. Chem. Soc., 
31. 902, 1909; Bull. Univ. Wisconsin, 274, 1909; A Study of Tellurides, Madison, Wis., 1909. 

3 J.J. Berzelius, Schweigger’s Journ., 6. 311, 1912; 34. 78,1823; Pogg. Ann., 8. 411, 1826; 
* 28. 392, 1833; 32. 1, 577, 1834; N. A. Puschin, Journ. Russ. Phys. Chem. Soc., 89. 13, 1907 ; 
Rev. Mét., 4. 929, 1907; Zeit. anorg. Chem., 56. 9, 1908; M. Chikashige, 2b., 54. 50, 1907 ; 
G. Tammann, 2b., 118. 93, 1921 ; W. C. Roberts-Austen, Hngg., 59. 742, 1895; Proc. Inst. Mech. 
Eng., 238, 1895; B. Brauner, Journ. Russ. Phys. Chem, Soc., 15. 433, 1883; Journ. Chem. Soc. 
55. 382, 1889; Monatsh., 9. 423, 1889; Siteber. Akad. Wien, 98. 456, 1889; Journ. Russ. Phys. 
Chem. Soc., 15. 433, 1883 ; Ber., 16. 3055, 1883; B. Brauner and B. Kuzma, 1b., 40. 3363, 1907 ; 
M. L. Huggins, Phys. Rev., (2), 21. 211, 1923; J. Margottet, Recherches sur les sulfures, les 
- séléniures, et les tellurures métalliques, Paris, 1879; Ann. Ecole Norm., (2), 8. 247, 1879; Compt. 

Rend., 84. 1293, 1877; 85. 1142, 1877; C. Fabre, 1b., 105. 277, 1887; Ann. Chim. Phys., (6), 
14. 118, 1889; EF. W. Hinrichsen and O. Bauer, Mitt. Materialpriif. Amt., 25. 119, 1907 ; 
KE. Heyn and O. Bauer, Met., 3. 73, 1906; W.M. Davy and C. M. Farnham, Microscopic Examina- 
tion of Ore Minerals, New York, 35, 1920; C. Whitehead, Journ. Amer. Chem. Soc., 17. 849, 
1896; A. Brukl, Rec. Trav. Chim. Pays-Bas, 45. 471, 1924; T. Parkman, Amer. Journ. Science, 
(2), 33. 335, 1868; W. EH. Ford, 7b., (4), 15. 69, 1903; W. P. Crawford, 7b., (5), 18. 345, 1927 ; 
F. Garelli, Atti Accad. Torina, 58. 193, 297, 1923; P. Kothner, Liebig’s Ann., 319. 1, 1901; Das 
reine Tellur und sein Atomgewicht, Halle, 1901; A. Beutell, Centr. Min., 14,1919; C. A. Tibbals, 
Bull. Univ. Wisconsin, 274, 1909; A Study of Tellurides, Madison, Wis., 1909; Journ. Amer. 
Chem. Soc., 31. 902, 1909; G. von Hevesy and W., Serth, Zeit. anorg. Chem., 180. 150, 1929 ; 
E. T. Wherry, Amer. Min., 10. 28, 1925; I. Stransky, Zeit. phys. Chem., 113. 131, 1924; A. Maz- 
zucchelli and A. Vercillo, Attic Accad. Lincei, (6), 1. 233, 1925; G. P. Thomson, Proc. Roy. Soc., 
128. A, 649, 1930. 

4 A. Schrauf, Zeit. Kryst., 2. 245, 1878; A. des Cloizeaux, Manuel de minéralogie, Paris, 
320, 1893; V. Goldschmidt, Index der Krystallformen der Mineralien, Berlin, 3. 194, 1891 ; 
C. Hintze, Handbuch der Mineralogie, Leipzig, 1.1, 433, 1899 ; E.S. Dana, A System of Mineralogy, 
New York, 46, 1892; A. Stiitz, Physikalischmineralogischen Beschreibung des Gold- und Silber- 
bergwerks zu Szekerembe ber Nagyag, Wien, 153, 1803 ; Schrift. Nat. Ges. Wien, 1, 1803; S. Koch, 
Ban. Koh. Lapok, 62. 425, 449, 1929. 

5 H. Pélabon, Ann. Chim. Phys., (1), 17. 526, 1909; Compt. Rend., 143. 294, 1906; M. Chika- 
sige and I. Saito, Mem. Coll. Kyoto, 1. 361, 1916; L. Jordan, L. H. Grenall and H. K. Hersch- 
man, Trans. Amer. Inst. Min. Met. Eng., 75, 151, 1927; G. Pellini and E. Quercigh, Attic Accad. 
Lincei, (5), 19. ii, 415, 1910; E. T. Wherry, Amer. Min., 10. 30, 1925; W.M. Bradley, Amer. 
Journ. Science, (4), 38. 163, 1914; E. J. Dittus, 7b., (4), 39. 220, 1910; W. T. Schaller, Journ. 
Washington Acad., 4. 497, 1914; R. G. Harvey, Hcon. Ceol., 23. 778, 1928. 

6 G. Rose, Reise nach dem Ural, dem Altai, und dem kaspischen Meere, Berlin, 1. 520, 614, 
1837; Pogg. Ann., 18. 64, 1830; W. Petz, 1b., 57.470, 1842; H. Hess, 2b., 28. 408, 1833 ; H. Rose, 
Das krystallochemischen Mineralsystem, Leipzig, 50, 1852; K. A. Nemadkevich, Compt. Rend. 
Acad. Russ., 139, 1924; J. Frébel, Grundziige eines Systems der Krystallologie, Leipzig, 49, 1848 ; 
W. Haidinger, Handbuch der bestimmenden Mineralogie, Wien, 596, 1845; J.J. N. Huot, Manuel 
de minéralogie, Paris, 1. 187, 1848; E. F. Glocker, Handbuch der Mineralogie, Nirnberg, 439, 
1831; G. A. Kenngott, Uebersichte der Resultate mineralogischen Forschungen, Wien, 135, 1854 ; 
Sitzber. Akad. Wien, 11. 20, 1853; K. F. Peters, 7b., 44. 110, 1861; N. von Kokscharoff, 
Materialen zur Mineralogie Russlands, St. Petersburg, 2. 182, 1857; J. D. Dana, A System of 
Mineralogy, New York, 48, 1892; J. F. Ll. Hausmann, Handbuch der Mineralogie, Gottingen, 

VOL. XI. F 


66 INORGANIC AND THEORETICAL CHEMISTRY 


51, 1847; C. F. Rammelsberg, Handworterbuch der chemischen Theils der Mineralogie, Berlin, 
220, 1849; Handbuch der Mineralchemie, Leipzig, 15, 1860; P. Groth, Die Mineraliensammlung 
der Universitdt Strassburg, Strassburg, 52, 1878; Tabellarische Uebersichte der Mineralien, 
Braunschweig, 27, 1898; G. Kiistel, Oesterr. Zeit. Berg. Hitt, 21. 109, 1873; Min. Scient. Press., 
10. 306, 1865; Berg. Hitt. Zig., 25. 128, 1866; Bull. Soc. Chim., (2), 20.174, 1873 ; L. J. Spencer, 
Min. Mag., 18. 268, 1903; A. Schrauf, Zeit. Kryst., 2. 242, 1878; J. Loczka, 7b., 20. 318, 1892 ; 
J. M. Riviére, Sur la résistance électrique de quelques mélanges de tellure et @argent, et ses variations 
avec la temperature, Paris, 1911; J. Joly, Phil. Mag., (6), 27. 1, 1914; F. W. Clarke, Bull. U.S. 
Geol. Sur., 419, 1910; F. Becke, T'schermak’s Mitt., (2), 8.312, 1881; B. Silliman, Proc. California 
Acad. Nat. Science, 3. 378, 1867; A. des Cloizeaux, Manuel de minéralogie, Paris, 2. 312, 1893 ; 
I. Domeyko, EHlementos de mineralojia, Santiago, 407, 1879; Compt. Rend., 81. 632, 1875; 
A. Carnot, ib., 182. 1298, 1901; J. B. Senderens, 2b., 104. 175, 1887; L. Jordan, L. H. Grenall 
and H. K. Herschman, Trans. Amer. Inst. Min. Hng., 75. 151, 1927; F. J. Malaguti and 
J. Durocher, Ann. Mines, (4), 17. 60, 1850; F. A. Genth, Proc. Amer. Phil. Soc., 14. 226, 1874 ; 
17. 115. 1877; 24. 23, 1887; Amer. Journ. Science, (2), 45. 310, 1868; F. A. Genth and S. L. Pen- 
field, ib., (3), 43. 187, 1892; W. P. Blake, 2b., (2), 23. 270, 1857; G. J. Brush, 7b., (2), 24. 120, 
1857; C. Palache, 2b., (4), 10. 422, 1900; T. L. Walker and A. L. Parsons, Univ. Toronto Geol. 
Stud., 20, 1923; B. Brauner, Sitzber. Akad. Wien, 98. 486, 1889; Monatsh., 10. 421, 1889 ; 
Journ. Chem. Soc., 55. 382, 1889; P. Krusch, Centr. Min., 199, 1901; Zeit. prakt. Geol., 9. 211, 
1901; T. A. Richard, Trans. Inst. Min. Met., 6. 194, 1898; Trans. Acad. Inst. Min. Eng., 30. 
708, 1901; Australian Min. Standard, 19. 153, 190, 1901; Hng. Min. Journ., 65. 494, 1898 ; 
W. M. Davy and C. M. Farnham, Microscopic Examination of Ore Minerals, New York, 66, 
1920; G. Tammann, Zeit. anorg. Chem., 118. 93, 1921; HE. S. Simpson, Bull. West Australia 
Geol. Sur., 48, 1912; L. 8S. Ramsdell, Amer. Min., 10. 289, 1925; E. T. Wherry, 2b., 10. 30, 
1895 ; G. Suckow, Beitrage zur Physik, Chemie, und Mineralogie, Leipzig, 113, 1837; C. A. Tibbals, 
Bull. Univ. Wisconsin, 274, 1909; Journ. Amer. Chem. Soc., 31. 902, 1909; R. D. Hall and 
V. Lenher, ib., 24. 918, 1902; G. Pellini and E. Quercigh, Atti Accad. Lincei, (5), 19. ii, 415, 


1910; M. Chikashige and I. Saito, Mem. Coll. Kyoto, 1. 361, 1916; H. Pélabon, Ann. Chim. ~ 


Phys., (8), 17. 526, 1909; Compt. Rend., 143. 294, 1906; J. Margottet, 7b., 85. 1142, 1877; 
Recherches sur les sulfures, les sélénwures, et les tellurures métalliques, Paris, 1879; Ann. Ecole Norm., 
(2), 8. 247, 1879; P. von Jeremejeff, Proc. Russ. Min. Soc., 18. 283, 1882; K. Friedrich and 
A. Leroux, Met., 3. 371, 1906; J. A. Krenner, Termes. Kézl., 11. 380, 1879; Zeit. Kryst, 4, 
542, 1880; A. Brukl, Rec. Trav. Chim. Pays-Bas, 45. 471, 1924; G. vom Rath, Ber. Friederich. 
Ges. Bonn, 78, 1876; M. L. Huggins, Phys. Rev., (2), 21. 218, 1923; H. EK. McKinstry, Econ. 
Geol., 22. 669, 1927; T. L. Walker and A. L. Parsons, Bull. Univ. Toronto Geol. Series, 20, 1925; 
C. F. de Landero, Sinopsis mineralogica a catalogo descriptivo de los minerales, Mexico, 218, 
1888; E. V. Shannon, Journ. Washington Acad., 15. 342, 1925; H. J. Burkart, Neues Jahrb. 
Min., 485, 1873; F. von Richthofen, Jahrb. geol. Reichsanst. Wien, 11. 253, 1860; F. Osmond 
and W. C. Roberts-Austen, Phil. Trans., 187. A, 417, 1896; Bull. Soc. Enc. Nat. Ind., (5), 1. 
1136, 1896; Contribution a Vétude des alliages, Paris, 71, 1901; G. von Hevesy and W. Serth, 
Zeit. anorg. Chem., 180. 150, 1929; R. G. Harvey, Econ. Geol., 23. 778, 1928; F. Osmond, Lngg., 
66. 756, 1898; W. C. Roberts-Austen, Phil. Trans., 179. A, 339, 1888; T. Andrews, Hngg., 67. 
87, 1899; J. Arnold and J. Jefferson, 7b., 61. 176, 1896; A. de Gramont, Bull. Soc. Min., 18. 
349, 1895; Analyse spectrale directe des minéraux, Paris, 1895; F. Beijerinck, Neues Jahrb. 
Min. B.B., 11. 489, 1897; J. Joly, Phil. Mag., (6), 25. 856, 1913; L. S. Ramsdell, Amer. Min., 
10. 281, 1925; V. Rosicky, Bull. Acad. Bohéme, 13, 1908; R. Pilz, Zeit. prakt. Geol., 22. 373, 
1914; A. Beutell, Centr. Min., 14, 1919; L. Tokody, Foldt. Kozl., 58. 127, 1923; F. Henglein, 
Zeit. Elektrochem., 30. 5, 1924; Zeit. anorg. Chem., 120. 77, 1922; T. W. Case, Phys. Rev., (2), 
9. 305, 1917; N. A. Puschin, Journ. Russ. Phys. Chem. Soc., 89. 13, 1907; Rev. Met., 4. 929, 
1907; Zeit. anorg. Chem., 56. 9, 1908; A. Carnot, Compt. Rend., 182. 1298, 1901; Bull. Soc. 
Min., 24. 357, 1901; Ann. Mines, (9), 19. 580, 1901; S. Koch, Ban. Koh. Lapok, 62. 425, 449, 
1929. 

7 J. A. Krenner, Termes. Kozl., 11. 636, 1877; Wied. Ann., 11. 636, 1877; G. vom Rath, Bers 
Niederrh. Ges. Bonn, 225, 1877; Sitzber. Akad. Berlin, 292, 1877; A. H. Chester, Amer. Journ. 
Science, (4), 5. 375, 1898; R. Scharizer, Jahrb. geol. Reichsanst. Wien, 80. 604, 1888; L. Sipécz, 
Zeit. Kryst., 11. 210, 1885; A. Schrauf, 7b., 2. 236, 1878; A. Gmehling, 7b., 38. 203, 1900; Bol. 
Soc. Min. Santiago, (3), 10. 185, 1898; A. Stiitz, Phystkalischmineralgischen Beschreibung des 
Gold- und Stilberbergwerks zu Szekerembe bet Nagyag, Wien, 158, 1803; Schrift. Nat. Ges. Wien, 
1803; J. D. Dana, A System of Mineralogy, New York, 104, 1892; W.M. Davy and C. M. Farn- 
ham, Microscopic Kxamination of the Ore Minerals, New York, 1920; E. 8. Simpson, Bull. West 
Australia Geol. Sur., 42, 1912; H. E. McKinstry, Hcon. Geol., 22. 669, 1927; M. H. Klaproth, 
Beitrage zur chemischen Kenntniss der Mineralkérpen, Berlin, 3. 25, 1802; W. Petz, Pogg. Ann., 57. 
457, 1842; A. Frenzel, 7'schermak’s Mitt., (2), 17. 288, 1898; E. F. Pittman, Rec. New South 
Wales Geol. Sur., 5. 203, 1898 ; W. Phillips, Hlementary Introduction to Mineralogy, London, 328, 
1823 ; W. Haidinger, T'reatise on Mineralogy, Edinburgh, 3. 171, 1825; W.H. Miller, Introduction 
to Mineralogy, London, 637, 1852 ; M. Maryansky, Zeit. prakt. Geol., 5. 304, 1897 ; K. Schmeisser, 
ib., 7. 148, 1899; K. Schmeisser and K. Vogelsang, Die Goldfelder Australasiens, Berlin, 1897 ; 
London, 1898 ; H. A. Miers, Min. Mag., 9. 184, 1892; E. H. Liveing, Eng. Min. Journ., 75. 814, 
1913; R. G. Harvey, Hcon. Geol., 23. 778, 1928; S. Koch, Ban. Koh. Lapok, 62. 425, 449, 
1929. : 


ee ee eae ee ee ie 


TELLURIUM | 67 


8 J. J. Berzelius, Jahresb., 18. 162, 1831; M. H. Klaproth, Mem. Akad. Berlin, 50. 17, 1798 ; 
Beitrdge zur chemischen Kenntniss der Mineralkérpen, Berlin, 3. 1, 1802; London, 2. 1, 1804; 
Crell’s Ann., 1. 91, 1-798; Gilbert’?s Ann., 12. 246, 1802; A. Stiitz, Physikalischmineralogischen 
Beschreibung des Gold- und Silberbergwerks zu Szekerembe bet Nagyag, Wien, 153, 1803; Schrift. Nat. 
Ges. Wien, 1, 1803; W. Petz, Pogg. Ann., 57. 476, 1842; F. Mohs, Grundriss der Mineralogie, 
Dresden, 327, 1823; C. F. Rammelsberg, Handbuch der Mineralchemie, Leipzig, 2. 127, 1841; 
10, 1895; G. Rose, Das krystallochemischen Mineralsystem, Leipzig, 56, 1852; Hlemente der 
Krystallographie, Leipzig, 167, 1833; P. Groth, Tabellarische Uebersicht der Mineralien, Braun- 
schweig, 80, 1874; G. A. Kenngott, Sitzder. Akad. Wien, 11. 979, 1853 ; W. Phillips, Elementary 
Introduction to Mineralogy, London, 245, 1819; 327, 1823; W. H. Miller, Introduction to Mine- 
ralogy, London, 134, 1852; V. von Zepharovich, Mineralogisches Lexicon fiir das Katserthum 
—Oesterreich, Wien, 442, 1859; J. F. L. Hausmann, Handbuch der Mineralogie, Gottingen, 48, 
1847; W. Haidinger, Treatise on Mineralogy, Edinburgh, 3. 21, 1825; N. V. Kokscharoff, Bull. 
Acad. St. Petersburg, (3), 6. 537, 1865 ; Materialien zur Mineralogie Russlands, St. Petersburg, 10. 
191, 1891; A des Cloizeaux, Manuel de minéralogie, Paris, 2. 315, 1893; W. M. Davy and 
O. M. Farnham, Microscopic Examination of the Ore Minerals, New York, 1920; J. C. L. Schroder 
van der Kolk, Centr. Min., 76, 1901; E. T. Wherry, Amer. Min. 10. 30, 1925; E. H. Liveing, 
Eng. Min. Journ., 75. 814, 1903; A. Schrauf, Newes Jahrb. Min., 394, 1871; Anz. Akad. Wien, 
70, 1872; Zert. Kryst., 2. 211, 1878; J. A. Krenner, Wied. Ann., 1. 639, 1877; Termes. Fiizetek, 
1. 636, 1877 ; B. von Cotta, Berg. Hitt. Zig., 20. 155, 1861; J. D. Mathewson, 2b., 24. 374, 1865 ; 
G. Kiistel, 25. 128, 1866; 25. 128, 1866; Min. Scrent. Press., 60, 1865; Bull. Soc. Chim., (2), 
20. 174, 1873; A. von Groddeck, Die Lehre von den Lagerstatten der Hrze, Leipzig, 166, 1879 ; 
F. Beyschlag, Zeit. prakt. Geol., 4. 464, 1896 ; K. Vrba, Ber. Bohm. Ges. Wiss., 47. 1, 1894; F. von 
Richthofen, Jahrb. geol. Reichsanst. Wien, 11. 253, 1860; J. Joly, Phil. Mag., (6), 27. 1, 1914; 
H. J. Burkart, Newes Jahrb. Min., 484, 1873; B. Silliman, Amer. Journ. Science, (3), 8. 25, 1874 ; 
W. I. Hillebrand, 2b., (3), 50. 128, 426, 1895; W. H. Hobbs, 2., (4), 7. 357, 1899; C. Palache, 
—1b., (4), 10. 422, 1900; F. W. Clarke, 7b., (3), 14. 286, 1877; S. L. Penfield and W. E. Ford, 
1b., (4), 12. 225, 1901; V. Hanko, Math. Term. Tud. Eries, 6. 340, 1888; W. Lindgren and 
F. Ransome, Prof. Paper U.S. Geol. Sur., 54, 1906 ; H. HE. McKinstry, Econ. Geol., 22. 669, 1927 ; 
F, A. Genth, Proc. Amer. Phil. Soc., 14. 228, 1874; 17. 117, 1877; Amer. Journ. Science, (2), 45. 
314, 1868 ; R. Pearce, Proc. Colorado Scient. Soc., 5. 11, 1896; J.D. Dana, A System of Mine- 
ralogy, New York, 104, 1892; E. P. Jennings, Trans. Amer. Inst. Min. E'ng., 6. 507, 1877 ; 
G. C. Hoffman, Rep. Canada Geol. Sur., 101, 1890; F. C. Smith, Journ. prakt. Chem., (2), 6. 67, 
1898; A. Frenzel, T'schermak’s Mitt., (2), 17. 288, 1898 ; E. 8S. Simpson, Bull. West Australia Geol. 
Sur., 42, 1912; C. Gastaldi, Rend. Accad. Napoli, (3), 17. 22, 1911; G. T. Prior, Min. Mag., 
18. 149, 1902; L. J. Spencer, 2b., 13. 271, 1903; G. F. H. Smith, 2b., 18. 121, 1903; J. C. H. Min- 
gaye, Rec. N.S.W. Geol. Sur., 6. 1, 1898; R. W. E. Maclvor, Chem. News, 82. 272, 1900; 86. 
308, 1902; T. K. Rose, Journ. Chem. Soc., 63. 714, 1893; A. Beutell, Centr. Min., 14, 1919; 
G. Pellini and E. Quercigh, Atti Accad. Lincet, (5), 19. ii, 445, 1910; H. Pélabon, Ann. Chim. 
Phys., (8), 17. 564, 1909 ; Compt. Rend., 148. 1176, 1909 ; M. Coste, 2b., 152. 860, 1911 ; A. Carnot, 
Compt. Rend., 182. 1298, 190] ; Bull. Soc. Min., 24. 357, 1901; Ann. Mines, (9), 19. 530, 1901 ; 
P. Krusch, Centr. Min., 199, 1901; Zeit. prakt. Geol., 9. 211, 1901; A. G. Holroyd, Trans. 
Australian Inst. Min. Eng., 4. 186, 1897; M. L. Huggins, Phys. Rev., (2), 214. 211, 1923 ; 
L. Sipécz, Zeit. Kryst., 11. 210, 1885; R.G. Harvey, Hcon. Geol., 23.778, 1928; S. Koch, Ban. 
Koh. Lapok, 62. 425, 449, 1929. 

9 B. Brauner, Journ. Chem. Soc., 55. 391, 1889; V. Lenher, Journ. Amer. Chem. Soc., 24. 
355, 1902; C. A. Tibbals, 2b., 31. 902, 1909; A Study of Tellurides, Madison, Wis., 1909; Bull. 
Unw. Wisconsin, 274, 1909; J. Margottet, Ann. Ecole Norm., (2), 8. 283, 1879 ; Recherches sur 
les sulfures, les séléniures et les tellurures métalliques, Paris, 1879 ; Compt. Rend., 84. 1293, 1877 ; 
85. 1142, 1877; 105. 1294, 1887; A. Brukl, Rec. Trav. Chim. Pays-Bas, 25. 271, 1924; J. Joly, 
Phil. Mag., (6), 27. 1, 1914; W. Haidinger, Handbuch der bestimmenden Mineralogie, Wien, 
556, 1845; J. F. L. Hausmann, Handbuch der Mineralogie, Gottingen, 2. 51, 1847; W. Petz, 
Pogg. Ann., 57. 470, 1842; F. Zambonini, Zeit. Kryst., 49. 246, 1911; A. Schrauf, 7b., 2. 326, 
1878; R. Scharizer, Jahresbh. geol. Reichsanst. Wien, 30. 604, 1880; C. Gastaldi, Rend. Accad. 
Napoli, (2), 17. 24, 1911; L. Nowack, Zeit. Metallkunde, 19. 238, 1927; E. T. Wherry, Amer. 
Min., 10. 30, 1925; L. J. Spencer, Min. Mag., 13. 271, 1903; H. E. McKinstry, Econ. Geol., 
22. 669, 1927; S. Koch, Ban. Koh. Lapok, 62. 425, 449, 1929; A. D. Alvir, Philippine Journ. 
Science, 41. 137, 1930. 

10 L. Pauling, Journ. Amer. Chem. Soc., 49. '765, 1927; M. Berthelot and C. Fabre, Ann. 
Chim. Phys., (6), 14. 104, 1888; L. Moser and K. Erth, Zezt. anorg. Chem., 118. 269, 1921; 
Ff. A. Henglein and R. Roth, 7b., 126. 227, 1923; W. Zachariasen, Zeit. phys. Chem., 124. 436, 
1927; 128. 417, 1927; I. Oftedal, 7b., 128. 154, 1927; F. Wohler, Pogg. Ann., 11. 161, 1827; 
A, Hilger, Zeit. anal. Chem., 18. 133, 1874; K. Spangenberg, Naturwiss., 15. 266, 1927; 
V. M. Goldschmidt, Vid. Akad. Skr. Oslo, 1. 8, 1926; Zeit. Kryst., 69. 411, 1929; M. Haase, ib., 
65. 510, 1927; K. B. Heberlein, Beitrdge zur Kenntniss des Tellurs, Basel, 1898; Berg. Hitt. 
Zig., 54. 41, 1895; D. M. Liddell, Chem. Met. Engg., 25. 102, 268, 683, 1921. 

11 H. St. C. Deville and L. Troost, Compt. Rend., 52. 920, 1861; J. Margottet, Ann. Ecole 
Norm., (2), 8. 283, 1879 ; Recherches sur les sulfures, les séléniures et les tellurures métalliques, 
Paris, 1879 ; Compt. Rend., 84. 1293, 1877; 85. 1142, 1877; 105. 1294, 1887; C. Fabre, ib., 105. 
277, 1887; Ann. Chim. Phys., (6), 14. 118, 1889; W. Zachariasen, Norsk. Geol. Tids., 8. 302, 


68 INORGANIC AND THEORETICAL CHEMISTRY 


1926; Zeit. phys. Chem., 124. 277, 436, 1926; J. J. Berzelius, Schweigger’s Journ., 6. 311, 1812 ; 


34. 78, 1823; Pogg. Ann., 28. 392, 1833; 32. 1, 577, 1884; M. Kobayashi, Zett. anorg. Chem., 
69. 1, 1910; Internat. Zeit. Metallog., 2. 65,1912; L. Moser and K. Erth, Zeit. anorg. Chem., 118. 
269, 1921; E Kordes, 7b., 154. 91, 1926; F. Henglein, 1b., 120. 77, 1922; Zeit. Hlektrochem., 
30. 5, 1924; M. L. Huggins, Phys. Rev., (2),21. 211, 1923 ; C. A; Tibbals, Bull. Univ. Wisconsin, 
274, 1909 ; Journ. Amer. Chem. Soc., 81. 902, 1909 ; A Study of Tellurides, Madison, Wis., 1909 ; 
A. Oppenheim, Journ. prakt. Chem., (1), 71. 266, 1857 ; Beobachtungen iiber des Tellur und einige 
seiner Verbindungen, Gottingen, 1857; W. Hartvig, Sitzber. Akad. Berlin, 79, 1926; A. Brukl, 
Rec. Trav. Chim. Pays-Bas, 45. 471, 1924. 

12 f', A. Genth, Proc. Amer. Phil. Soc., 16. 14, 1876; 17. 115, 1877; W. F. Hillebrand, Amer. 
Journ. Science, (4), 8. 297, 1899; W. M. Davy and C. M. Farnham, Microscopic Examination of. 
Ore Minerals, New York, 97, 1920; C. F. Rammelsberg, Handbuch der Mineralchemie, Leipzig, 
2. 12, 1895; G. A. Kenngott, Uebersichte der Resultdte mineralogischer Forschungen, 145, 1854 ; 
L. Rivot, Ann. Mines. (5), 6. 556, 1854; A. Carnot, 76., (9), 19. 530, 1901; Bull. Soc. Min., 24. 
357, 1901; Compt. Rend., 132. 1298, 1901; J. Margottet, Ann. Hole Norm., (2), 8. 283, 1879 ; 
Recherches sur les sulfures, les séléniures et les tellurures méalliques, Paris, 1879 ; Compt. Rend., 
84. 1293, 1877; 85. 1142, 1877; 105. 1294, 1887; M. H. Klaproth, Mem. Akad. Berlin, 50. 17, 
1798; Bettrdge zur chemischen Kenniniss der Mineralkérpen, Berlin, 3. 1, 1802; London, 2. 1, 
1804; Creli’s Ann., 1. 91, 1798; Gilberi’s Ann., 12. 246, 1802; J. J. Berzelius, Schweigger’s 
Journ., 6. 311, 1812; 84. 78, 1823; Pogg. Ann., 28. 392, 1833 ; 32. 1, 577, 1834; F. Beijerinck, 
Neues Jahrb. Min. B.B., 11. 441, 1897; A. C. Vournasos, Ber., 44. 3269, 1911; F. Krafft and 
R. E. Lyons, 7b., 27. 1768, 1894; C. A. Tibbals, Bull. Univ. Wisconsin, 274, 1909: A Study of 
Tellurides, Madison, Wis., 1909; Journ. Amer. Chem. Soc., 34. 919, 1909; L. J. Spencer, Min. 
Mag., 13. 274, 1903 ; E. 8S. Simpson, 57, 1899 ; 6, 1902; Bull. West Australia Geol. Sur., 4, 1900 ; 
Ann. Rep. West Australia Geol. Sur., 44. 1898; E. F. Pittmann, Rec. N.S.W. Geol. Sur., 5. 202, 
1898; 6. 1, 1898; Australian Min. Standard, 18. 2638, 2669, 2674, 1898; G. Pellini and 
C. Aureggi, Atti Accad. Lincet, (5), 18. ii, 215, 1909; Gazz. Chim. Jtal., 40. ii, 42, 1910; 
E. T. Wherry, Amer. Min., 10. 30, 1925; E. H. Liveing, Eng. Min. Journ., 75. 814, 1903 ; 
T. A. Richard, 7b., 65. 494, 1898 ; Australian Min. Standard, 19. 153, 190, 1901 ; Trans. Inst. Min. 
Met., 6. 194, 1898; Trans. Amer. Inst. Min. Eng., 30. 708, 1901; F. de Jong, Zeit. Kryst., 63. 
466, 1926; W. Zachariasen, Norsk. Geol. Tids., 8. 302, 1926; Zeit. phys. Chem., 124. 277, 436, 
1926; F. Henglein, Zeit. Hlektrochem., 30. 5, 1924; Zeit. anorg. Chem., 120. 77, 1922; 
M. L. Huggins, Phys. Rev., (2), 24. 211, 1923; J. Joly, Phil. Mag., (6), 27. 1, 1914; 
H. E. McKinstry, Hon. Geol., 22. 669, 1927; R.G. Harvey, Econ. Geol., 23. 778, 1928; A. Brukl, 
Rec. Trav. Chim. Pays-Bas, 45. 471, 1924; P. 1. Wolf and J. M. Hyatt, Phys. Rev., (2), 36. 375, 
1930. 

13 F. Wohler, Pogg. Ann., 11. 161, 1827; C. Whitehead, Journ. Amer. Chem. Soc., 17. 849, 
1895; L. Moser and K. Erth, Zevt. anorg. Chem., 118. 269, 1921; D. M. Liddel, Chem. Met. 
Lingg., 25. 102, 268, 453, 1921; R. de Forcrand and H. Fonzes-Diacon, Compt. Rend., 134. 
1209, 1902; H. Moissan, 7b., 114. 617, 1892; M. Chikashige and J. Nosé, Mem. Coll. Kyoto, 2. 
227, 1917; F. T. Sisco and M. R. Whitmore, Journ. Ind. Eng. Chem., 16. 828, 1924; A. L. Pocock, 
C. T. Calver and W. H. Walkins, Brit. Pat. No. 234547, 1924; G. Natta, Gorn. Chim. Ind. Appl., 
8. 367, 1926. 

14 C, Renz, Ber., 37. 2112, 1904; H. Pélabon, Ann. Chim. Phys., (8), 17. 526, 1909 ; Compt. 
Rend., 145. 118, 1907; C. Fabre, 2b., 105. 277, 1887; Ann. Chim. Phys., (6), 14. 118, 1889; 
A. Brukl, Rec. Trav. Chim. Pays-Bas. 45. 471, 1924; M. Chikashige, Zezt. anorg. Chem., 78. 68, 
1912; G. Tammann, 7b., 118. 93, 192]. 

15 J. J. Berzelius, Schwetgger’s Journ., 6. 311, 1812; 34. 78, 1823 ; Pogg. Ann., 28. 392, 1833 ; 
32. 1, 577, 1834; K. Honda and T. Sone, Journ. Inst. Metals, 37. 29, 1927; Science Rep. Univ. 
Tokyo, 2. 10, 1913; H. Endo, 7b., 16. 201, 1927; W. Biltz and W. Mecklenberg, Zeit. anorg. 
Chem., 64. 233, 1909 ; W. Hess, 7b., 168. 220, 1927; A. Stock and P. Praetorius, Ber., 47. 131, 
1914; A. Stock and H. Blumenthal, 2b., 44. 1832, 1911 ; M. Kobayashi, Mem. Coll. ing. Kyoto, 2. 
353, 1910; Zeit. anorg. Chem., 69. 1, 1910; E. Kordes, 2., 154. 91, 1926; 69. 8, 1911; G. Tam- 
mann, 7b., 118. 93, 1921; N. A. Puschin, 7b., 56. 15, 1908; Journ. Russ. Phys. Chem. Soc., 39. 
13,1906; A. Brukl, Rec. Trav. Chim. Pays-Bas, 45. 271, 1924; D. M. Liddell, Chem. Met. Engg., 
25. 102, 268, 454, 1921; G. Natta, Gazz. Chim. Ital., 58. 344, 1928; V. M. Goldschmidt, Trans. 
Faraday Soc., 25. 253, 1929; A. Ditte, Ann. Chim. Phys., (8), 12. 255, 1907; Compt. Rend., 
96. 1792, 1883 ; 97. 42, 1883 ; H. Pélabon, 2b., 142. 1149, 1906; Ann. Chim. Phys., (8), 17. 526, 
1909; C. Fabre, 2b., (6), 14. 168, 1889; Compt. Rend., 105. 227, 1887; A. W. Smith, Journ. 
Franklin Inst., 192. 69, 157, 1921 ; Thermal, Electrical and Magnetic Properties of Alloys, Colum- 
bus, 1921; H. Fay, Journ. Amer. Chem. Soc., 29. 1265, 1907; I. Oftedal, Zeit. Phys. Chem., 134. 
301, 1928; W. Haken, Ann. Physik, (4), 82. 298, 1910. 

16 K. Honda and T. Sone, Journ. Inst. Metals, 87. 29, 1927; Science Rep. Univ. Tokyo, 2. 


10, 19138; H. Endo, 2b., 16. 201, 1927; J. J. Berzelius, Schweigger’s Journ., 6. 311, 1812; 34. 


78, 1823; Pogg. Ann., 28. 392, 1833; 32. 1, 577, 1834; H. Fay and C. B. Gillson, Trans. Amer. 
Inst. Min. Eing., 31. 527, 1901 ; Amer. Chem. Journ., 27 88, 1902; H. Pélabon, Ann. Chim. Phys., 
(8), 17. 557, 1909; C. Fabre, 2b., (6), 14. 119, 1888 ; Compt. Rend., 105. 280, 1887; A. Mazzuc- 
chelli and A. Vercillo, Aita Accad. Lincei, (6), 1. 233, 1925; D. M. Liddell, Chem. Met. Engg., 
25. 102, 268, 453, 1921; M. Dreifuss, Zeit. Hlektrochem., 28. 100, 1922; P. Ginther, 7b., 23. 199, 
1917; J. Joly, Phil. Mag., (6), 27. 1, 1914; N. A. Puschin, Journ. Russ. Phys. Chem. Soc., 89. 13, 


a a a A 


at ee UL te Bey NM Cae ee 


set Nea a 


Pree - 2 


eile are 


Bina rtp She estes Pra ata WP ar keteg coe 


TELLURIUM | 69 


1907; Zeti. anorg. Chem., 56. 12, 1908; A. Brukl, Rec. Trav. Chim. Pays-Bas, 45. 471, 1924 ; 
J. Margottet, Recherches sur les sulfures, les séléniures, et les tellurures métalliques, Paris, 1879 ; 
Ann. Ecole Norm., (2), 8. 247, 1879 ; Compt. Rend., 84. 1293, 1877; 85. 1142, 1877; C. Fabre, 
vb., 105. 277, 1887; Ann. Chim. Phys., (6), 14. 118, 1889; W. Haken, Ann. Physik, (A), 
32. 298, 1910; M. Kimura, Mem. Coll. Kyoto, 8. 149, 1915; G. Rose, Pogg. Ann., 18. 68, 1830; 
Reise nach dem Ural, dem Altai, und dem kaspachen Meere, Berlin, 1. 617, 1837; C. A. Stetefeldt, 
Berg. Hiitt. Ztg., 24. 374, 1865 ;. W. Haidinger, Handbuch der bestimmenden Mineralogie, Wien, 
556, 1845; I. Domeyko, Compt. Rend., 81. 632, 1875; Hlementos de mineralojia, Santiago, 336, 
407, 1879; J. J. N. Huot, Manuel de.minéralogie, Paris, 1. 185, 1841; F. S. Beudant, T'raité 
élémentaire de minéralogie, 2.539, 1832; F. M. Endlich, Eng. Min. Journ., 18. 133,-1874 ; 
A. des Cloizeaux, Manuel de minéralogie, Paris, 2. 306, 1893; O. Miigge, Centr. Min., 53, 
1920; W. M. Davy and C. M. Farnham, Microscopic Examination of the Ore Minerals, New 
York, 43, 1920; T. W. Case, Phys. Rev., (2), 9. 305, 1917; P. Saldau, Ann. St. Petersburg 
Inst. Mines, 4. 228, 1913; F. Henglein, Zeit. Hlektrochem., 30: 5, 1924;. Zeit. anorg. Chem., 
120. 77, 1922; H. Endo, Science Rep. Univ. Tokyo, 14. 479, 1925; 16. 201, 1927; C. H. Green, 
Trans. Amer. Inst. Min. Met. Engg., 71. 651, 1925; E. Kordes, Zeit. anorg. Chem., 154. 
91, 1926; G. Tammann, 720., 118. 93, 1921; F. A. Genth, Proc. Amer. Phil. Soc., 14. 225, 
1874; Amer. Journ. Science, (2), 45. 306, 1868; K. B. Rogers, Chem. News, 188. 147, 1929; 
-C A. Tibbals, Journ. Amer. Chem. Soc., 31. 909, 1909; L. Pauling, 7b., 49. 765, 1927; H. Louis, 
Min. Mag., 11. 215, 1897; L. J. Spencer, 7b., 13. 274, 1903; G. C: Hoffmann, Rep. Geol. Sur. 
Canada, 6. 29, 1893; 8. 1], 1895; W. T. Schaller, Bull. Univ. California, 2. 324, 1901; 
EK. 8. Simpson, Ball. West Australia Geol. Sur., 42, 1912; L. 8S. Ramsdell, Amer. Min., 10. 281, 
1925; KE. T. Wherry, 2b., 10. 30, 1925; A. C. Vournasos, Ber. 44. 3269, 1911; R. G. Harvey, 
Econ. Geol., 23. 778, 1928. 

17 R. Metzner, Sur quelques composés du selenium et du tellure, Paris, 1898; Ann. Chim. Phys., 
(7), 15. 203, 1898; M. Damiens, 7b., (9), 19. 44, 1923; W. Strecker and W. Ebert, Ber., 58. B, 
2527, 1925. 

18 A. Oppenheim, Beobachtungen tiber das Tellur und einige seiner Verbindungen, Gottingen, 
1859 ; Journ. prakt. Chem., (1) 71. 278, 1857. 

19 A. Oppenheim, Beobachtungen tiber das Tellur und einige seiner Verbindungen, Gottingen, 
1859 ; Journ. prakt. Chem., (1), 71. 278, 1857 ; E. Szarvasy and C. Messinger, Journ. Chem. Soc., 
75. 597, 1899; H. Pélabon, Compt. Rend., 142. 207, 1906 ; 146. 1397, 1908; Ann. Chim. Phys., 
(8), 17. 526, 1909 ; E. Becquerel, 2b., (4), 8. 589, 1866; H. Fay and H. E. Ashley, Amer. Chem. 
Journ., 27. 95, 1906; Y. Kimata, Mem. Coll. Kyoto, 1. 115, 1915; W. Haken, Ann. Physik, (4), 
82. 291, 1910; H. Honda and T.. Sone, Journ. Inst. Metals, 37. 29, 1927; Science Rep. Univ. 
Tokyo, 2.9, 1913; H. Endo, 2b., 16. 201, 1927; C. A. Tibbals, Journ. Amer. Chem. Soc., 31. 919, 
1909; Bull. Univ. Wisconsin, 274, 1909; A Study of Telluride, Madison, Wis., 1909 ; 
M. Dreifuss, Zeit. Elekirochem., 28. 100, 1921; N.S. Konstantinoff and V. I. Smirnoff, Ann. Inst. 
Polyt. Petrograd, 23.713, 1915; A. Brukl, Rec. Trav. Chim. Pays-Bas, 45. 271, 1924; C. H. Green, 
Trans. Amer. Inst. Min. Met. Eng., 71. 651, 1925; M. Padoa, Gazz. Chim. Ital., 57. 399, 1927. 

20 T. Eques a Born, Catalogue méthodique et raisonné de la collection des fossiles de Mile. Eleonore 
de Raab, Wien, 2. 419, 1790; M. H. Klaproth, Beitrdge zur chemischen Kenntniss der Mineralkorper, 
Berlin, 1. 253, 1795; J. J. Berzelins, Akad. Handl. Stockholm, 183, 1823; Pogg. Ann., 1. 271, 
1824; Hdin. Journ. Science, 3. 327, 1825; Jahresb.,12 178, 1831; H. Rose, Gilbert’s Ann., 72. 
196, 1822; G. Rose, Sitzber. Akad. Berlin, 93, 1849; Pogg. Ann., 88. 127, 1851; J. Esmark, 
Trans. Geol. Soc., 8. 413, 1815; F.S. Beudant, Traité élémentaire de minéralogic, Paris, 2. 538, 
1832; C. F. Rammelsberg, Handbuch der Mineralchemie, Leipzig, 4, 1860; 4,1895; G. A. Kenn- 
gott, Das Mohs’che Mineralsysiem, Wien, 121, 1853; Uebersichte der Resultate mineralogischer 
Forschungen, Wien, 111, 1855; P. Groth, Tabellarische Uebersicht der Mineralien, Braunschweig, 

18,1898; W. Haidinger, Pogg. Ann., 21. 597, 183] ; Zert. Phys. Math., 9. 129, 1831; A. Wehrle, 
1b., 9. 133, 144, 1831 ; Schweigger’s Journ., 59. 482, 1830; Pogg. Ann., 21.599, 1831; P. Partsch, 
ib., 24. 595, 1831; Zest. phys. Math., 9. 94, 1831; J. J. N. Huot, Manuel de minéralogie, Paris, 
1. 188, 1841; F. A. Genth, Amer. Journ. Science, (2), 18. 81, 1853; (2), 19. 16, 1855; (2), 27. 
267, 1859; (2), 81. 368, 1861; (2), 45. 317, 1868; (3), 40. 114, 1890; Proc. Amer. Phil. Soc., 14. 
224, 1874; 23. 31, 1880; 23. 30, 1885; Amer. Mining Mag., 1. 358, 1859; 2. 64, 1860; The 
Minerals of North Carolina, Washington, 22, 1891; C. T. Jackson, Amer. Journ. Science, (2), 6. 
188, 1848; (2), 10. 78, 1850; (1), 27. 366, 1859; D. M. Balch, 7b., (2), 35. 99, 1863; C. Fisher, 
ab., (2), 7. 282, 1849; U. Shepard, 7b., (2), 28. 142, 1859: J. Hauschauer, Journ. prakt. Chem., 
(1), 45. 456, 1848; KE. C. Schroder, Zur Kenntnis der Verbindungen des Selens und des Tellurs, 
Furth, 1898; W. Muthmann and HK. C. Schroder, Zeit. Kryst., 29. 142, 1897; J. Loczka, 7b., 20. 
319, 1892; Ber. Ungarn Akad., 8. 99, 1890; L. Sipécz, Ber., 19. 98, 1886; Zeit. Kryst., 11. 212, 
1885 ; Tschermak’s Mitt., (2), 7. 271, 1886; J.C. Doll, 2b., (1), 4. 91, 1874; A. Frenzel, 7b., (1), 
3. 293, 1873; Newes Jahrb. Min., 799, 1873; H. Credner, 1b., 443, 1867; W. F. Hillebrand, 
Bull. U.S. Geol. Sur., 262, 1905; J. D. Dana, A System of Mineralogy, New York, 40, 1892 ; 
F. Beijerinck, Neues Jahrb Min. B.B., 11. 422, 1897; HE. Jannettaz, Bull. Soc. Min., 15. 136, 
1892; A. de Gramont, 2b., 18. 352, 1895; Analyse spectrale directe des minéraux, Paris, 1895; 
M. Websky, Zeit. deut. geol. Ges., 11. 391, 1859 ; D. Forbes, Phil. Mag., (4), 29. 4, 1865; A. Schrauf 
and EK. §. Dana, Amer. Journ. Science, (3), 8. 262, 1874; Sitzber. Akad. Wien, 69. 151, 1874; 
K. F. Peters, ib., 44. 105, 1861; F. von Kobell, Journ. prakt. Chem., (1), 8. 341, 1836; Sitzber. 
Miinchen Akad., 1. 167, 1871; Neues Jahrb. Min., 939, 1871; H. J. Burkart, 2b., 476, 1873 ; 


70 INORGANIC AND THEORETICAL CHEMISTRY 


J. F. L. Hausmann, 2b., 698, 1852; C. F. Rammelsberg, Sitzber. Akad. Berlin, 188, 1863 ; 
V. R. von Zepharovich, Mineralogisches Lexicon fiir das Kaiserthum Oesterreich, Wien, 444, 1859 ; 
247, 1893; F. Posepny, Jahresb. geol. Reichsanst. Wien, 18. 301, 1868 ; R. P. Greg and W. G. Lett- 
som, Manual of the Mineralogy of Great Britain and Ireland, London, 381, 1858; A. Erdmann, 
Léobok + Mineralogien, Stockholm, 189, 1853; P. A. Dufrénoy, J'raité de minéralogie, Paris, 2. 
631, 1845; G. W. Card, Rec. N.S.W. Geol. Sur., 5. 6, 1896; J. C. H. Mingaye, 7b., 1. 25, 1903 ; 
9. 127, 1916; A. Damour, Ann. Chim. Phys., (3), 18. 372, 1845; E. Becquerel, 1b., (4), 8. 389, 
1866; J. M. Davy and C. M. Farnham, Microscopic Examination of Ore Minerals, New York, 61, 
1920; B. Lightfoot, Trans. Geol. Soc. South Africa, 80. 1, 1928; E. 8S. Simpson, Bull. West 
Australia Geol. Sur., 42,1912; A. G. Werner, Letztes Mineralsystem, Freiberg, 48, 1817; S. P. de 
Rubies, Anal. Fis. Quim., 17. 83, 1919 ; 18. 335, 1920; S. P. de Rubies and F. G. Esteban, 7b., 19. 
347, 1921; K. Nenadkevie, Trav. Mus. Geol. St. Petersburg, 1. 81, 1907; R. A. A. Johnston, Rep. 
Canada Geol. Sur., 8. 10, 1895; K. Ménkemeyer, Zeit. anorg. Chem., 46. 415, 1905; J. W. Retgers, 
1b., 3. 349, 1893 ; 12. 103, 1896 ; Zest. Phys. Chem., 9. 399, 1892; 12. 593, 1893; 16. 611, 1895 ; 
E. V. Shannon, Amer. Min., 10. 198, 1925; M. N. Short and E. P. Henderson, 2b., 11. 316, 1926 ; 
E. T. Wherry, 2b., 10. 30, 1925; L. H. Borgstrém, Oefvers. Finska Férh., 57. 24,1915; M. Ama- 
dori, Attt Accad. Lincet, (5), 24. ii, 200, 1915; (5), 27. i, 131, 1918; W. Haken, Ann. Physik, (4), 
32. 291, 1910; Ber. deut. phys. Ges., 12. 229, 1910; G. C. Trabacchi, Nuovo Cimento, (6), 9. 95, 
1915; K. Honda and T. Sone, Journ. Inst. Metals, 87. 29, 1927; Science Rep. Univ. Tokyo, 2. 
12, 1913; H. Endo, ib., 14. 479, 1925; 16. 20), 1927; C. E. Mendenhall and W. F. Lent, Phys. 
Rev., (1), 82. 406, 1911; A. Gutbier, Zeit. anorg. Chem., 31. 331, 1902; C. A. Tibbals, Journ. 
Amer. Chem. Soc., 81. 909, 1909; Bull. Univ. Wisconsin, 274, 1909; A Study of Tellurides, 
Madison, Wis., 1909; J. EK. Stead, Journ. Soc. Chem. Ind., 16. 200, 1897; J. Joly, Phil. Mag., 
(6), 27. 1, 1914; W. W. Coblentz, Science Paper Bur Standards, 18. 596, 1922; Various Photo- 
chemical Investigations, Washington, 296, 1922; A. Brukl, Rec. Trav. Chim. Pays-Bas, 45. 471, 
1924; EF. Slavik, Rozp. Ceske Akad., 25. 53,1916; Bull. Acad. Bohéme, 22. 100, 1918; C. H. Green, 
Trans. Amer. Inst. Min. Met. Eng., 71. 651, 1925; KE. Kordes, Zeit. anorg. Chem., 154. 91, 1916 ; 
M. Padoa, Gazz. Chim. Ital., 57. 399, 1927; R.G. Harvey, Hcon. Geol., 28. 778, 1928; F. Korber 


and U. Haschimoto, Zeit. anorg. Chem., 188. 114, 1930; S. Koch, Ban. Koh. Lapok, 62. 425, | 


449, 1929. 

21 C. F. de Landero, Sinopsis mineralogica a catalogo descriptivo de los minerales, Mexico, 
1889; F. A. Genth, Proc. Amer. Phil. Soc., 24. 41, 1887; A. de Castillo, Naturaleza, 1. '76, 1869 ; 
C. F. Rammelsberg, Zeit. deut. geol. Ges., 21. 81, 1869; W. M. Davy and C. M. Farnham, The 
Microscopic Examination of Ore Minerals, New York, 43, 1920; E. Cumenge, Bull. Soc. Min., 
22. 25, 1899; V. M. Goldschmidt, Trans. Faraday Soc., 25. 253, 1929; R. G. Harvey, Hcon. 
Geol., 23. 778, 1928. 

22 J. Margottet, Recherches sur les sulfures, les sélénwures, et les tellurures métalliques, Paris, 
1879; Ann. Ecole Norm., (2), 8. 247, 1879; Compt. Rend., 84. 1293, 1877; 85. 1142, 1877; 
C. Fabre, ib., 105. 277, 1887; Ann. Chim. Phys., (6), 14. 118, 1889; W. F. de Jong and 
H. W. V. Willems, Physica, 7. '74, 1927; C. H. Weber, Brit. Pat. No. 18808, 1909; L. Moser 
and K. Ertl, Zeit. anorg. Chem., 118. 269, 1921; A. Brukl, Rec. Trav. Chim. Pays-Bas, 45. 471, 
1924; I. Oftedal, Zett. phys. Chem., 128. 135, 1927; 182. 208, 1928; 139. 291, 1928; G. Tam- 
mann and K. Schaarwachter, Zeit. anorg. Chem., 167. 401, 1927; C. A. Tibbals, Journ. Amer. 
Chem. Soc., 31. 909, 1909; Bull. Univ. Wisconsin, 274, 1909; A Study of Tellurides, Madison, 
Wis., 1909; V. Lenher, Journ. Amer. Chem. Soc., 80. 744, 1908; V. W. Meloche and W. Wood- 
stock, 2b., 54. 171, 1929; V.M. Goldschmidt, Trans. Faraday Soc., 25. 253, 1929; J.J. Berzelius, 


Akad. Handl. Stockholm, 183, 1923; Pogg. Ann., 1. 271, 1824; Edin. Journ. Science, 3. 327, 


1825 ; Jahresb., 12. 178, 1831; W. A. Tilden, Proc. Roy. Soc., 73. 226, 1904. 

23 FH. A. Genth, Amer. Journ. Science, (2), 45. 393, 1868; W. F. Hillebrand, (4), 8. 295, 1891; 
A. Dieseldorff, Zeit. prakt. Geol., 7. 423, 1899 ; Centr. Min., 98. 1900 ; 168, 1901; C. F. Rammels- 
berg, Handbuch der Mineralchemie, 17, 1875; W.M. Davy and C. M. Farnham, Microscopic 
Examination of the Ore Minerals, New York, 1920. 

24 ©, A. Tibbals, Journ. Amer. Chem. Soc., 31. 909, 1909; Bull. Univ. Wisconsin, 274, 1909 ; 
A Study of Tellurides, Madison, Wis., 1909 ; N. W. Fischer, Pogg. Ann., 12. 502, 1828; F. Rossler, 
Zeit. anorg. Chem., 15. 405, 1897 ; Synthese einiger Erzmineralien und analoger Metallverbindungen 
durch Auflésen und Kristallisierenlassen derselben geschmolzenen Metallen, Berlin, 1895; A. Brukl, 
Rec. Trav. Chim. Pays-Bas, 45. 471, 1924; L. Thomassen, Zeit. phys. Chem., 2. B, 349, 1929 ; 
V. M. Goldschmidt, Trans. Faraday Soc., 25. 253, 1929. 


§ 8. Tellurium Monoxide and Dioxide 


J. J. Berzelius1 attempted to prepare tellurium monoxide, TeO, by heating 
a mixture of tellurium and tellurium dioxide, and by the action of dry sodium 
carbonate on tellurium dichloride, but without success. KE. Divers and M. Shimose 
said that it is produced when tellurium sulphotrioxide is heated between 180° and 
230° in vacuo: TeSO3;=TeO+S80., and the product washed with a dil. soln. of 
sodium carbonate to separate the unchanged sulphotrioxide. W. Prandtl and 
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P. Borinsky, and J. J. Doolan and J. R. Partington prepared the monoxide in a 
similar way. A little monoxide was also found by E. Divers and M. Shimose to be 
produced when tellurium sulphotrioxide is decomposed with a small proportion of 
water; and by pouring a red soln. of tellurium in sulphuric acid into a large 
proportion of water. Tellurium monoxide is described as a brown, porous, 
friable mass, which is black tinged with brown, and when rubbed with a burnisher 
acquires a graphitic lustre. It is stable in dry air, but decomposes when heated in 
vacuo into tellurium and tellurium dioxide. It is oxidized to the dioxide in moist 
air, but water has no action. Cold dil. acids decompose it slowly ; with hot, cone. 
hydrochloric acid, it forms tellurium and its dioxide. Hydrogen chloride is absorbed 
by the monoxide without appreciable change, but when the product is heated, it 
melts and gives off tellurium dichloride. Sulphur dioxide reduces it slowly to 
tellurium ; it is not altered by liquid sulphur trioxide—even when boiling ; and with 
cone. sulphuric acid it forms a red soln. from which tellurium sulphate crystallizes : 
2TeO+3H,80O,=Te(SO,4).+TeSO,+3H,O. The monoxide is quickly oxidized 
by nitric acid, and other oxidizing agents in acidic soln., but less easily by neutral 
or alkaline soln. Potassium permanganate is reduced to manganate. Cold potash- 
lye acts slowly, but the boiling lye decomposes the monoxide with the separation of 
tellurium. No compounds with the monoxide—hypotellurites—have been prepared, 
and neither basic nor acidic properties could be assigned to it. W. Damiens said 
that the alleged monoxide is a mixture of tellurium and tellurium dioxide. 

J. J. Berzelius? prepared tellurium dioxide, TeO,, by burning tellurium in air ; 
and by the action of nitric acid and hot sulphuric acid on tellurium. According to 
D. Klein and J. Morel, pulverulent tellurium, obtained by precipitation with 
sulphurous acid, dissolves readily in dil. nitric acid, with the evolution of nitrogen 
oxides. The temp. at which soln. takes place is lower the higher the conc. of the 
acid ; with acid of sp. gr. 1-25 the action begins at —10°, vide supra, tellurlum. Ata 
low temp. soln. is not complete, and a greyish, curdy residue is left, which after- 
wards turns white, and forms long flexible microscopic needles containing both nitric 
and telluric acids. 

J. J. Berzelius observed that hydrated tellurtum dioxide or tellurous acid is 
precipitated if a soln. of tellurium in cold, dil. nitric acid is poured into cold water. 
A. Gutbier added that the nitric acid soln. should first be neutralized with ammonium 
carbonate before the dilution, and the white flocculent precipitate washed with hot 
water until freed from ammonia. D. Klein and J. Morel observed that when the 

‘soln. of tellurium in nitric acid is diluted with water, it deposits hydrated tellurium 
dioxide or tellurium dioxide, a certain quantity of a basic tellurium nitrate always 
remaining in soln. Hydrated tellurium dioxide contaminated with half a per cent. of 
nitric acid is formed when the nitric acid is dil., say of sp. gr. 1-1—-1-2, and the action . 
takes place at alow temp. It is a white, curdy substance which gradually changes 
to a yellowish-white mass of microscopic rectangular lamellee of tellurium dioxide. 
When the reaction takes place at a higher temp., or if nitric acid is used, tellurium 
dioxide is formed in microscopic quadratic octahedra. The nitric acid soln. 
spontaneously deposits octahedral crystals of tellurium dioxide, and if the nitric 
acid employed is somewhat dil., say of sp. gr. 1-2, and the temp. has not risen above 
30° during the reaction, the precipitation of tellurium dioxide is accelerated by heat. 

Under these conditions, about half the tellurium dioxide remains in soln. in the 

form of nitrate, which crystallizes out when the liquid is conc. and cooled. 

J. J. Berzelius found that if a soln. of tellurium in warm conc. nitric acid be 
allowed to stand for some time it deposits tellurium dioxide contaminated with 
about half a per cent. of nitric acid which is expelled with feeble decrepitation when 
gently heated. J. J. Berzelius, H. L. Wills, C. Jena, and D. Klein and J. Morel 
obtained the dioxide by evaporating a soln. of tellurium in nitric acid to dryness, and 
heating the residue to dull redness ; H. Rose said that a temp. of 200° is sufficient ; 
and B. Brauner, 400°. A. Gutbier said that the nitric acid is all expelled only at 
a temp. at which some tellurium dioxide is volatilized. A. Oppenheim obtained 
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crystals of the dioxide by adding alcohol to the nitric acid soln. of tellurium. 
N. W. Fischer heated a soln. of tellurium in conc. sulphuric acid until it was 
decolorized, and obtained on cooling what he regarded as an easily soluble sulphate ; 
and J. J. Berzelius, B. Brauner, and D. Klein and J. Morel obtained a basic sulphate 
from a soln. of tellurium in hot, conc. sulphuric acid ; with 20 per cent. sulphuric 
acid, tellurium dioxide is formed. D. Klein and J. Morel observed that both the 
basic sulphate and the basic nitrate are decomposed into tellurium dioxide and acid 
when washed with hot water. J.J. Berzelius, and A. Oppenheim also obtained the 
dioxide by pouring a boiling soln. of tellurium tetrachloride into hot water. 
J. J. Berzelius, and L. Staudenmaier obtained the dioxide by heating telluric acid. 

Tellurium dioxide has been analyzed by J. J. Berzelius, H. L. Wills, 
B. Brauner, L. Staudenmaier, A. Gutbier, and others indicated in connection with 
the at. wt. of tellurium. The results agree with the empirical formula TeOs. 
H. Remy discussed the structure of tellurous acid, H,TeO,. A. Brezina said that it 
is probable that an earth described by J. Esmark in 1798 was native tellurium 
dioxide; W. Petz also described a yellowish-white earth from Faczebaja which 
behaved like tellurium dioxide. The mineral was called tellurite by J. Nicol, and 
tellurium ochre by C. F. Rammelsberg. The mineral at Zalathna, and 
Faczebaja, Transylvania, was described by V. von Zepharovich, J. Esmark, and 
J. A. Krenner ; and the occurrence in Colorado, and South Dakota, by F. A. Genth, 
F.C. Knight, and R. Pearce. W. P. Headden described an occurrence of tellurium 
dioxide as a white coating on the native tellurium of the Goodhope Mine, Colorado, 
and also as brownish-yellow, granular masses of small crystals—thought to be 
tetragonal. The mineral contained 78-68 per cent. of tellurium ; a trace of bismuth 
oxide ; 0:79 per cent. of ferric oxide; and 1-04 per cent. insoluble matter. 

The hydrated forms of tellurium dioxide, indicated above, are supposed to be 
tellurous acid, H,TeO3. J. J. Berzelius prepared the acid by fusing telJurium 
dioxide with an equal weight of potassium carbonate, dissolving the resulting 
potassium tellurite in cold water, adding a scarcely perceptible excess of nitric acid ; 
allowing the mixture to stand for some time with frequent stirring ; washing the 
product with ice-cold water; and drying the acid in air at 12°. A solution 
of tellurium dioxide in potash-lye can be treated in a similar way. The preparation 
of the acid was also described by R. Schumann. G. O. Oberhelman and 
P. E. Browning described the preparation of the acid from the residues obtained in 
the electrolytic refining of copper. 

Tellurium dioxide forms small, colourless, octahedral crystals ; that prepared 
in the wet-way dries milk-white ; and that obtained by slowly cooling the molten 
dioxide, or by pouring the liquid from the partly solidified portion furnishes needle- 
like crystals which, according to D. Klein and J. Morel, are probably rhombic ; or, 
according to K. Vrba, possibly monoclinic. A. Brezina, and D. Klein and J. Morel 
gave for the axial ratios of the rhombic bipyramidal crystals a:b:¢ 
=0-4566 :1:0-4693. The crystals obtained from the nitric acid soln. are, 
according to D. Klein and J. Morel, tetragonal, and have the axial ratio 
a:c=1:1-1076; and they appear like octahedral, doubly refracting crystals. The 
crystals were also described by V. M. Goldschmidt. The X-radiogram shows that 
the space-lattice is of the rutile type with a=4-79 A., and c=3-77 A., so that a:c¢ 
=1:0-788. L. Pauling discussed the lattice-structure. A. Weller showed that 
the dioxide is an example of a colourless solid giving a coloured vapour and liquid. 
The hydrated oxide, or tellurous acid, appears like an earthy powder. D. Klein 
gave for the specific gravity of tetragonal tellurium oxide 5:67 at 15° to 19°; 
5-68 for that obtained by heating the nitrate below 350° ; and K. Vrba, 5-90 for the 
tetragonal crystals. For the rhombic form prepared from the fused dioxide, D. Klein 
gave 5:91 at 0°, and 5-88 at 12°; A. Schafarik, 5-93 at 20°; and F. W. Clarke, 5-75 
at 12-5°, and 5-784 at 14°. J. J. Berzelius, and H. Rose found that when the 
dioxide is heated it becomes pale-yellow, and the colour darkens as the temp. rises. 
It begins to fuse at a dull red-heat forming a dark yellow, transparent liquid which 
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on exposure to air volatilizes with a slight fuming. As the mass cools it solidifies 
and evolves enough heat to raise the temp. to dull redness. The white, crystalline 
mass is translucent when slowly cooled ; it readily separates to a crystalline mass 
which is very easily broken into crystalline fragments. Single drops solidify to 
a transparent glass. It volatilizes and sublimes at a higher temp. than that at 
which the metal sublimes; and it can be melted in a crucible without much loss. 
B. Brauner said that a perceptible volatilization occurs at 400° or 500°. 
J. J, Berzelius found that at 40°, or even at a lower temp., the hydrated dioxide is 
resolved into the anhydrous dioxide; hence, a turbid mixture of the hydrated 
dioxide and water, becomes clear at this temp. as the granules of hydrated dioxide 
pass into crystals of the anhydrous dioxide. W. G. Mixter gave for the heat of 
formation (Te,0,)=87-1 Cals. R. Schumann gave —64320 to 77700 cals. for the 
free energy of tellurium dioxide at 25°. J. Papish observed that the vapour of 
tellurium introduced into a bunsen flame colours the flame blue tinged with green 
in its uppermost part, and a bright, metallic mirror is deposited on a cold surface 
held in the hottest part of the flame. The reduction of the oxides in the flame is 
supposed to be the cause of the characteristic luminescence. E. Blanc gave for the 
two ionization constants of tellurous acid, K,;=2x10~%, and K,=1x10-8. 
R. A. Schuhmann gave for the e.m.f. of cells of the type Te | TeQ., HCl0, | Hy 
—0-5286 volt at 25° and —0-5213 volt at 45°. J. J. Kasarnowsky found the cone. of 
tellurous ions in soln. containing increasing proportions of hydrochloric acid increases 
as the fourth power of the H’-ions, showing that tellurous acid acts as a weak base, 
K=[Te’ |[OH’}4/[H.TeO3]; or K=1-5x10~46, According to A. Simek and 
H. Kadlocva, drops of fused tellurium dioxide on a platinum surface heated by a 
direct current at 800° to 950° move from the negative to the positive pole. The 
movement is accompanied by a deformation of the drops, the curvature of the 
side facing the negative pole being less than that of the other side. Under given 
conditions, the velocity increases as the drops become larger, but does so less 
rapidly than the weight of the drops. The velocity of movement and the force 
by which the drops are driven are both roughly proportional to the current intensity 
up to a certain limit. If tellurium dioxide is added to drops of fused sodium 
sulphate, chloride, tungstate, or pyrophosphate, the previously flattened drops 
become much more spherical and, under the influence of a direct current, move more 
rapidly than pure tellurium dioxide, a velocity of 16 cms. per sec. being sometimes 
attained. The direction of motion depends on the conc. of tellurium dioxide 
and may be reversed as the latter gradually evaporates. The phenomenon is 
due to changes of interfacial tension caused by potential differences. As pre- 
viously indicated, the electrolysis of acidic soln. of tellurium dioxide was found by 
J. ©. Poggendorff, L. Schucht, C. Whitehead, E. Miiller, etc., to result in the 
deposition of black tellurium. 8. Meyer gave —0-11x 10-6 mass unit for the 
magnetic susceptibility of tellurium dioxide, and —0-19x10~-$ mass unit for 
tellurous acid, and 8. §. Bhatnagar and C. L. Dhawan, —33-72x10~6 for 
tellurous acid, and the subject was discussed by 8. S. Bhatnagar and 
S. L. Lather. 

L. Staudenmaier found that when tellurium dioxide is heated in a current of 
hydrogen, it is slowly reduced to tellurium, and J. J. Berzelius observed that the 
alkali tellurites form the tellurides. F. C. Mathers and G. M. Bradbury, and 
VY. Lenher and E. Wolesensky found that the tellurites are oxidized to tellurates 
when heated in air. D. Klein and J. Morel said that tellurium dioxide is sparingly 
soluble in water, and the aq. soln. contains one part of the dioxide in 150,000 parts 
of water. H. Rose said that the aq. soln. does not redden blue litmus paper ; but 
J. J. Berzelius said that the dioxide reddens litmus after standing some time in 
contact with the moistened test-paper. The hydrate—tellurous acid—dissolves 
fairly easily in water forming a soln. which reddens litmus. If heated above 40°, 
the aq. soln. becomes turbid, and no longer reddens litmus owing to the deposi- 
tion of fine grains of the anhydrous dioxide. When the aq. solution is 
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evaporated at ordinary temp., it deposits the anhydrous dioxide mixed with a 
small proportion of the hydrate. J. J. Berzelius said that the aq. soln. of the 
anhydrous dioxide is tasteless, and that the aq. soln. of the hydrate has a metallic 
taste. P. Kéthner found that hydrogen dioxide and sodium dioxide oxidize soln. 
of tellurites to tellurates. 

J. J. Berzelius found that aq. soln. of the tellurites are oxidized by chlorine, 
bromine, and iodine; and, added P. Brauner, the iodine acts slowly at ordinary 
temp., and the reaction is complete only at 100°. KR. Metzner obtained oxyfluorides 
by the action of hydrofluoric acid on tellurium dioxide; and HE. B. R. Prideaux 
and J. O’Neil Millott, by the action of dry hydrogen fluoride on the dioxide. 
J. J. Berzelius found the dioxide to be sparingly soluble in most acids, but it is 
readily dissolved by hydrochloric acid. A. Ditte found that tellurium dioxide forms 
additive compounds with the hydrogen halides—vde infra, oxyhalides. F. A. Gooch 
and J. Howland observed that hydriodie acid reduces acidic soln. of tellurium 
dioxide to tellurium. F. A. Gooch and W. C. Morgan found the reaction H,TeOs; 
+4H,S0O,+4KI=Tel,+4KHSO,+3H,O to be quantitative; and K. Someya 
studied the electrometric titration of tellurous acid under these conditions. 
R. Schuhmann found the solubility of tellurium dioxide in 0-7370M-, 0-2924M-, 
and 0-1028/M-soln. of perchloric acid at 25° to be respectively 5-20, 1-96, and 0-74 
gram-atoms x 103 per 1000 grms. of water. 

H. B. Baker and A. H. Bennett, in their work on the at. wt. of tellurium, heated 
a mixture of sulphur and tellurium dioxide in a current of nitrogen and obtained 
sulphur dioxide and tellurium. W. Marckwald and A. Foizik showed that a small 
proportion of the sulphur is also oxidized to sulphur trioxide. According to — 
A. Wehrle, hydrogen sulphide and also ammonium sulphide produce a black — 
precipitate of tellurium disulphide with soln. of tellurium dioxide—the precipitate 
is soluble in soln. of ammonium sulphide, hydrogen sulphide, or aq. ammonia. 
A. Gutbier and F. Flury found that with an aq. soln. of the chloride the precipitate 
produced in the cold is deep orange-red, and if the soln. is hot, the precipitate is black. 
R. W. E. MaclIvor found that with tellurites, hydrogen sulphide gives a reddish- 
brown precipitate which rapidly darkens in colour. An excess of sulphur mono- 
chloride was found by V. Lenher to react with the dioxide in accord with 
TeO,+28,Cl,=TeCl,+80.+385 ; and with an excess of the dioxide: TeO,+8,Cl, 
=TeCl,+28-+0, ; an excess of thionyl chloride forms tellurium tetrachloride, and — 
the dichloride if the tellurium dioxide is in excess. In the cold sulphuryl chloride 
does not react with the dioxide, but when heated in a sealed tube various crystalline 
products are formed—e.g. TeO, : SO.Cl,=3:4, 5:9, 1:2, and 2: 5—according 
to the composition of the mixture. The precipitation of tellurium from hydrochloric 


acid soln. by sulphur dioxide has been discussed in connection with selenium— — 


Fig. 2, 10.58, 2. EH. Divers and M. Shimose observed no reaction between sulphur 
trioxide and tellurium dioxide; B. Brauner found that warm 20 per cent. sulphuric 
acid dissolves about 0-7 per cent. of tellurtum dioxide; 30 per cent. acid, about — 
0-85 per cent.; and 50 per cent. acid, 4-4 per cent. These soln. appear to be © 


supersaturated because after they have stood some time, tellurium dioxide separates _ 


from the dil. acid soln., and tellurium sulphate from the cone. acid soln. KE. Donath 
found that sodium hyposulphite precipitates tellurium from acid soln. of tellurium, — 


or from soln. of tellurites. F. A. Gooch and J. Howland found that sodium thio- — 


sulphate is without action on cold acid soln. of tellurium dioxide, but with hot soln., — 
tellurium is precipitated. | 

J.J. Berzelius said that tellurium dioxide dissolves very slowly in aq. ammonia ; 
and H. Rose observed that aq. ammonia precipitates tellurous acid from soln. of © 
tellurium salts, and the precipitate dissolves in an excess of the precipitant when the ~ 


liquid is warmed. V. Lenher and E. Wolesensky obtained pentitamminotellurous — 


acid, 5H,'TeO,.NHs, as an intermediate stage in the decomposition of ammonium — 
tellurite, but it is believed not to be a definite compound. According to C. White- — 
head, when a soln. of a tellurite is boiled with ammonium chloride, tellurous acid is — 
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precipitated ; while A. Gutbier and F. Flury found that when tellurium dioxide 
is heated with ammonium chloride, the mixture becomes yellow and then orange, 
and a white sublimate of TeOQ,.2HC] is formed. The mixture on being further 
heated, assumes a dark colour with the formation of a yellow sublimate. TeCly.2NHs, 
which blackens on careful heating. Tellurium finally remains as a brittle mass. 
These phenomena do not occur when ammonium chloride is replaced by ammonium 
nitrate, carbonate, sulphate, phosphate, acetate, or molybdate. J. J. Berzelius 
found that tellurium dioxide is freely soluble in nitric acid ; and D. Klein and 
J. Morel observed that boiling, dil. nitric acid dissolves some tellurium dioxide ; 
whether or not tellurium dioxide will separate from the soln. depends on the conc. 
of the acid—vide supra. The dioxide is freely soluble in the hot, conc. acid. P. Jan- 
nasch and M. Miiller, and A. Gutbier observed that acidic or alkaline soln. of tellurium 
dioxide are reduced to tellurium by hydrazine salts ; whilst phenyl hydrazine 
violently reduces hydrochloric acid soln. at ordinary temp. with the evolution of 
heat, and the liberation of nitrogen. J. J. Berzelius found that tellurium is pre- 
cipitated by phosphorus from acid soln. of tellurium dioxide; N. W. Fischer found 
that tellurium is also precipitated by alcoholic soln. of phosphorus ; H. Rose, by 
phosphorous acid ; and A. Gutbier, by hypophosphorous acid. H. Rose obtained 
a white precipitate by adding sodium hydrophosphate. V. Lenher found that 
phosphorus trichloride reduces tellurium dioxide to the element, phosphoryl chloride 
forms the complex TeCl,.POCI, ; he also found that arsenic trichloride reacts with 
tellurium dioxide forming tellurium tetrachloride and arsenic trioxide. M. H. Klap- 
roth observed that antimony reduces a soln. of a tellurous salt to tellurium. 
J. J. Berzelius, D. Klein, B. Brauner, and F. Becker found that tellurium dioxide 
replaces antimonyl in potassium antimony] tartrate forming potassium telluryl 
tartrate. Tellurium dioxide reacts with antimony trichloride forming, according 
to V. Lenher, tellurium tetrachloride and antimony trioxide; antimony penta- 


- chloride forms the complex TeCl,.SbCl;. 


J. J. Berzelius said that tellurium dioxide is decomposed by carbon at a com- 
paratively low temp., and with a kind of detonation ; and with alkali tellurites and 
carbon the alkali telluride is formed. J. J. Berzelius observed that tellurites are 
decomposed by the carbon dioxide of the atm. H. Rose observed that tellurium 
dioxide is reduced when fused with potassium cyanide. H. Rose found that 
acid soln. of tellurium dioxide gave no precipitate with potassium ferro- or 
ferricyanide, with oxalic acid, or with tannin. F. Stolba, and L. Kastner found that 
soln. of tellurites are completely reduced to tellurium by boiling with glucose. 
V. Lenher found that carbon tetrachloride has no action on tellurium dioxide. 
A. Oppenheim could not prepare alkyl tellurites. T. R. Glauser recommended 
tellurium dioxide for combustion analyses for carbon and nitrogen in dealing with 
aluminium nitride, calcium cyanamide, ferrosilicon, ferrochrome, hard steels, 
carborundum, etc. The tellurium dioxide melts to a heavy, mobile liquid in which 
these substances readily dissolve. 

J. J. Berzelius found that. copper reduces soln. of tellurium salts to the metal ; ° 
M. H. Klaproth, and J. Lowe obtained a similar result with zine; N. W.. Fischer, 
with cadmium, and mercury ; M. H. Klaproth, with tin ; N. W. Fischer, with lead ; 
and P. Berthier, and F. Stolba, with iron. N.W. Fischer added that the tellurium is 
usually precipitated as a black powder which by friction acquires a metallic lustre ; 
dendritic tellurium forms when lead is used ; the precipitation is usually incomplete ; 
and a basic tellurite or basic tellurate may be formed. J. J. Berzelius found that 
tellurium dioxide readily dissolves in aq. soln. of alkali hydroxides ; but in aq. soln. 
of the alkali carbonates only during a prolonged boiling ; it readily dissolves when 
melted with alkali carbonates with the expulsion of carbon dioxide ; it dissolves 
in fused alkali nitrates forming tellurates. Tellurous acid readily dissolves in 
aq. son. of alkali hydroxides or carbonates, the carbon dioxide escaping only when 
heat is applied. According to V. Lenher and P. D. Potter, the yellowish-brown 
substances suspended in the fused mass before the liquid solidifies contain variable 
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proportions of potassium tellurate and tellurium dioxide depending on the time 
of heating and other conditions. | 

According to N. W. Fischer, an ammoniacal soln. of copper oxide gives a greyish- 
blue precipitate with tellurous acid or tellurous salts. F. C. Mathers and 
F. V. Graham observed that lead dioxide converts tellurium dioxide into lead 
tellurate, and that the optimum temp. is 170°. H. Rose found that barium 
chloride gives a white precipitate insoluble in ammonia, but with calcium chloride 
precipitation occurs only after the addition of ammonia. A. Hilger obtained a 
white precipitate by adding a magnesium salt and ammonia to a soln. of a tellurite. 
N. W. Fischer found that mercurous nitrate gives a white precipitate ; while 
stannous chloride reduces tellurous salts to tellurium which appears as a black pre- 
cipitate ; if the tellurous salt be very dilute, the stannous chloride produces a brown 
coloration which is perceptible at a dilution of 1: 600,000. 3B. Brauner founded a 
volumetric process for the determination of tellurium on this reaction. 
N. W. Fischer found that lead acetate soln. gives a white precipitate. V. Lenher 
found that lead tetrachloride reacts with tellurium dioxide forming tellurium 
tetrachloride. According to B. Brauner, chromic acid oxidizes a hydrochloric 
acid or sulphuric acid soln. of tellurium dioxide to telluric acid. The reaction is 
slow, but is faster in hydrochloric than in sulphuric acid soln. L. Staudenmaier 
obtained similar results in nitric acid soln. Tellurium dioxide and the tellurites 
form complex salts with molybdates, tungstates, and vanadates (q.v.). B. Brauner 
observed that potassium permanganate oxidizes a hydrochloric or sulphuric acid 
soln. of tellurium dioxide, and in the latter case, with the development of oxygen : 
2TeO.+KMn0,+4HCl=2Te0,+MnCl,+KCl+2H,0. F. A. Gooch and J. How- — 
land studied the oxidation of tellurites to tellurates by potassium permanganate. 
Soln. of tervalent manganese salts do not oxidize tellurium dioxide. The reaction 
was studied by W. T. Schrenk and B. L. Browning. B. Brauner, and V. Lenher 
and H. F. Wakefield represented the reaction with potassium dichromate : — 
3TeO0,.+ K,Cr.0,+8HCl=3H,Te0,+2KCl+ 2CrCl,+ H,0. 
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§ 9. The Tellurites 


Tellurous acid is dibasic forming normal ftellurites, RoTeOs3, and hydrotellurites, 
HTeO;; as well as salts of the hypothetical pyrotellurous acid, H,Te,O; ; 
tetratellurous acid, H,Te,Og; and hexatellurous acid, H,'Teg0js. 

F. A. Flickiger 1 heated tellurium with aq. ammonia in a sealed tube and obtained 
what he regarded as ammonium ftellurite. According to J. J. Berzelius, tellurium 
dioxide dissolves very slowly in aq. ammonia, while tellurous acid dissolves very 
quickly. On evaporating the soln. at a gentle heat, it gives off ammonia ; leaving 
tellurous acid contaminated with a 0-41 per cent. of ammonia. V. Lenher and 
KH. Wolesensky said that ammonium tellurite probably exists in soln. and also in 
the solid state when surrounded by a sat. soln. of tellurous acid in ammonia, but on 
attempting to isolate it, it decomposes spontaneously at ordinary temp. forming 
tellurous acid, etc. They dissolved tellurium dioxide in aq. ammonia of sp. gr. 
0:91, by heating the mixture in sealed tubes at 95°-100° for 10 hrs. After cooling 
and filtering, the soln. was allowed to evaporate spontaneously, when small crystals 
were obtained in the form of short needles arranged in radiating groups, or clusters 
of thin, transparent plates. On drying, these became opaque. They dissolved 
readily in ammonia, but were insoluble in water. If ammonium chloride be added 
to a soln. of tellurous acid in ag. ammonia, J. J. Berzelius said that what is 
probably ammonium pyrotellurite, NH,HTe,0,;.12H,O, appears as a flocculent 
precipitate. The same salt is produced by adding ammonium chloride to a soln. 
of tellurous acid, or tellurium dichloride in warm aq. ammonia, and on adding 
alcohol, more of the same salt is precipitated. The pyrotellurite is decomposed by 
heat into ammonia, water, and tellurium dioxide. 

J. J. Berzelius obtained normal lithium tellurite, Li,TeO3, by melting together 
equimolar proportions of tellurium dioxide and lithium carbonate, and slowly 
cooling the product. The aq. soln., when evaporated over conc. sulphuric acid, 
yields a white, earthy mass. Similarly with lithium pyrotellurite, Li,T'e,0;, or 
lithium tetratellurite, Li,Te,O9.nH,O, using the proper proportions of the 
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components. The aq. soln. splits into the normal salt and lithium hydropyro- 
tellurite, LiHTe,0;.nH,O; the latter is also obtained from a soln. of the pyrotellurite 
in hot water. When heated, it intumesces as the water is driven off, and it melts 
as a red-heat is approached, forming a yellow liquid which, on cooling, produces a 
transparent glass, which behaves towards hot water like the pyrotellurite. Hot water 
breaks down the hydropyrotellurite forming a precipitate of tellurous acid, while a 
more acid tellurite passes into soln. ; with cold water the crystals of tellurous acid 
pass into the gelatinous state, but still retain the external form of the crystals. 

J. J. Berzelius prepared normal sodium tellurite, Na,TeOs, as in the case of 
the lithium salt, by fusing equimolar proportions of tellurium dioxide and sodium 
carbonate ; during solidification the tellurite furnishes crystals which, according 
to C. F. Rammelsberg, are rhombic prisms with angles 113° to 114°. J. J. Berzelius 
said that the salt dissolves slowly but completely in cold water, and more quickly 
in hot water, from which it does not separate on cooling. Alcohol precipitates from 
the aq. soln. a cone. liquid which, in a few days, deposits crystals of hydrated salt. 
When the ag. soln. is evaporated, C. F. Rammelsberg found that rhombic prisms of 
the pentahydrate, NagTeO3.5H,O, are formed which lose their water at 120°. 
V. Lenher and E. Wolesensky also prepared this salt. They found that if toa conc. 
soln. of sodium tellurite about twice its vol. of 95 per cent. alcohol be added, the 
two liquids do not mix. There is, however, a redistribution of the water between 
the alcohol and the tellurite. The alcoholic layer increases in vol. by abstracting 
water from the tellurite soln., while the latter becomes more conc. Long standing 
and repeated shaking will not produce any further changes in this system. If, now, 
solid sodium tellurite be added, it will slowly dissolve, increasing the vol. of the 


tellurite soln., and withdrawing water from the alcoholic layer. But if, instead,. 


about five vols. of absolute alcohol be added, the water is almost completely with- 
drawn from the sodium tellurite, and the latter is precipitated. C. Jena regarded 
the salt as a hemienneahydrate, NayTeO3.54H,O. E. Blanc found that the per- 
centage degree of hydrolysis of 0-0075N-soln. of sodium tellurite is 0-773; and 
of 0-0073N- sodium hydrotellurite, 0-0022. J. J. Berzelius prepared sodium pyro- 
tellurite, Na,Te,0;, by the fusion process as in the case of the sodium salt; the 
boiling aq, soln., when slowly cooled, furnishes pearly scales and thin six-sided plates 
of sodium hydropyrotellurite, NaHTe,0;.2H,O, or sodium  tetratellurite, 
Na,Te,09.4H,0, and C. F. Rammelsberg found that the crystals Jose half their 
water when exposed to air. V. Lenher and E. Wolesensky also prepared the pyro- 
and tetratellurites. They found that the pyrotellurite was oxidized by heating 
it for five days in air, and the tetratellurite and tellurium dioxide not at all. Hence 
as the proportion of tellurium dioxide in the tellurite increases, the tendency to 
oxidize in air decreases. According to C. F. Rammelsberg, if the normal tellurite 
be treated with hot water, a white crystalline powder of sodium tritellurite, 
Na,Te,07.5H,0, is formed ; it loses half its water at 120°, and the rest when melted. 
The brown, molten salt forms a transparent yellow glass when cold. By treating 
a soln. of the normal salt with as much nitric acid as is possible without making the 
liquid react acid, a precipitate of sodium hexatellurite, Na,Te,0;3.8H,0, is 
formed ; it is washed with cold water, and dried in air. It loses all its combined 
water on fusion. 

J. J. Berzelius prepared normal potassium tellurite, K,TeOs;, by the fusion 
process as in the case of the lithium and sodium salts. The white product consists 
of crystals with an alkaline reaction and caustic taste. V.Lenher and HE. Wolesensky 
found that it is well to conduct the fusion in an inert atm.—say, carbon dioxide— 
to prevent the oxidation of tellurite to tellurate. The white, crystalline mass is 
deliquescent, and extremely soluble in water. The aq. soln. slowly deposits tellurous 
acid on exposure to air, and more readily when air is bubbled through the soln. 
On heating, however, the precipitate again dissolves, showing that at higher temp. 
tellurous acid will displace carbonic acid. When heated in air between 460°-470°, 
the tellurite is slowly oxidized. Thus 35-09 per cent. was converted to tellurate 
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in 10 hrs., and 99-49 per cent. in 50 hrs. It dissolves slowly in cold water, but more 
rapidly in hot water; and the evaporation of the aq. soln. over sulphuric 
acid furnishes a syrupy mass which afterwards solidifies into a granular, non- 
deliquescent mass. V. Lenher and H. Wolesenky showed that potassium tellurite 
cannot be crystallized from aq. soln., for the aq. soln. when evaporated over sulphuric 
acid and solid potassium hydroxide furnishes a hard, transparent, waxy or resinous- 
looking homogeneous mass of the trihydrate, KeTeO3.3H,0. This compound was 
also prepared by treating tellurium dioxide with a soln. of caustic potash, either cold 
orhot. The combination seems to take place only in the proportion of 2KOH : TeO,, 
so that if more than this proportion of tellurium dioxide be present, some will remain 
undissolved. ‘Tellurium dioxide dissolves in hot soln. of potassium carbonate, 
although not so readily as in potassium hydroxide. The action of alcohol on 
potassium tellurite resembles its action on the sodium salt (q.v.). If molar pro- 
portions of the components be fused together, potassium pyrotellurite, K,Te,0s, 
is formed as a colourless, translucent, crystalline mass ; when heated in air between 
460° and 470°, 26-88 per cent. was converted into tellurite in 10 hrs., and 99-47 per 
cent.in 57 hrs. Ata rather higher temp., the tellurate loses oxygen and is reduced 
to tellurite, so that between 450° and red-heat, there is the reversible reaction 
2K.TeO3;+O0,=2K,TeO,. The aq. soln. is resolved by cold water into the normal 
tellurite which dissolves, and hydropyrotellurite which remains undissolved. Boiling 
water dissolves it completely, but on cooling deposits grains of the hydropyro- 
tellurite ; if the hot water also bolds pyrotellurite in soln., the liquid when evapo- 
rated on the water-bath deposits the pyrotellurite as a hard, crystalline mass. 
If powdered tellurous acid be boiled with a soln. of potassium carbonate, the hot, 
filtered liquid deposits potassium hydropyrotellurite, KHTe,0;.14H,O, or 
potassium tetratellurite, K,Te,09.4H,0, in regular six-sided prisms and plates; the 
mother-liquid yields more of the salt on evaporation and cooling ; and the remaining 
liquid contains the normal salt in soln. The action of cold water and heat are the 
same as in the case of the lithium salt (q.v.)._ V. Lenher and E. Wolesensky found 
that the oxidation of the pyro- and tetra-tellurites in air resembles the cases with 
the corresponding sodium salts. According to D. Klein, if a soln. of a mol of oxalic 
acid, and 2 mols of potassium tellurite be mixed, and the precipitate be washed with 
water, and dried at 100°, potassium hexatellurite, K,Te,0)5.2H,O, is formed as 
a white, amorphous powder, which melts at a dull red-heat giving off water. The 
heated salt may blacken owing to the reducing action of a trace of oxalic acid. It 
is not decomposed by water in which it is sparingly soluble. 

According to J. J. Berzelius, a siskin-green precipitate of copper tellurite is 
formed by double decomposition. It is insoluble in water; turns black and 
gives off water when heated ; readily fuses and solidifies on cooling to form a black 
mass with a conchoidal fraction. It is reduced on charcoal before the blow-pipe 
to form copper telluride. P. H. Browning and G. O. Oberhelman found that by 
evaporating an ammoniacal soln. of tellurous acid containing some copper salt 
over sulphuric acid in the presence of soda-lime, ammonium copper tellurite, 
approximating 5NH3.Cu0.9TeO,.6H,O, is formed; the same salt is obtained by 
mixing slowly with constant stirring an ammoniacal soln. of tellurous acid and 
copper chloride. 

J. J. Berzelius obtained silver tellurite, Ag.TeOs:, by double decomposition— 
say from sodium tellurite and silver nitrate. It appears as a yellowish-white 
precipitate, soluble in ammonia. The ammoniacal soln., on evaporation, yields 
a basic salt. R. D. Hall and V. Lenher said that the pale yellow powder, dried 
at 105°, is stable in light. V. Lenher and E. Wolesensky found that the precipitate 
is pale yellow only when an excess of silver nitrate is used ; if the sodium tellurite 
ig in excess, the precipitate is white. When dried, both precipitates are buff- 
coloured, and have the same composition, but on standing, the one which was 
precipitated in presence of an excess of silver nitrate begins to turn dark in colour, 
and in the course of a week or two changes completely to a dark bluish-grey 
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colour. The other does not change, and has actually been kept for twenty months 
without undergoing any modification. When silver tellurite is heated to 250° it 
becomes deep blue or purple in colour. This change takes place without any change 
in weight. On heating still higher, to 450° or 500°, it again changes to a pale yellow. 
In this last condition it can be cooled down to ordinary temp. unchanged, provided 
it is not disturbed during the cooling. But if during this cooling, and while it is 
still quite hot, it is disturbed by compression with a glass rod, the mass immediately 
changes to the purple variety. Again, when freshly precipitated silver tellurite is 
treated with ammonium hydroxide it dissolves immediately, and when the soln. 
is allowed to evaporate spontaneously brownish-yellow crystals deposit. These 
crystals contain neither ammonia nor water, and can be heated to 500° or higher 
without any change in weight. On cooling, after being thus heated, these crystals 
again yield the ordinary pale yellow silver tellurite. It thus appears that silver 
tellurite can exist in a number of different varieties. The freshly-precipitated-: salt 
is soluble in acetic and tartaric acids, also in nitric and sulphuric acids. Hydro- 
chloric acid decomposes it with the formation of silver chloride and tellurium 
tetrachloride. It is insoluble in water. The precipitated tellurites have little 
tendency to assume the crystalline state ; and no crystallization was observed by 
allowing precipitated silver tellurite to stand in contact with acidulated water. 
G. Rose obtained what is supposed to have been silver pyrotellurite from a soln. 
of silver telluride in nitric acid. The small, acuminated square prisms have an 
adamantine lustre ; and are insoJuble in water. 

J. J. Berzelius obtained calcium tellurite, CaTeO3, by heating a mixture of 


equimolar parts of the component oxides; the mass does not fuse at 960°; by — 


treating alkali tellurite soln. with a calcium salt, white flecks of calcium tellurite 
are formed, which are sparingly soluble in cold water, and easily soluble in hot water. 
The evaporation of the aq. soln. gives a white earthy product of hydrolysis. 


Strontium tellurite, SrTeO;, was obtained, likewise also barium tellurite, BaTeO3. — 


C. F. Rammelsberg also prepared the barium salt. V. Lenher and HE. Wolesensky 
found that the white flocculent precipitate is obtained by mixing soln. of sodium 


tellurite and barium chloride, but it could not be obtained in the crystalline state. — 
All the precipitates, even those obtained in dil. soln., contained chlorine which could — 
not be washed out. The analyses ranged from 8BaTeO3.5BaCl,4H,0 to — 
20BaTeO3.4BaCl,.20H,O. Ifa mixture of the component oxides in the theoretical — 
proportions be heated to redness, J. J. Berzelius found that calcium pyrotellurite, — 
CaTe,05, is obtained in micaceous scales ; and he found that under analogous con- — 
ditions, using the theoretical proportions of the constituents, barium tetratellurite, — 
BaTe,Og, could be prepared. The product appears as a transparent, colourless — 
glass. If an aq. soln. of barium tellurite be treated with dil. nitric acid, a — 


voluminous precipitate of the hydrate, BaTe,O9.H,O, or barium hydropyrotellurite, 
Ba(HTe,0;)2, is formed. It dissolves in an excess of warm nitric acid, and on 
evaporation of the soln., tellurium dioxide is first deposited. 


According to J. J. Berzelius, white voluminous flakes of beryllium tellurite are — 


produced when a soluble tellurite is added to a soln. of a beryllium salt; and 
magnesium tellurite is formed in an analogous way. V.Lenher and E. Wolesensky 
found that the salt is the pentitaenneahydrate, 5MgTeO3.9H,0 ; and that it is only 
sparingly soluble, but even then it is much more soluble than the corresponding 
salt of the alkaline earths. The precipitate becomes granular when allowed to 
stand in contact with the mother-liquor. It does not vary in composition with 
the proportions of the salts used in its formation. When heated at different temp. 


to a constant weight, these results, Fig. 41, show that at about 450°, there are two 


phases, below that temp. the pentitaenneahydrate is stable, and above that temp., 


the decitaenneahydrate, 1OMgTeO3.9H,0. J.J. Berzelius obtained a white, flocculent— 
precipitate of zine tellurite by double decomposition. A. Oppenheim prepared — 


cadmium tellurite as a white, gelatinous precipitate, by adding sodium tellurite to 
a soln. of cadmium nitrate. It dissolves in nitric acid forming a colourless soln., 
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and in hydrochloric acid forming a yellow soln. V. Lenher and E. Wolesensky 
used soln. of cadmium chloride and sodium tellurite. The precipitate approximates 
in composition the normal tellurite, CdTeO,. J. J. Berzelius obtained mercurous 
tellurite as a dark yellow precipitate which 


becomes brown on exposure to air, and forms O15 
mercuric tellurite which is also obtained by S 
double decomposition of a soluble tellurite and go fis 
a mercuric salt. SN 

J. J. Berzelius reported aluminium tellurite & ae 
to be formed as a white, flocculent precipitate y rss 
on adding sodium tellurite to a soln. of an N 
aluminium salt; it is insoluble in an excess of S 0-03 
the aluminium salt soln. He also obtained & 
yttrium tellurite in an analogous manner ; and 


oy Sa ETRE TROT a 
it is insoluble in an excess of the yttrium salt itedeoith. on Seo aie 
soln. White zirconium tellurite was obtained 4, Pf rsiratation Curve ot 
in an analogous manner; and likewise also Hydrated Magnesium Tellurite. 
thorium tellurite. J.J. Berzelius found that a 

basic lead tellurite is precipitated by the action of potassium tellurite on a soln. 
of lead acetate ; and a white, flocculent precipitate of normal lead tellurite was 
also obtained; V. Lenher and E. Wolesensky mixed soln. of lead nitrate and 
sodium tellurite, and found that the precipitate is the tritadihydrate, 3PbTeO3.2H,0. 
It is soluble in acids, and when heated forms the yellow, anhydrous salt; and 
it melts to form, on cooling, a transparent glass. It is reduced to telluride when 
heated with carbon. V. Lenher and E. Wolesensky found that in air at 440°--470° 
it oxidizes more slowly than sodium tellurite. 

According to W. A. A. Prandtl, if a hydrochloric acid soln. of tellurous acid be 
mixed with a soln. of sodium vanadate, or if sodium tellurite and vanadate be mixed 
with hydrochloric acid, an orange-yellow, amorphous precipitate is produced and 
it rapidly dissolves if the liquor is acidic or alkaline; but if neutral a hydrated 
sodium telluritovanadate is formed. The precipitate is decomposed by water, 
and vanadic acid passes into soln. while tellurous acid remains undissolved. The 
composition of the precipitate varies with the conc. of the vanadic acid in the 
mother-liquor. From strongly alkaline, hot, conc. soln. of sodium tellurite and 
vanadate, with the former in excess, white needles of a complex salt separate out 
as the liquid cools. It is completely decomposed into its components when 
recrystallization is attempted. C. Jena treated sodium vanadate, in neutral or 
acidic soln., with tellurium tetrachloride, and obtained a series of complex salts. 
If the vanadate and tellurium tetrachloride in hydrochloric acid soln. be in the 
proportion VO; : TeO.=2:1, and the soln. neutralized with sodium hydroxide, 
the complex sodium tetravanadatopentatellurite, Na,O.2V,0;.5TeO,.2H,0, is 
formed ; if in the proportion 1:1, the complex sodium tetravanadatohexatellurite, 
Na,.0.2V,0;.6TeO,.12H,O, when dried at 100° the dihydrate is formed, and when 
dried over sulphuric acid in vacuo, the trihydrate ; and if the proportion be 1: 5, 
sodium tetravanadatodecatellurite, Na,O0.2V,0;.10TeO,.3H,O, is formed. By 
working in alkaline soln., with 20 germs. of tellurium dioxide and 2 grms. of vana- 
dium pentoxide and the mixture neutralized with sodium hydroxide, sodium 
hexavanadatotellurite, Na,TeO,.6Na,VO,.20H,O, is formed; with 40 germs. of 
tellurium dioxide and 5 germs. of vanadium pentoxide, sodium divanadatopenta- 
tellurite, 5Na,TeQ3.2Na,VO,.52H,O,.is formed; the conc. of the mother- 
liquor yields what is supposed to be a mixture of sodium divanadatotetra- 
tellurite, 4Na.TeO3.2Na,VO,.48H,0, and of sodium divanadatotritellurite, 


3Na,TeOs.2Na3 VO, A4H,O . 


J. J. Berzelius prepared chromium tellurite, as a pale greyish-green precipitate, 
by adding a soluble tellurite to a soln. of a chromic salt; it is soluble in an excess 
of the latter. O.W. Gibbs made some preliminary observations on the tellurito- 

VOL. XI. G 


82 INORGANIC AND THEORETICAL CHEMISTRY 


molybdates analogous to the selenomolybdates; and on the telluritotungstates 
analogous to the selenitotungstates. According to D. Klein, tellurous acid dis- 
solves readily in soln. of sodium, ammonium, or potassium paratungstate, yielding 
in the first case micaceous crystals and a dense mother-liquor. This mother-liquor 
gives no precipitate with hydrochloric acid in the cold, and is only decomposed 
after several successive evaporations to dryness with this acid. The mother-liquor 
contains tellurous acid, which is precipitated only by sulphurous acid or sodium 
hydrosulphite in the cold, after the addition of hydrochloric acid. The action of 
tellurous acid on ammonium or potassium paratungstate yields no crystalline 
products, but only a pulverulent deposit, which contains tungstic and tellurous 
acids, and behaves like a tungstotellurite. J. J. Berzelius obtained by double 
decomposition pale lemon-yellow, insoluble uranyl tellurite. 

J.J. Berzelius, and V. Lenher and E. Wolesensky obtained a white or faintly pink, 
flocculent precipitate of manganese tellurite, by mixing sodium tellurite with a soln. 
of manganese chloride. The salt is very unstable. On standing, the colour gradually 
changes to a deep chocolate-brown. The change takes place more rapidly when the 
mixture is brought into direct contact with air. This change is due to oxidation 
of the manganese to the tervalent state. When the chocolate-coloured substance 
is treated with hydrochloric acid, a dark, greenish-brown soln. of manganic chloride 
is formed. This colour is discharged by diluting the soln. with water, or by boiling ; 
in the latter case chlorine is evolved. If the precipitation is carried out with soln. 
which have been previously thoroughly boiled to expel the air, the precipitate is 
perfectly white, and remains so as long as contact with air is avoided. The freshly- 
precipitated manganese tellurite is more sensitive to oxidation than when it has 
stood some time. J.J. Berzelius obtained by double decomposition ferrous tellurite 
in yellowish-grey flakes; and ferric tellurite in yellow flakes. EH. 8. Dana and 
H. L. Wells found greenish-yellow masses or small mamillary forms of a mineral 
in the El Plombo mine, Tegucigalpa, Honduras; and it was named durdenite— 
after H.S. Durden. The analysis corresponds with the tetrahydrate, Fe.(TeO3)3.4H,0. 
The hardness is 2:0 to 2-5. W. F. Hillebrand also described a yellowish-green 
hydrated ferric tellurite from Tombstone, Arizona, which occurs in thin scales, 
probably monoclinic. The (010)-cleavage is perfect. The mineral was called 
emmonsite—afterS. F. Emmons. Its exact composition is unknown. The ratios 
Fe,0; : TeO.: H,O are 3:16:1:1-77. The hardness is about 5. Cobalt tellurite 
is a dark purple precipitate; V. Lenher and E. Wolesensky found that the 
precipitate is monohydrated, CoTeO3.H,O, and melts between 300° and 400° without 
changing colour, but with the loss of its water of crystallization. J. J. Berzelius 
obtained by double decomposition nickel tellurite in pale greenish-white flakes. 
V. Lenher and E. Wolesensky found that the precipitate is monohydrated, 
NiTeO,.H,O, and when heated, loses water and turns light brown. 
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§ 10. Tellurium Trioxide and the Telluric Acids 


J. J. Berzelius1 said that when telluric acid is heated above 360°, but not to 
a red-heat, tellurium trioxide, TeO;, remains. Ifthe temp. be too high, the trioxide 
decomposes into the dioxide, when the product instead of being orange-yellow is 
white. If tellurium dioxide has been formed, it can be dissolved out by means of 
hydrochloric acid. L. Staudenmaier said that the last traces of water are given off 
very slowly. ‘Tellurium trioxide obtained in this way is orange-yellow, and the 
granules retain the form of the crystals of orthotelluric acid from which it was 
derived. F. W. Clarke said that the sp. gr. is 5-07 at 145° ; 5-08 at 10-5° ; and 5-11 
at 11°. It decomposes when heated to dull redness, the m.p. of tellurium dioxide, 
giving off oxygen and forming the dioxide. The trioxide is insoluble in cold and hot 
water ; cold hydrochloric acid, hot nitric acid, and moderately conc. potash-lye 
are without action; hot, conc. hydrochloric acid decomposes it with the evolution of 
chlorine ; and very conc., hot potash-lye dissolves it with the formation of tellurates. 

The tellurium in the trioxide is probably sexivalent like sulphur in sulphur 
trioxide. The hydrate, TeO,.3H,O, sometimes regarded as dihydrated telluric acid, 
H,TeO,4.2H,O, behaves as if it were orthotelluric acid, H,TeO,; while the hydrate, 
TeO,.H,O, generally called telluric acid, H,TeO,, is metatelluric acid. This acid 
appears as the dehydrate—i.e. orthotelluric acid—and the hexahydrate, H,TeO,.6H,0. 
F. C. Mathers and F. V. Graham obtained telluric acid by the action of sulphuric 
acid on lead tellurate; and F. C. Mathers and G. M. Bradbury, by the action of 
conc. nitric acid on calcium tellurate. This latter may be the tetrahydrate of 
orthotellurie acid, H,TeO,.4H,O. F. Mylius obtained the following results for the 
percentage solubility, S: 


0° 5° 10° 15° 10° 30° 60° 100° 100° 
OS . 18°92 17°84 26°21 32°79 = 25-29 -33°36 43-67 60:84 °° c, 67 
Seo A) | 
Solid phase H,Te0,.6H,O H,Te0,.2H,O0 


The solubility expressed in mols. of HyTeO, per 100 mols. of water is illustrated by 
Fig. 39. There is a transition temp. at 10°; and the eutectic temp. is at —1-5°, 
although the hexahydrate is readily undercooled to —8°. L. Staudenmaier, and 
F. Mylius found that the crystals of the hexahydrate resemble those of potassium 
dihydrophosphate, and belong to the tetragonal system. They effloresce when 
dried between filter-paper, and pass into the orthotelluric acid by the heat of the 
hand. H. Remy discussed the structure of ortho- 

telluric acid, HgTeOg. 110° 


The equilibrium conditions of orthotelluric acid, KER oH 
- HeTeOg, or H,TeO,.2H,O, are indicated in Fig. 42; 0° baile YZ HHH 
and the acid is obtained by the spontaneous crystal- sg da ase 
lization of aq. soln. The aq. soln. was prepared by 7 pints Aa one tes be 
J. J. Berzelius, H. L. Wells, and B. Brauner by dis- © | Pia ZED foils Fabin 
solving tellurium in aqua regia. A.Mailfert obtained “TA TT] Ty] T 74 
the acid by oxidizing tellurium with ozone in the “# aTgee f+ bell eaf | 
presence of moisture; A. Gutbier and F. Resen- %% Weed eee 
—scheck, by oxidizing tellurium in alkaline soln. by fe Wi a 


Shue 
hydrogen dioxide. A. Gutbier and W. Wagenknecht Ade foorb jes biel! lslialea 
said that potassium tellurate is produced when a _ i pe ed Fe a OB 
15 per cent. soln. of hydrogen dioxide acts on a OL4FAEC WK HW BW 
mixture of potassium ies and tellurium dioxide eases SALES EU 
at 60°-70°. When the soln. is acidified by sulphuric ye, 42.—The Solubility of 
acid, telluric acid is precipitated and may be obtained Telluric Acid in Water. 
free from potassium salts. Sodium hydroxide soln. tH 
may be substituted for potassium hydroxide. FF. Becker oxidized tellurium 
dioxide with lead dioxide in nitric acid soln. The lead is afterwards removed 
by sulphuric acid, but, added L. Staudenmaier, it is difficult to free the telluric 
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acid from lead and sulphuric acid. J. J. Berzelius oxidized tellurium dioxide 
to the trioxide by fusion with alkali nitrates; A. Oppenheim, by fusion with 
potassium chlorate; J. J. Berzelius, and P. KE. Browning and H. D. Minnig, by the 
action of chlorine; L. Staudenmaier, by the action of bromine on silver tellurite : 
Ag,TeO,-+Br.+H,O0O=H,TeO,+2Agbr; B. Brauner, by the action of iodine in 
alkaline soln.; B. Brauner, by the action of chromic acid in hydrochloric or 
sulphuric acid soln. ; L. Staudenmaier, by the action of chromic acid in nitric acid 
soln. 

The soln. of the element in aqua regia is freed from nitric acid by evaporation with an 
excess of hydrochloric acid. The soln. is diluted, filtered, and the tellurium precipitated 
by sodium bisulphite, and well washed with hot water. The moist tellurium is oxidized 
with nitric acid, and the resulting basic nitrate purified by recrystallization ‘The basic 
nitrate is covered with several times its bulk of dil. nitric acid, and chromic anhydride 
slightly in excess of that required by the equation: 3TeO,+2CrO;+3H,0=3H,TeO, 
+Cr,0,is added. The liquid is boiled and then evaporated until a crust forms on the sur- 
face. The crystals are removed from the cold soln. and the latter again evaporated. The 
operation is continued as long as telluric acid separates from the mother liquid. The acid 
is dissolved in hot water—if a white residue remains undissolved chromic anhydride 
insufficient to oxidize the tellurium dioxide is used. The acid must now be recrystallized 
a number of times in order to remove the chromium nitrate. The yield is about 80 per 
cent. 

A. Gutbier and F. Flury found that when telluric acid is prepared by oxidizing 
a nitric acid soln. of tellurium dioxide with chromic acid, dark purple crystals of 
hydrated chromic nitrate, Cr(NO3)3.9H,O, separate if too much chromic acid is 
used and they contain a very small quantity of telluric acid or tellurium nitrate. 
To obtain pure telluric acid, it is necessary to avoid excess of chromic acid; the 
telluric acid so obtained is quite colourless. Telluric acid should not be separated 
from a soln. containing sulphuric acid, for the solid substance retains this acid with 
great tenacity. J. Meyer and H. Moldenhauer obtained orthotelluric acid as a 
crystalline; snow-white powder, readily soluble in water, by oxidizing tellurium 
tetrachloride with chloric acid in the following manner : 

Tellurium (10 grms.) is boiled with 10 c.c. of nitric acid and 3 c.c. of hydrochloric acid 
until completely dissolved. To the hot soln. is added gradually a conc. soln. of 9 grms. 
of chloric acid and the soln. is boiled until no more chlorine is evolved. A slight excess of 
chloric acid is added to avoid formation of any explosive chlorine oxide. The soln. is 
filtered through asbestos and concentrated by distillation in a vacuum on the water-bath, 
thereby removing chlorine. The telluric acid can be crystallized out by the addition of 
cone. nitric acid, collected, and finally freed from chlorine and nitrogen oxides by drying 
in vacuo. 


J. Meyer and W. Franke modified this process. B. Brauner obtained telluric acid by 
the action of potassium permanganate in acidic or alkaline soln.; and K. B. Heberlein, 
by the anodic oxidation of a soln. of tellurium dioxide in nitric acid. P. EK. Browning 
and H. D. Minnig tested if all the tellurous acid has been oxidized to telluric acid 
by making the soln. alkaline, and acidifying with acetic acid. If the soln. remains 
clear the oxidation to telluric acid is complete. S. Ghosh and N. R. Dhar, and 
W. von Behren and J. Traube studied the colloidal soln. of telluric acid. 

The colourless erystals of orthotelluric acid were analyzed by L. Staudenmaier, 
and A. Gutbier. They occur in two forms—cubic and monoclinic. If a hot aq. 
soln. of orthotelluric acid be mixed with nitric acid a mixture of both forms of 
crystals is obtained. J. J. Berzelius described the crystals formed by the 
spontaneous evaporation of the aq. soln. as colourless, flattened, six-sided prisms 
with very obtuse summits, and often striated longitudinally ; and if they separate 
from a soln. containing sulphuric acid, or from a warm, conc. soln., they are said to 
be short eight-sided prisms. _W. Muthmann, and O. Brunck, and A. Gutbier thought 
these crystals were trigonal. The crystals were also studied by A. Oppenheim, 
L. Finckh, and A. Handl. 3B. Gossner obtained the monoclinic crystals by the slow 
evaporation of the aq. soln., or by cooling a warm, dil. nitric acid soln., and found 
the axial ratios to be a: 6: c=0-6104: 1: 0-5206, and B=104° 30’. Twinning, 
and trilling occur about the (110)-plane ; and fourlings were also observed. The 


TELLURIUM | 85 


(010)-cleavage is clear. The optical character is positive; and the optic axial 
angle 2V=—47° 30’. The cubic crystals were observed by J. W. Retgers, and 
L. Staudenmaier. B. Gossner obtained the cubic forms in small singly refracting 
octahedra from a soln. of telluric acid in hot nitric acid of sp. gr. 1:32. They are 
accompanied by some monoclinic crystals—but the proportion of these decreases 
with the increasing conc. until finally only the cubic form appears. L. M. Kirk- 


_ patrick and L. Pauling found that the X-radiogram of the octahedral crystals 


corresponds with a face-centred, cubic lattice, with edge 15-48 A. A transforma- 
tion of monoclinic to cubic crystals was not observed at temp. up to 130°; but 
the reverse transformation has been reported. P. Niggli discussed the electronic 
structure of the tellurates. 

F. W. Clark gave for the specific gravity of ordinary orthotelluric acid, 3-00 at 
25:5°; 2-965 at 26-5°. B. Gossner gave for the monoclinic crystals 3-071, and for 
the cubic crystals 3-053. Observations on the f.p. and b.p. of aq. soln. of telluric 
acid agree with measurements of the electrical conductivity. Irregularities 
in the b.p. measurements indicate the formation of some colloidal telluric acid. 
The abnormally large values for the temp. coeff. of the conductivity show that the 
complexity of the solute changes with rise of temp., so that the more complex 
modification which forms at the higher temp. is more strongly ionized. Allotelluric 
acid represents such a modification with a high conductivity. The fall in the 
conductivity of soln. of telluric acid at 25° continues until the value is characteristic 
of the crystallized acid. The depolymerization is also shown by the turbidity 
indicating the formation of a colloidal, insoluble modification. Allotelluric acid is 
therefore supposed to be not homogeneous, but rather a mixture of polymerized 
forms differing in complexity. J. O. Perrine observed no ultra-violet fluorescence 
when telluric acid crystals are exposed to X-raysfor5 hrs. §S. Ghosh and N. R. Dhar 
studied the viscosity of colloidal soln. of telluric acid. 

According to J. J. Berzelius, the action of heat on orthotelluric acid is such that 
it loses no water at 100°; and, according to L. Staudenmaier, none at 90°; but 
P. K6thner said that the acid loses some water when it is dried on the water-bath 
at 100°. J.J. Berzelius said that 2 mols. of water are lost at 160°, and L. Stauden- 
maier, 2 mols. at 140°. A. Gutbier found that when the acid is heated for half an 


hour at 110°-115°, it loses 8-00 per cent. of water—one mol is eq. to 7-84 per cent. ; 


one 


and in 2 hrs. at this temp. 9-14 per cent. of water is lost; when heated at 145°, 
until its weight is constant, the acid loses 13-20 per cent.; 17-01 per cent. at 170° ; 
and when heated over the bunsen flame, 30-50 per cent. is lost. This corresponds 
with the transformation of orthotelluric acid to tellurium dioxide. A. Gutbier 
found that the lowering of the freezing point of water by the soln. of 0-3242.grm. of 
telluric acid in 20-1388 germs. of solvent is 0:140°, so that the mol.. wt. of the acid 
is 218-5. The theoretical value for HgTeOg, is 229, and for H,TeO,, 193-6. From 
(i) the lowering of the f.p. of aq. soln. ; (11) the behaviour of the acid when heated ; 
(i1) the ready passage of the hydrate H,TeO,.6H,O or HyTeO..3H,0 into HgTeQg ; 
and (iv) the fact that unlike acids of the type HgTeO,, telluric acid it is not esterifi- 


able, A. Gutbier inferred that both mols. of water in the hydrate H,TeOQ4.2H,O 


are constitutional so that the formula is HgTeO,, or Te(OH)g. The powdered acid 
was found by L. Staudenmaier, and P. Kéthner to lose no water over phosphorus. 
pentoxide in vacuo. W. G. Mixter gave for the heat of formation (‘T'e,30)—83°6 
Cals. According to R. Metzner, the heat of solution of the ortho-acid is —3-35 
Cals.; but the heats of soln. of the meta-acid, and of the anhydride could not be 
determined. A. Gutbier found the heat of neutralization per mol is 13-38 Cals. 
F. Urban and V. W. Meloche used the refractometer for measuring the concentration 
of soln. of telluric acid. H. Nisi studied the Raman effect with the tellurates. 

A. Rosenheim and G. Jander found the mol. electrical conductivity, w, of aq. 
soln. containing a mol of H,TeO, in v litres of water at 25° to be: 

ge 4 8 16 32 64 128 256 513 1024 

pp . 00-1902 00-1984 0-2029 0-2119 00-2245 0-2611 0°3131 0-4460 0-6913 
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Measurements of the H-ion concentration of the normal acid gave [H’]=4 x10 ® 
gram-ion per litre at 25°. Assuming that the acid ionizes in accord with HgTeQg 
=H'+H,TeO,’, this gives K=1-6<10-4 for the ionization constant. Hence, 
orthotelluric acid is a very weak acid approximating boric and hydrocyanic acids. 
This is in agreement with the low values for the mol. conductivity. A. Miolati 
and KE. Mascetti also followed the conductivity of the acid while being treated with 


progressive additions of sodium hydroxide. Measurements were also made by © 


A. Gutbier. E. Blanc obtained for the ionization constants A,—6 1077, and 
K,=4x10-11. As J. J. Berzelius showed, telluric acid is a feeble acid for it reddens 
blue litmus very feebly ; and A. Gutbier said that its acidity is about the same order 
as that of hydrogen sulphide or cyanide. K. B. Heberlein, and A. Gutbier said 
that telluric acid is so weak an acid that it cannot be titrated in the ordinary way, but 
with phenolphthalein in the presence of glycerol, K. B. Heberlein said that it can 
be titrated with sodium or potassium hydroxide soln. D. D. Karve said that ordinary 
telluric acid is inactive towards ethyl diazoacetate, and the indicator dimethy]l- 
aminoazobenzene, and hence possesses the formula of a true acid, Te(OH),; allo- 
telluric acid is also a true acid; but the so-called metatelluric acid behaves like a 
pseudo-acid so that its constitution is O=Te(OH),=O. F. Jirsa studied the effect 
of telluric acid on the potential of the silver anode. A. Oppenheim said that the 
ortho-acid is diamagnetic. 

Ortho-telluric acid, said J. J. Berzelius, has a metallic not an acid taste. 
A. Oppenheim found that the tellurates are reduced to tellurides when heated with 
hydrogen. Orthotelluric acid is soluble in hot and cold water; and F. Mylius’ 
observations on the solubility are indicated above, Fig. 42. If the aq. soln. be 
evaporated on a water-bath to a syrupy consistency, the soln. crystallizes on cooling ; 
but if it be evaporated to dryness, an opaque, non-crystalline or glassy mass is 
produced which J. J. Berzelius found to dissolve in water very slowly. A. Gutbier 
made a similar observation ; and F. Mylius found that the slow-dissolving telluric 
acid is produced when orthotelluric acid is treated with conc. sulphuric acid at 60° 
to 90°. F. Mylius observed that the soln. have a great tendency to supersaturation 
during cooling. A. Gutbier and F. Flury observed that when aq. soln. of telluric 
acid are evaporated, a turbidity may be produced, but the suspension is so fine that 
it easily passes through a filter. The telluric acid may, however, separate as a 
gelatinous, voluminous mass. This substance has been dried in a desiccator and 
by heating at various temp., but no proof could be found of the existence of the 
telluric acid H,TeO,. The results obtained indicate that, besides telluric acid, 
H,TeOg, and its known, easily-soluble hydrate, there exist other difficultly-soluble 
hydrates, which all, however, lose water easily when heated, and give tellurium 
dioxide as the final residue. P. K6thner said that telluric acid volatilizes with 
steam when boiled with water; but A. Gutbier denied this. The sat. aq. soln. 
was found by L. Staudenmaier to give a precipitate of the ortho-acid when treated 
with nitric acid; and J. J. Berzelius obtained a similar result by the addition of 
alcohol. J.J. Berzelius found that telluric acid dissolved in cold, conc. hydrochloric 
acid can be evaporated at ordinary temp. without changing the telluric acid, but at 
40°—45°, chlorine is evolved and the telluric acid is reduced to tellurium dioxide. 
F. A. Gooch and J. Howland found that telluric acid, in dil. sulphuric acid soln., 
is reduced to tellurium dioxide and tellurium by hydriodic acid, and to tellurium 
by hydrobromic acid in boiling soln. KE. B. Benger found that with sulphur, in a 
sealed tube at 110°, a 30 per cent. aq. soln. of telluric acid is incompletely reduced ; 
with selenium, under similar conditions, tellurous and selenious acids are formed ; 


and with tellurium, tellurous acid is produced. The reducing action of hydrogen 


sulphide has been previously discussed ; the reaction was studied by A. Oppenheim, 
F. Becker, B. Brauner, L. Staudenmaier, A. Gutbier and co-workers, and 
K. B. Benger—vide infra, tellurium sulphides. B. Brauner found that sulphur 
dioxide in a sealed tube with an aq. soln. of telluric acid reduces it only partially 
to tellurium. LE. B. Benger obtained confirmatory results. O. Brunck found that 
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telluric acid or tellurates are reduced to tellurium by sodium hyposulphite. 
A. Gutbier and F. Flury found that a mixture of telluric acid or its salts with 
ammonium chloride behaves, when heated, like the mixture with ammonium chloride 
and tellurium dioxide (q.v.). P. Jannasch and M. Miiller found that hydrazine 
sulphate precipitates tellurium in hydrochloric acid soln., but not so with nitric 
acid soln. The precipitation is quantitative when ammoniacal soln. are treated 
with hydrazine or hydroxylamine. A. Gutbier found that hydrazine hydrate, or 
phenylhydrazine assisted by heat reduces telluric acid quantitatively to tellurium ; 
likewise also hypophosphorous acid. R. F. Weinland and H. Prause also found 
that the tellurates form complex salts with phosphates and arsenates—vide infra. 
J. J. Berzelius said that tellurates are reduced with feeble detonation when heated 
with carbon, and tellurides are formed. J.J. Berzelius found that when a tellurate 
is heated to redness with potassium, potassium telluride is formed, but not so with 
silver and zinc tellurates. Although telluric acid is so feeble an acid, E. B. Hutchins 
found that a hot conc. soln. will attack arsenic, antimony and bismuth, as well as 
many other metals—e.g. silver, zinc, cadmium, mercury, aluminium, tin, lead, and 
nickel. F. W. Clarke said that thallium is not attacked by a boiling soln. of telluric 
acid. F. Hundeshagen found that soluble gold chloride is produced by the action 
of gold on a hydrochloric acid soln. of telluric acid. 

According to J. J. Berzelius, metatelluric acid, H.TeO,, is formed by heating 
the higher hydrate to 160° when the crystals are converted without change of form 
into an opaque mass which is yellow when hot, and white when cold. L. Stauden- 
maier found that the dehydration begins at 140°, and is at first rapid, then so slow 
that a week is not sufficient for the dehydration. At a higher temp., some telluric 
acid is decomposed. A. Gutbier could not prepare metatelluric acid ; he assumed 
that it does not exist ; the colourless telluric acid of J. J. Berzelius, and the yellow 
telluric acid of B. Brauner are said to be mixtures of tellurium trioxide and ortho- 
telluric acid. K. B. Heberlein stated that if ordinary crystalline telluric acid be 
heated in a current of water vapour to 200°-210°, the product is 99 per cent. H,TeO,. 
According to F. W. Clarke, the sp. gr. of the white, flocculent metatelluric acid 
is 3-42 at 18-8°, 3-46 at 19-1°, and 3:44 at 19-2°. J.J. Berzelius, and L. Stauden- 

“maier said that if the meta-acid be heated below redness, it gives off water forming 
tellurium trioxide; and at a red-heat, it is resolved into water, oxygen, and 
tellurium dioxide. L.Staudenmaier said that when heated in a current of hydrogen, 
it is reduced to tellurium, slowly at 300°, rapidly at a red-heat. J. J. Berzelius 
found that the meta-acid is very slowly but completely soluble in cold water, and 
is quickly dissolved by hot water. 


TABLE I.—REACTIONS OF ALLOTELLURIC AND ORTHOTELLURIC ACIDS. 


Reagents, etc. Orthotelluric acid. Allotelluric acid. 
Taste ; F ; , Sweet, metallic Acidic 
Alcohol . : ‘ ‘ White pp. H,TeO, No pp. 
Congo red . , : é Red Blue 
N-NaOH . é : : No pp. White pp. soluble in excess 
- Sod. carb. . : A ; No pp. White pp. not soluble in 
excess. 
Sod. silicate : : ‘ No pp. White pp. 
N-KOH . : sy 3 Soluble pp. Sparingly soluble pp. 
Pot. carb. . i : Soluble pp. Sparingly soluble pp. 
Aq. ammonia . : Soluble pp. Sparingly soluble pp. 
Guanidine carbonate . 5 No pp. White pp. 
Albumin . : : ; No pp. White pp. 
Sodium thiosulphate . A No pp. at first. Separation of sulphur; brown 
pp. 


F. Mylius found that when orthotelluric acid, HgTeO.,, is heated to 140° it is 
converted into what he called allotelluric acid ; and this is thought to be trimeta- 
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teliuric acid, (H,TeO,)3. It fuses at ordinary temp. giving a sticky, colourless mass 
which is miscible with water in all proportions. In the course of some months’ 
contact with water, it furnishes crystals of orthotelluric acid. A comparison of the 
behaviour of allotelluric and orthotelluric acids towards some reagents is indicated. 
in Table I. The albumin reaction with allotelluric acid is sensitive to one part 
of the acid in 5,000 parts of water. Cryoscopic determinations of aq. soln. show that 
the mol. wt. corresponds with (H,TeO,),.9. The action of water is slowly to 
resolve the complex into simpler mols. as in the analogous case of the polymeta- 
phosphoric acids. The conductivity of allotelluric acid is five times as great as 
that of orthotelluric acid and allotelluric acid is, therefore, much the stronger acid. 
The electrical conductivity of a soln. of 0-089 grm. (H,TeO,), per c.c. of water, 
initially K=0-0040, falls rapidly to 0-000071 in the course of a few days. D. Karve 
said that the absorption spectra agree with the assumption that ordinary telluric 
acid is Te(OH),; that metatelluric is a pseudo-acid of the constitution (HO),TeO,; 
and allotelluric acid is a true acid, H,TeQ,. 


According to R. Metzner, if a soln. of tellurium dioxide in orthotelluric acid be slowly 
evaporated large prisms of orthotelluric acid, and small opaque, white spheres composed of 
small acicular crystals, of the composition tellwrosic oxide, 2TeO,.TeOs, or telluriwm trita- 
heptoxide, Te,0,, or telluryl tellurite, TeO(TeOs)., are formed. V.Lenher and E. Wolesensky 
also observed that in the oxidation of potassium pyrotellurite, the potassium tellurosate, 
K,0.TeO3.TeOs, is formed as an intermediate compound. 
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§ 11. The Tellurates 


What are called the normal tellurates appear as salts of metatelluric acid, 1, HpTeO,, 
whilst salts of the orthotelluric acid, HgTeOg, appear as orthotellurates—e.g. CusTeOg, 
AggleOg, ZngTeO.g, and He5TeOg. There are also salts of the hypothetical 
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pyrotellurie acid, H,Te,0,; and of the hypothetical tetratelluric acid, H.Te,04s. 
The normal tellurates, K,Te0,.2H,0, Ag,TeO,.2H,O, etc., may really be ortho- 
tellurates, K,H,TeOg and AgoH,TeOg, respectively. 

J. J. Berzelius1 prepared normal ammonium tellurate, (NH,),.TeO,, by the 
action of solid aq. ammonia on powdered telluric acid; the white glutinous magma 
dissolves on boiling the mixture, and on cooling the clear soln. becomes turbid, but 
clarifies as white flakes and granules of this salt are deposited. That which remains 
in soln. may be precipitated by adding ammonium chloride, and afterwards alcohol. 
The precipitate is washed with alcohol, which exerts a slight solvent (peptizing) 
action as the ammonium chloride is washed away. The salt is also obtained by 
cooling a boiling ammoniacal soln. of normal potassium tellurate in ammonium 
chloride. F. W. Clarke gave 3-024 for the sp. gr. of the salt at 24-5°, and 3-012, at 
25°. J.J. Berzelius said that the white powder dissolves completely in water— 
slowly if cold, rapidly if boiling. According to A. Gutbier, a boiling aq. soln. of 
ammonium tellurate—obtained by the action of aq. ammonia on orthotelluric acid 
—gives a white precipitate with sodium chloride but not with potassium chloride. 
J. J. Berzelius obtained ammonium hydrotellurate, (NH,)HTeO,, by adding 
ammonium chloride to a sat. soln. of the corresponding sodium salt. No precipitate 
is obtained if the potassium salt is employed. The precipitate adheres to the 
glass as a glutinous mass which dissolves with difficulty in water ; and when boiled 
with water in open vessels, ammonia is evolved. If heated with water in a closed 
vessel, it partly melts to a white mass which solidifies on cooling, and part dissolves 
in the water but separates out on cooling. J. J. Berzelius also reported ammonium 
hydropyrotellurate, (NH,)HTe,0,, to be formed by adding ammonium chloride 
to the corresponding sodium salt. The addition of alcohol facilitates the precipita- 
tion of the salt which is then washed with alcohol. If a soln. of the hydrotellurate 


is left to evaporate spontaneously, or by the aid of a gentle heat, the hydropyro- 


ro Oh 
i 


tellurate remains as a gummy film. The salt fuses with intumescence when heated, 
and water is given off. The salt is slightly soluble in water. The colloidal nature 
of the ammonium tellurates was discussed by A. Rosenheim and G. Jander—vide 
fra, lithium tellurates. C. Ewald made a number of complex organic tellurates. 

J. J. Berzelius prepared normal lithium tellurate, Li,TeO,.nH,0, as a gum-like 
mass on evaporating the aq. soln. of telluric acid mixed with the required proportion 
of lithium hydroxide. F. Mylius obtained what was probably lithium orthotellurate, 
Li,H,TeO,.7H,0 by sat. a conc. soln. of orthotelluric acid with lithium hydroxide. 
The sparingly-soluble salt is hydrolyzed by water. J. J. Berzelius prepared lithium 
hydrotellurate, LiHTeO,.nH,O, as a gummy mass by evaporating a mixture of 
telluric acid and lithium hydroxide. A soln. of 4 mols of orthotelluric acid, and 
a mol of lithium carbonate in water, when spontaneously evaporated yields lithium 
hydropyrotellurate, LiHTe,0,.nH,0, which, when heated to 100° forms insoluble 
lithium tetratellurate, Li,Te,0,;. A. Rosenheim and G. Jander showed that the 
lithium salts behave in many ways like the free acid—(i) they have no definite 
solubility in water; (ii) the quantity of water which the crystals contain varies 
according to the conc. of the liquid from which they are deposited ; and (iii) they 
undergo dehydration without any appreciable change in their appearance. In 
these and other respects the salts resemble colloids—(i) they not only adsorb water, 
but (ii) the lithium salts and basic salts behave like adsorption compounds of telluric 
acid and lithium hydroxide. 

J.J. Berzelius fused tellurium dioxide with sodium nitrate and obtained a sodium 
tellurate—vide potassium tellurate. According to F. Mylius, what appears to be 
sodium dihydrorthotellurate, Na,H,TeO,.7H,O, was obtained in slender, felted 
needles by supersaturating a conc. soln. of telluric acid with sodium hydroxide. It 
is hydrolyzed by water to sodium tellurate, Na,Te0,.2H,O, which may be sodium 
tetrahydrorthotellurate, Na,H,TeO,. This salt was prepared by J. J. Berzelius. 
He found that the dihydrate separates from a soln. of telluric acid in hot soda-lye 
partly on cooling and partly on the addition of alcohol. It is also obtained by 
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evaporating to dryness, below 100°, a soln. of equimolar parts of telluric acid and 
sodium carbonate, so as to get rid of all the carbon dioxide, hence, sodium hydroxide 
is now used instead of the carbonate. The salt was also prepared and analyzed by 
A.Gutbier. The crystals of the salt do not part with all water until they are nearly 
at a red-heat. The salt is sparingly soluble in cold and hot water, and it does not 
separate on cooling the hot soln.; but if sodium hydroxide be added to the soln., 
the tellurate separates in grains. The evaporation of the aq. soln. on a water-bath 
leaves a soluble, soft, gummy mass which when dried is but sparingly soluble. 
F. Mylius said that the salt furnishes doubly refracting six-sided plates; and that 
at 18°, 100 parts of water dissolve about 0-77 part of salt, and at 100°, about 2-0. 
parts. R. Funk made some observations on the solubility of the salt. W.G. Mixter 
gave for the heat of formation (Na,0,TeOs)=124:3 Cals. A. Miolati and 
HK. Mascetti found that the mol. electrical conductivity, 4, of a mol of Na,TeO, 

is v litres, at 25°, is ; 

v : gg 64679 128 3: 256 512 1024. 
B . «' 90°65 94-83 98-33 100-5 103-9 107-6 

F. Mylius said that the aq. soln. has an alkaline reaction, and is decomposed by 
carbon dioxide. KE. Blanc calculated the percentage hydrolysis of a 0-0093N-soln. 
to be 13:97. J. J. Berzelius added that the salt dehydrated below a red-heat 
remains white when hot, and dissolves in hot, dil. nitric acid, but in cold or hot water 
is peptized to a turbid liquid. According to F. Mylius, the tetrahydrate, 
Na,TeO,.4H,0, is formed in prismatic crystals from a 30 per cent. soln. of telluric 
acid sat. with sodium hydroxide. It is more soluble than the dihydrate—100 parts 
of water dissolve about 1-43 parts of salt at 18°, and at 50°, about 2°5 parts. The 
salt in contact with water passes into the dihydrate in a few weeks at ordinary 
temp., and in a few hrs. at 60°. The tetrahydrate recalls the corresponding 
hydrate of sodium chromate ; the decahydrate could not be prepared by F. Mylius, or 
R. Funk. A. Rosenheim and G. Jander made similar observations with respect to 
the colloidal nature of the sodium tellurates as of the lithium tellurates—vide supra. 

According to J. J. Berzelius, sodium hydrotellurate, NaHTeO,.14H,0, is 
obtained by dissolving telluric acid in a boiling soln. of sodium carbonate and 
adding acetic acid after cooling. The salt first precipitated is redissolved, and when 
the soln. is evaporated to dryness leaves a mixture of acetate and hydrotellurate— 
the acetate can be extracted with alcohol. The hydrotellurate is slowly but com- 
pletely soluble in water, and when the soln. is spontaneously evaporated, it forms 
a gummy mass, which becomes milk-white when heated, and the product dissolves 
very slowly in water. When dehydrated by heat the hydrotellurate furnishes a 
mixture of soluble pyrotellurate and very sparingly soluble tellurate. The hydro- 
tellurate is also produced from a soln. of 2 mols of telluric acid, and a mol of sodium 
carbonate. EH. Blanc found that 0-117 per cent. of the salt is hydrolyzed in 
a 0:0093N-soln. <A soln. of four mols of orthotelluric acid, and a mol of sodium 
carbonate furnishes a gummy mass of sodium hydropyrotellurate, NaHTe,O7, 
when spontaneously evaporated. When heated, it furnishes insoluble sodium 
tetratellurate, Na,Te,O;3. 

C. F. Rammelsberg, J. W. Retgers, L. Staudenmaier, and A. Gutbier could not 
prepare the crystallized, anhydrous potassium tellurate, K,TeO,, of A. Handl and 
V. von Lang, isomorphous with potassium sulphate ; potassium tellurate shows no 
inclination to form isomorphous mixtures with potassium sulphate or selenate. 
J. J., Berzelius obtained the pentahydrate, K.Te0,.5H,O, from a soln. of telluric 
acid and potassium hydroxide. The soft, glutinous mass dissolves on the applica- 
tion of a moderate heat, and on cooling the soln. to 0°, the pentahydrate crystallizes 
out completely provided the alkali-lye is not too dil. The crystals are washed with 
alcohol. If the alkali-lye is too dilute, the salt does not separate until alcohol is 
added. If the alcohol is added in small portions at a time, the salt separates in 
oily drops which afterwards crystallize ; if a large quantity of alcohol is added at 
once, crystals of the salt separate out immediately. The salt was also obtained 
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by J. J. Berzelius by evaporating to dryness a soln. of equimolar parts of telluric 
acid and potassium carbonate; but E. B. Hutchins added that the process gives 
a poor result because the telluric acid does not drive out the carbon dioxide from 
an eq. amount of potassium carbonate. The salt was obtained by the double 
decomposition of silver tellurate and potassium bromide dissolved in a little warm 
water, and slowly evaporating the liquid in air free from carbon dioxide. The 
analyses of A. Gutbier, L. Staudenmaier, J. J. Berzelius, and E. B. Hutchins agree 
with the formula K,Te0O,.5H,O ; and this salt was found to be produced at ordinary 
temp. from neutral or slightly alkaline soln. According to J. W. Retgers, with conc. 
soln. of potassium hydroxide, doubly refracting crystals of the dihydrate, 
K,TeO,.2H,0, are produced ; and A. Gutbier, and E. B. Hutchins obtained crystals 
of the dihydrate from a soln. of orthotelluric acid in a boiling, conc. soln. of 
potassium hydroxide. According to J. J. Berzelius, the pentahydrate furnishes 
prismatic crystals which, according to L. Staudenmaier, belong to the monoclinic 
system. J.J. Berzelius found that the pentahydrate when heated gives off water — 
and sinters to a white mass ; and A. Gutbier added that at 200°, water and oxygen 
are given off, and tellurite is formed. According to J. J. Berzelius, when the 
crystals of the pentahydrate are exposed to air, they become moist without 
deliquescence forming a mixture of hydrotellurate and carbonate. The salt is 
soluble in water but not in alcohol. A small proportion of one of the stronger 
acids added to the aq. soln. precipitates the hydrotellurate ; a larger proportion of 
acid precipitates the pyrotellurate ; while a still larger proportion of acid removes 
all the alkali forming a clear soln. If the acid be acetic acid, the evaporation of the 
clear soln. furnishes a mixture of potassium acetate and tellurate. A. Rosenheim 
and G. Jander made similar observations with respect to the colloidal nature of the 
potassium tellurates as were made in the case of the lithium tellurates—vide supra. 
C. Hugot found that potassium tellurate suspended in dil. hydrochloric acid, and 
treated with zinc, or suspended in dil. alkali-lye, and treated with aluminium, 
furnishes tellurium. 

According to J. J. Berzelius, potassium hydrotellurate, KHTe0,.14H,0, is 
formed from a soln. of the correct proportion of potassium carbonate in orthotelluric 
acid evaporated at ordinary temp.; by cooling a boiling soln. of 2 mols of ortho- 
telluric acid and a mol of potassium carbonate ; while the exposure of a soln. of 
the normal tellurate to air results in the deposition of the hydrotellurate, and, 
added HK. B. Hutchins, this salt is precipitated on passing carbon dioxide into an 
aq. soln. of the normal salt—an excess of the carbon dioxide does no harm. 
J. J. Berzelius also obtained the hydrotellurate by evaporating to dryness a soln. 
of the normal tellurate in acetic acid, and washing out the acetate with alcohol 
of sp. gr.0-85. He also obtained the salt by fusing tellurium dioxide with potassium 
nitrate to a clear liquid; digesting the cold mass with boiling water to remove 
nitrites and nitrates; and dissolving the residue in boiling water—it does not 
dissolve in water holding nitrate in soln. When the hot soln. is cooled, crystals 
of the hydrotellurate are deposited. The higher the fusion temp. the greater the 
proportion of tellurite mixed with the tellurate. This process, added J. J. Berzelius, 
sometimes yields a product which is insoluble in boiling water, acids, or soln. of 
alkalies ; it is white when cold, yellow when hot, and when heated fuses giving off 
oxygen and forming potassium pyrotellurite. E. B. Hutchins’ analysis of the 
hydrotellurate corresponds with K,0.2TeO3.4H,O. The salt has an alkaline 
reaction, and it has a metallic, slightly alkaline taste. When heated, it gives off 
water, turns yellow, and at a higher temp.—below redness—fuses forming normal 
tellurate and tetratellurate: 6KHTeO,=2K,Te0O,+K,Te,0;3+3H,0—the tel- 
lurate can be extracted by water. The hydrotellurate is sparingly soluble in cold 
water, but more soluble in hot water. 

J. J. Berzelius prepared potassium hydropyrotellurate, KHTe,0,.14H.,O, by 
slowly cooling a boiling soln. of 4 mols of orthotelluric acid and a mol of potassium 
carbonate. EK. B. Hutchins’ analysis agree with K,0.4TeO03.4H,O. J.J. Berzelius 
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found that this salt is precipitated when nitric acid is added to an aq. soln. of 
the normal tellurate: and, as indicated above, it is formed by adding nitric acid 
to the aq. soln. obtained as above by fusing tellurium dioxide and potassium 
nitrate. The white, pulverulent salt loses 7-5 per cent. of water at a gentle heat, 
but retains 0-15 per cent. ; it then turns yellow and forms the tetratellurate ; and. 
at a higher temp., it gives off 7-71 per cent. of oxygen leaving potassium tellurite 
behind. The salt is slightly soluble in water; when crystallized from its aq. soln., 
some hydrotellurate is formed; if the water contains other salts in soln., this 
decomposition does not occur. KE. B. Hutchins prepared potassium tritellurate, 
K,Te3019.5H.0, by evaporating a soln. of a mol of potassium carbonate, and 4 mols 
of telluric acid. It furnishes a white, granular mass which is much more soluble 
in hot than in cold water; the aq. soln. has an alkaline reaction. J.J. Berzelius 
prepared potassium tetratellurate, K,Te,0,., by calcining the hydropyrotellurate ; 
by very gently heating tellurium dioxide with potassium chlorate, and extracting 
the product with water to remove potassium chloride and chlorate ; by the action 
of chlorine on a hot soln. of potassium tellurite, and washing the product with 
water; and also by heating orthotelluric acid with potassium nitrate and chloride 
below redness, and washing with water. The yellow powder is insoluble at ordinary 
temp. in water, dil. mineral acids, and potash-lye; it slowly dissolves in boiling 
nitric acid, and rapidly in molten potash-lye. 

J. F. Norris and W. A. Kingman prepared rubidium tellurate, Rb.Te0,.3H,0, 
by evaporating in vacuo over sulphuric acid, a soln. of orthotelluric acid mixed with 
a 25 per cent. excess of rubidium hydroxide. The colourless prisms with pyramidal 
ends dissolve in ten times their weight of water. The salt is decomposed by carbon 
dioxide so that it cannot be made from orthotelluric acid and rubidium carbonate. 
If a soln. of rubidium carbonate and telluric ahs in calculated quantities be 
evaporated, rubidium hydrotellurate, RbHTe0Q,.4H,O, is formed. It is not 
isomorphous with the corresponding hydroselenate ; 100 parts of cold water 
dissolve about 5 parts of the salt ; the salt is more soluble in hot water. G. Pellini 
mixed nearly sat. aq. soln. of rubidium hydrotellurate and hydroselenate, in various 
proportions, and on evaporating the mixed soln. at 50°-80° until they deposited 
crystals on cooling, obtained mixed crystals of the two salts containing from 42 
to 53 mols. per cent. of the selenate. With soln. still richer in selenate, crystals 
containing up to 100 per cent. selenate can be obtained. There is, however, a 
limit to the proportion of tellurate in the mixed crystals since all soln. containing 
more than about 50 molar per cent. of the tellurate deposit the latter in the pure 
state. With mixed soln. of rubidium hydrosulphate and hydrotellurate, the 
results can be interpreted on the assumption that a complex salt, RoHSO,.RbHTeO,, 
is formed; but there is also a tendency to form solid soln. J. F. Norris and 
W. A. Kingman prepared by an analogous process, ceesium hydrotellurate, 
CsHTeO,.4H,O, which is produced in small cubic crystals, less soluble than 
those of the rubidium salt—100 parts of water dissolve about 3-33 parts of 
the salt. | 
J. J. Berzelius described the green flocculent precipitate obtained by mixing 
soln. of potassium tellurate and copper nitrate as normal copper tellurate, CuTeQ,. 
K. B. Hutchins showed that if the precipitate be boiled for some hours with water, 
it forms copper orthotellurate, Cu,TeO,, which settles as a heavy green powder. 
It is insoluble in water but soluble in aq. ammonia, a soln. of potassium cyanide, 
and in acetic, hydrochloric, or nitric acid. No success attended the attempt to 
obtain the tellurate in a crystalline form by allowing the precipitate to remain in 
the mother-liquor for weeks ; or by allowing copper hydroxide to stand for weeks 
in contact with an excess of telluric acid. 

J.J. Berzelius obtained normal silver tellurate, Ag,TeO,, in dark yellow, bulky 
flakes on adding a cone. soln. of silver nitrate to one of normal potassium tellurate. 
K. B. Hutchins could not prepare the salt in this way, he always obtained a basic 
salt, and by using potassium hydrotellurate, he obtained a precipitate containing 
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an excess of telluric acid; and, as observed by A. Gutbier, the product is decom- 
posed into the basic salt by washing. K. B. Hutchins obtained crystals of the 
dihydrate, AgTeO,.2H,0, which may be silver tetrahydrorthotellurate, Ag.H,TeOg, 
by treating silver oxide with an excess of a soln. of telluric acid ; by mixing a soln. 
of 20 grms. of silver acetate, acidified with a few drops of acetic acid, with a soln. 
of 1-4 grms. of telluric acid, and evaporating the soln. at room temp. in darkness ; 
and by adding a silver nitrate soln. to a conc. soln. of potassium tellurate con- 
taining an excess of acetic acid, and allowing the yellow or brown precipitate to 
stand for some hours in contact with the mother-liquid. Owing to their greater 
sp. gr., the crystals can be easily separated from the amorphous salt. The straw- 
yellow crystals are rhombic bipyramids with the axial ratios a : b : c=0-722 : 1 : 2-107, 
and they are isomorphous with the corresponding sulphate and selenate. The 
crystals are slowly darkened in light; and when heated to 200°, they lose water 
and become black; at a higher temp. oxygen is evolved and a greyish-brown, 
fusible mass remains. The salt is insoluble in hot or cold water, but soluble in aq. 
ammonia, an aq. soln. of potassium cyanide, or sodium thiosulphate, and in nitric, 
sulphuric, and acetic acids. Conc. acids decompose the salt completely forming 
telluric acid and the corresponding silver salt. J.J. Berzelius said that by mixing 
an ammoniacal soln. of silver tellurate with ammoniacal silver nitrate, and evapo- 
rating, the basic salt, silver dioxytellurate, 2Ag,0.Ag.TeQ,, or possibly silver 
orthotellurate, AggTeOg, is formed ; and the same product is obtained by treating a 
dil. soln. of silver nitrate with potassium tellurate. The reddish-yellow precipitate 
soon blackens. J.J. Berzelius also prepared silver oxyditellurate, Ag,O0.2Ag,TeO,, 
or Aggl'e,09, as a brown powder by boiling silver nitrate with water. EH. B. Hutchins 
said that if the crystals of dihydrated silver tellurate are allowed to stand in contact 
with a cold soln. of a silver salt, red monoclinic crystals of the trihydrate, 
AggTe.09.3H,0, are formed. ‘They are not changed by cold water, but with boiling 
water a brown mass is formed. In sunlight the crystals become opaque and 
copper-red. If heated over 110°, the salt loses water and becomes black; all the 
combined water is expelled at 200°. J. J. Berzelius said that by double decom- 
position with silver nitrate and potassium hydrotellurate, silver hydrotellurate, 
AgHTeO,, is formed; likewise also silver tetratellurate, Ag,Te,0)3; but 
K. B. Hutchins could obtain neither of these salts. 

EK. B. Hutchins did not succeed in making gold tellurate. If gold chloride be 
added to normal silver tellurate suspended in water, silver chloride and gold oxide 
are precipitated ; and the evaporation over sulphuric acid of a mixed soln. of 
potassium tellurate and gold chloride furnishes yellow crystals 3 potassium 
chloroaurate. 

J.J. Berzelius prepared calcium tellurate, CaTeO,, by precipitation. The white 
flecks dissolve in hot water, and the evaporation of the soln. yields a white powder ; 
strontium tellurate was obtained in an analogous manner; and barium tellurate, 
~BaTeO,.3H,O, appears as a voluminous, white precipitate when a soln. of barium 
chloride is treated with sodium tellurate. The precipitate soon forms a heavy, 
white powder. It loses its water of crystallization when heated over 200°. 
F. C. Mathers and G. M. Bradbury found that when tellurium dioxide is mixed with 
5 eq. of tellurium dioxide, and heated for an hour at 975°, almost the theoretical 
yield of calcium tellurate is formed. At a lower temp. the yield was smaller. 
¥. W. Clarke gave 4-55 for the sp. gr. of anhydrous barium tellurate at 10-5°; 
4-53 at 10°; and 4-48 at 16°; when dried at 200°, the sp. gr.is 4:2. J.J. Berzelius 
found that barium tellurate is sparingly soluble in cold. water, and rather more 
soluble in hot water. When the aq. soln. is evaporated a white earth remains. 
_ It is not decomposed by ammonia; and it is soluble in hydrochloric and nitric 
acids. Ifsodium hydrotellurate be added to a soln. of barium chloride a voluminous 
precipitate of barium hydrotellurate, Ba(HTeQ,),.2H,O, was obtained. It is 
resolved by water into a soluble acid salt, and into the normal tellurate. Sodium 
hydropyrotellurate precipitates barium hydropyrotellurate, Ba(HTe,07)..nH,0, 
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from a soln. of barium chloride. The voluminous precipitate is easily soluble in 
water; and in acetic acid. It is yellow when hot, white when cold. 

J. J. Berzelius obtained beryllium tellurate as a white, voluminous precipitate 
by double decomposition with a. soluble tellurate and a-beryllium salt; and 
magnesium tellurate in an analogous manner. Magnesium tellurate is more 
soluble than the corresponding salts of the alkaline earths. Sodium hydrotellurate 
precipitates from a soln. of a magnesium salt, magnesium hydrotellurate, which is 
more soluble than the normal tellurate. A. Gutbier prepared zine tellurate as a 
white, insoluble precipitate by mixing soln. of potassium tellurate and zinc chloride. 
E. B. Hutchins showed that the precipitate obtained with soln. of zinc nitrate and 
potassium tellurate becomes heavy and granular when treated with hot water. 
Its composition is ZngTeOg; it is insoluble in water, but soluble in acetic, nitric, 
hydrochloric, and sulphuric acids. A. Oppenheim obtained cadmium tellurate 
as an insoluble white precipitate on treating cadmium nitrate with sodium tellurate. 
It forms a colourless soln. with hydrochloric acid. 

J. J. Berzelius noticed that when powdered crystalline mercurous nitrate is 
immersed in an aq. soln. of potassium hydrotellurate, a dark brown precipitate is 
formed; and a yellowish-brown precipitate of mercurous tellurate, Hg.TeQO,, is 
produced by the action of potassium tellurate on a soln. of mercurous nitrate. 
G. Denigés also obtained this salt in a similar way. J. J. Berzelius said that 
mercurous tellurate soon becomes yellow, owing to the action of the free acid in 
the liquid probably forming mercurous hydrotellurate, HgHTeO,. Crystals of 
the normal mercurous tellurate have not been prepared. F. A. Genth discovered 
radiating tufts of minute, acicular or capillary, white crystals as a decomposition 
product of coloradoite in a mine in the Magnolia district, Colorado ; and he called 
the mineral magnolite. He inferred that its composition is mercurous tellurate, 
Hg,TeO,, since it behaves towards hydrochloric acid somewhat as represented by 
the equation: Hg ,TeO,+8HCI=2HgCl,+TeCl,+4H,0. It is blackened by aq. 
ammonia, and is soluble in dil. nitric acid. E. B. Hutchins found that when a 
large excess of a cold conc. soln. of potassium tellurate is added to a cone. soln. of 
mercurous nitrate the yellow precipitate, which is first formed, quickly changes to 
a brown. ‘The precipitate is slimy and difficult to wash. It approximates Hg,TeO, 
in composition. E: B. Hutchins was unable to prepare mercurous orthotellurate, 
HggleOg. When the bulky yellow precipitate, obtained by treating a hot dil. 
soln. of potassium tellurate with an excess of mercurous nitrate soln., is washed 
with hot water and boiled for some time in water it is decomposed, giving free 
mercury. The precipitate may be boiled for several hours without changing in 
appearance, but at length it settles as a heavy, brown granular powder containing 
free mercury. This change may be hastened by rubbing some of the precipitate _ 
against the side of the beaker with a glass rod. When the brown powder is heated _ 
with hydrochloric acid, elementary tellurium is precipitated. A. Oppenheim 
obtained mercurous tellurate by the action of telluric acid on a soln. of mercurous 
nitrate. E. B. Hutchins showed that if an excess of mercurous nitrate is employed 
with a hot dil. soln. of potassium tellurate, a yellow, amorphous, basic salt, 
mercurous oxyditellurate, Hg,.0.2HgTeO,, is formed. A basic salt was also 
prepared by F. Teltscher. HE. B. Hutchins found that when conc. soln. of mercurous 
nitrate and a soluble tellurate or telluric acid are mixed, the precipitate may vary 
in composition from the basic salt just indicated to mercurous hydrotellurate, 
HgHTeO,, any precipitate of mercurous tellurate may be changed to crystals of 
the hydrotellurate by treatment with a cold conc. soln. of telluric acid. This acid 
tellurate is not only the only crystalline mercurous tellurate that has been prepared, 
but it is the only mercurous tellurate of definite composition that has been obtained. 
Mercurous tellurate is a striking example of a salt of a weak acid and a weak base. 
Slight variations of the conditions under which a salt is placed may bring about a 
change -in its composition, causing it to become either more acid or more basic. 
This, together with the fact that the salt is readily decomposed giving free mercury 
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and mercuric tellurate, renders the preparation of the mercurous tellurates some- 
what difficult. The trihydrate, HgHTeO,.3H,O, may be conveniently prepared by 
treating a soln. of mercurous nitrate with telluric acid and subsequent change of 
the precipitate to the crystalline salt. When the soln. of telluric acid is added to 
a soln. of mercurous nitrate a bright yellow precipitate is formed. If a large excess 
of telluric acid is added, the yellow precipitate becomes nearly white and slowly 
changes to colourless crystals of HgTeO4.3H,0. The presence of considerable free 
nitric acid in the soln. aids greatly in the formation of crystals of the salt. Under 
these conditions crystals frequently form on the walls of the containing vessel. 
F. Teltscher found that the potential of platinized platinum in water with mercurous 
tellurate, Hg,TeO,.6HgO.6H,O, in suspension, is —1-025 volt in darkness, and 
—0-1000 volt in light ; if 0-25N-H,TeO, is used in place of water, the values are 
respectively —0-93 and —0-96 volt; and with N-H,TeO,, —0-93 and —0-94 volt. 
J. J. Berzelius, F. Teltscher, and E. B. Hutchins prepared mercuric tellurate, 
HgTeO,, as a white, flocculent precipitate by mixing conc. soln. of mercuric nitrate 
and potassium tellurate or telluric acid at 0°. E. B. Hutchins found that the pre- 
cipitate is quickly decomposed by water at room temp. into telluric acid and basic 
mercuric tellurate. This decomposition goes on even when the precipitate is 
washed with water at 0°: consequently it is impossible to obtain a pure white 
product in suitable condition for analysis. The precipitate remains white indefinitely 
ina sat. soln. of telluric acid at roomtemp. Crystals of the dihydrate, HgTeO,4.2H,0, 
free from the basic salt were obtained by mixing conc. soln. of telluric acid and 
mercuric nitrate at 0° and allowing the resulting soln. to stand at room temp. until 
the salt crystallized out. The dihydrate appears as transparent crystals belonging 
to the orthorhombic system. It is slowly decomposed by cold water. Boiling 
water quickly decomposes it into telluric acid and basic mercuric tellurate. If the 
white precipitate of mercuric tellurate formed by mixing conc. soln. of mercuric 
nitrate and potassium tellurate containing free nitric acid, is allowed to remain 
undisturbed in the mother-liquor for several days at room temp., nearly all of it 
is converted into crystalline mercuric orthotellurate, Hg,TeO,, corresponding 
with turpeth mineral, Hg,;SO,g. Indeed, all precipitates of mercuric tellurate, 
whether crystalline or amorphous, show a strong tendency to change to mercuric 
orthotellurate in the presence of water. This property of mercuric tellurate renders 
it difficult to prepare the salt HgTeO, in pure condition. When an excess of 
mercuric nitrate is added to a hot dil. soln. of potassium tellurate, a heavy, yellow 
granular precipitate of mercuric orthotellurate is formed. If a cold, conc. soln. 
of mercuric nitrate is added to a cone. soln. of potassium tellurate made acid with 
nitric acid, a white flocculent precipitate of HgTeQ, is formed. At room temp. a 
portion of the precipitate usually assumes a yellow colour immediately, probably 
due to the formation of a basic salt. If the acid soln. containing this white or 
yellow flocculent precipitate is allowed to stand undisturbed for several days the 
precipitate is largely converted into transparent amber-coloured crystals of the 
orthotellurate. Frequently the walls of the containing vessel are covered with 
crystals that have separated from the acid soln. In many cases the amber-coloured 
erystals form in contact with the white amorphous precipitate, but in all cases the 
crystals are entirely distinct from the precipitate. Mercuric orthotellurate 
crystallizes in the cubic system, the predominating form being the dodecahedron. 
Combinations of the cube and dodecahedron are frequent, while many crystals show 
a broad octahedral face on which the crystal has grown. The crystals contain a 
little nitric acid and about 0-6 per cent. of water. This is considerably less than 
one-half of a mol of water to one of Hg,TeOg. When heated, the salt assumes a 
red colour, but it regains its original colour upon cooling. The crystals are not 
altered by heating to 140°. The crystals are insoluble in water and unchanged by 
boiling with water. They are soluble in nitric acid but more readily soluble in 
hydrochloric acid. W. von Behren and J. Traube studied the stability of the 
colloidal soln. of the tellurate, HggH3TeO,. F. Teltscher stated that he had obtained 
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a basic mercuric tellurate, Hg.0.6HgO.TeO3.6H,O, by the action of a conc. soln. of 
mercurous nitrate on a soln. of telluric acid. The yellow precipitate can be kept 
a long time in darkness without change, but it blackens in daylight. 

J. J. Berzelius prepared aluminium tellurate as a white precipitate by the action 
of a soluble tellurate on a soln. of an aluminium salt. The precipitate is soluble in 
an excess of the aluminium salt. A. Oppenheim was unable to prepare potassvum 
aluminium tellurate analogous to the alums. F. W. Clarke prepared thallous 
tellurate, Tl,TeO,, by mixing soln. of ammonium tellurate and ‘Hallows nitrate. 
The heavy, white precipitate recalls that of silver chloride. L. M. Dennis and 
M. Doan also obtained it as a white flocculent precipitate, sparingly soluble in water, 
by mixing soln. of telluric acid and thallous hydroxide. F. W. Clarke found that 
when dried at 120°, its sp. gr. is 5-712 at 20°; and 5-687 at 22°. When heated to 
180°, the salt becomes pale yellow with the loss of 1-46 per cent. of water, and its 
sp. gr. is then 6-742 at 16°, and 6-760 at 17-6°. It melts at a red-heat and is reduced 
to telluride. When hot the colour is black, but on cooling it forms a clear, lemon- 
yellow glass. J.J. Berzelius obtained yttrium tellurate by a method analogous 
to that used for the aluminium salt. A. Gutbier mixed aq. soln. of telluric acid or 
an alkali tellurate with an aq. soln. of ammonium cerium nitrate, and obtained a 
pale yellow, slimy precipitate of cerous tellurate. J. J. Berzelius prepared 
zirconium tellurate as a voluminous, white precipitate on mixing soln. of zirconium 


chloride and sodium hydrotellurate : the precipitate is soluble in an excess of the 


zirconium salt; likewise also with thorium tellurate which is insoluble in an excess 
of the thorium salt. A. Gutbier also obtained thorium tellurate, as a white, curdy 
precipitate, from a soln. of potassium tellurate and thorium nitrate. 

I. Domeyko mentioned the occurrence of lead tellurate in a mine in the province 
of Coquimbo, Chile. J. J. Berzelius said that a basic salt is produced as a 
voluminous, white precipitate when potassium hydrotellurate and basic lead acetate 
soln. are mixed ; he obtained lead tellurate, PbTeO,, by mixing soln. of normal 
lead acetate and potassium tellurate; the white, heavy precipitate is sparingly 
soluble in water; by the use of alkali hydrotellurate, lead hydrotellurate, 
Pb(HTeO,)2.nH,O, is formed, and it is more soluble in water than the normal 
tellurate. F.C. Mathers and F. V. Graham obtained lead tellurate by the action 
of lead dioxide on tellurium dioxide at 170°. According to J. J. Berzelius, a precipi- 
tate of lead tetratellurate, PbTe,0 3, is produced when an alkali tetratellurate is used 
as precipitant. Itis yellow when hot, and white when cold. Itis soluble in dil. nitric 
acid, even after ignition; less soluble in acetic acid; and fairly soluble in water. 

A. Oppenheim was unable to prepare an arsenic tellurate. According 
to R. F. Weinland and H. Prause, telluric acid unites with the arsenates of 
the alkali metals to form complex salts. Thus, ammonium diarsenatotellurate, 
2(NH,4)20.As,05.TeO3.4H,O, was obtained by adding 4 mols of aq. ammonia to a 
soln. of orthotelluric acid and 4 mols of ammonium dihydroarsenate, in as little 
water as possible, at ordinary temp., and evaporating the soln. over sulphuric 
acid. The triclinic crystals are isomorphous with the corresponding phosphate, 
and have the axial ratios a:b: c=0-7241 : 1: 0°7468, and a=90° 34’, B=94° 7’, 
and y=92° 17’. Likewise ammonium triarsenatotellurate, 4(NH,),0.3As,05. 
2TeO,.11H.O, was obtained using a mol of orthotelluric acid, 4 mols of ammonium 
dihydroarsenate, and a mol of ammonia. The crystals are isomorphous with the 
corresponding phosphate. Similarly, using a mol of orthotelluric acid, 4 mols of 
arsenic acid, and 5:2 mols of sodium hydroxide, sodium arsenatotellurate, 
2Na,0. AsO. 2TeO3.9H,O, was obtained in small, six-sided plates. Potassiwm 
and rubidium arsenatotellurates could not be prepared. The graphic formule given 
for the above salts are : 


(NaO),=AsO (NH,0),—As0O- (NH,0),—AsO OH 
HO—Te0, we . (NH,O) AeOm@eae: | NH,O— AsO to AsO —ONH, 
2Na,0.A8,05.2TeO3.9H,0 | 2(NH,),0.A8,0;.Te03.4H,0 4(NH,)0.3A8,0; 
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A. Oppenheim could not prepare antimony tellurate. F. A. Genth found a 
yellowish-, greenish- or brownish-red, soft, earthy incrustation, without distinct 
crystalline structure on the tetradymite of Highland, Montana, and he called the 
mineral montanite ; it was also found by T. W. E. David to accompany the tetra- 
dymite of Norongo, New South Wales. Analyses reported by F. A. Genth, 
T. W. E. David, and C. F. Rammelsberg, agree with Bi,O3.TeO3.2H,O, or 
Bi,O03.TeO3.H,O. It can therefore be regarded as a hydrated bismuth ortho- 
tellurate, BiyTeO,g.2H,O, hydrated bismuthyl tellurate, (BiO),Te0O,.H,O, or, 
according to P. Groth and K. Mieleitner, {Bi(OH),},TeQ,. 

J. J. Berzelius prepared chromic tellurate in greyish-green flecks by mixing 
soln. of a chromic salt and an alkali tellurate. It is soluble in an excess of a chromic 
salt soln., but not in soln. of potassium tellurate or sulphate. A. Oppenheim 
also prepared this salt, but he was unable to obtain potassiwm chromium tellurate 
analogous to chrome-alum. A. Berg evaporated spontaneously an aq. soln. con- 
taining 2 mols of chromium trioxide and a mol each of potassium dichromate and 
telluric acid. An ill-defined crystalline crust of potassium chromotellurate, 
2K,0.4CrO3.TeO3, was obtained; similarly with ammonium chromotellurate, 
2(NH4).0.4CrO3.TeO3; and the very soluble sodium chromotellurate, 
2Na.0.4CrO3.TeO3. He regarded these salts as derivatives of chromotelluric acid, 
TeO(O.CrO2.0H),4, which, in turn, is derived from paratelluric acid, TeO(HO),. 

V.W.Meloche and W. Woodstock obtained ammonium telluratohexamolybdate, 
3(NH,)20.TeO3.6Mo03.7H,O, from a soln. of a mol of telluric acid and 4 mols of 
molybdic acid with enough aq. ammonia to satisfy the telluric acid, by evaporation 
and crystallization. A soln. of equimolar proportions of telluric and molybdic 
acids, with enough ammonia to satisfy half the hydrogen atoms of telluric acid, 
H,TeOg, on evaporation and cooling, gave clear, white crystals of ammonium 
ditelluratohexamolybdate, 3(NH,4),0.2Te03.6Mo03.10H,0. Both compounds 
decompose at 550° leaving a residue of tellurium dioxide with a small amount of 
molybdic acid. i 

J. J. Berzelius similarly prepared uranyl tellurate as a voluminous pale yellow 
precipitate insoluble in an excess of uranyl nitrate soln. A. Gutbier found it to be 
readily soluble in cold hydrochloric acid. J. O. Perrine said that it shows no 
ultra-violet fluorescence with the X-rays. ith 

J. J. Berzelius obtained manganese tellurate as a white flocculent precipitate 
by mixing soln. of alkali tellurate and a manganese salt. J. J. Berzelius obtained 
ferric tellurate in pale yellow flakes soluble in an excess of the ferric salt; and 
ferrous tellurate as a white precipitate, which, on exposure to air, becomes greenish- 
grey and then brownish-red. F. A. Genth reported a straw-yellow to greenish- 
yellow mineral which he called ferrotellurite occurring at the Keystone Mine, 
Magnolia District, Colorado. It was supposed to be ferrous tellurate, FeTeO,, but, 
according to J. D. Dana, the crystals may have been those of tellurite coloured 
with ferric oxide. The mineral was insoluble in aq. ammonia; and soluble in 
hydrochloric acid. J. J. Berzelius obtained cobalt tellurate, as a voluminous 
bluish-purple precipitate, and nickel tellurate as a pale green precipitate. ; 

J. F. Norris and H. Fay could not prepare any tellurothionates analogous to 
selenotetrathionate. 
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§ 12. Tellurium Halides 


H. Moissan ! found that powdered tellurium put in contact with fluorine com- 
bines with incandescence giving an abundance of white fumes. The whole mass 
is quickly covered with a solid, crystalline fluoride, easily volatile and very hygro- 
scopic, having the aspect and properties of the tellurium tetrafluoride, Tel, 
described by J. J. Berzelius; but H. B. R. Prideaux showed that the product is the 
hexafluoride—mde infra. J. J. Berzelius prepared the tetrafluoride by dissolving 
tellurium dioxide in hydrofluoric acid, evaporating the liquid on a water-bath to a 
transparent, colourless syrup which, on cooling, solidified to a milk-white mass of 
small, warty granules. When the product is heated, water and hydrofluoric acid 
are given off, and finally a sublimate of tellurium tetrafluoride—an oxyfluoride 
remains as a residue. R. Metzner treated the mother-liquor, used in the prepara- 
tion of the oxyfluoride, TeOF,.H,O, with liquid hydrogen fluoride, cooled to 
—70°; on raising the temp. to —28°, the liquid portion is removed, and there 
remain crystals of the tetrafluoride which can be dried on paper at —30°. 
HK. B. R. Prideaux and J. O’Neil Millott did not observe this separation of the 
tetrafluoride. A tetrahydrate, Te¥,.4H,O, was prepared by A. J. Hogbom. 

A number of fluotellurites has been prepared from soln. of tellurous acid and 
various hydroxides and carbonates in hydrofluoric acid. Thus, H. L. Wells and 
J. M. Willis prepared cesium pentafluotellurite, CsTeF;, from mixed soln. of 
tellurium dioxide and cesium fluoride in hydrofluoric acid. The salt forms trans- 
parent, colourless needles. It is decomposed by water; but it is stable in hydro- 
fluoric acid soln. A. J. Hégbom prepared ammonium pentafluotellurite, 
NH,TeF;,.H,O, which furnishes colourless prismatic crystals; potassium pentafiuo- 
tellurite, KTeF;, gives long colourless needles; and barium pentafluotellurite, 
Ba(TeF;),.H,O, gives irregular lamelle. The crystals become opaque when 
exposed to air; and are decomposed by water. The fluotellurites of copper, silver, 
beryllium, and nickel could not be prepared. J. J. Berzelius described sodium 


fluotellurite as a compound which formed ill-defined crystals soluble in a small 


proportion of boiling water, but decomposed by a larger proportion of water. 
R. F. Weinland and J. Alfa could not prepare this salt. 


K. B. R. Prideaux found that when fluorine acts on tellurrum at —78°, white, © 


crystalline tellurium hexafluoride, TeF,, is formed. This melts to a clear, mobile 
liquid as the temp. rises, and then assumes the gaseous state. The gas has an 
unpleasant odour recalling that of tellurium hydride and that of ozone. The sp. gr. 
of the liquid is 3-025 at —35-5°; and the mol. vol., 79-9. The coeff. of expansion 
of the liquid between —3-5° and 515° is 0-032. The m.p. is —36°; and the 
b.p., —35°5°. The vap. press. of the solid at 35°5° is 760 mm. The critical 
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temp. is 83:25°. The vap. density (oxygen 16) is 119-5, in agreement with a mol. 
wt. 239 when the calculated value for TeFs; is 241°6. The refractive index is 1-00091 
when the value calculated from the addition rule is 1001823. The gas does not 
attack glass; and it is decomposed by water: TeF,+4H,0—H,Te0,+6HF. 
N. V. Sidgwick discussed this reaction. . 

The action of chlorine on tellurium has been previously discussed. H. Rose 2 
observed that when a slow current of chlorine is passed over strongly heated 
tellurium, or natural silver telluride, tellurium dichloride, TeCl,, accompanied by 
some tetrachloride, collects as a distillate. The two can be separated by fractional 
distillation. According to V. Lenher, the dichloride can be prepared by passing 
the vapour of sulphur monochloride over strongly heated tellurium: Te+8,Cl, 
=TeCl,+28; the black dichloride soon changes to the white tetrachloride : 
TeCl,+8,Cl,=TeCl,+28. K. Lindner and L. Apolant obtained the dichloride 
by heating tellurium in the vapour of carbonyl chloride; the brown vapours 
condense to a black crystalline mass. M. Damiens observed no evidence of the 
existence of the dichloride on the f.p. curve of mixtures of the constituent elements, 
Fig. 43. Hence, the dichloride is stable only in the gaseous state or in soln. and 
in equilibrium with its decomposition products—tellurium and tellurium tetra- 
chloride. As it solidifies, it dissociates into a solid soln. of the element in the 
tetrachloride. J. J. Berzelius, and A. Michaelis heated the mixed di- and tetra- 
chlorides with tellurium in a flask fitted with a 
reflux condenser for a long time so as to reduce the $0747 
tetrachloride to the dichloride. Tellurium dichloride . 
is a black, amorphous, hygroscopic solid, which, 7” 
said H, Rose, does not fume in air; when powdered, 
it is yellowish-green. A. Michaelis found the vap. %”7 
density at 444° to be 6:6 to 7-0 (air unity) when 
the calculated value for TeCl, is 6:89. A. Michaelis 
gave 175° for the m.p., and T. Carnelley and 
W. C. Williams 209°+5°; and for the b.p. 327°, 
while A. Michaelis gave 324°. W. Herz gave ~(¢° 
7-05 for the sp. gr.; 16:6 cals. per gram for the eta vip ae Cl acta aioe 
heat of fusion; and 2-64 1012 for the vibration Eee tana 
frequency. The molten liquid is black; and the !! Se eect ne 
vapour has a colour not ualike that of iodine, but Ss ea ein 
somewhat paler. The absorption spectrum was studied by D. Gernez, A. Wiillner, 
and W. Friederichs. When the reddish vapour of sulphur dichloride is heated it 
becomes paler and then assumes a yellow colour, and like tellurium tetrachloride 
it then shows no absorption spectrum. A. Voigt and W. Biltz found the 
electrical conductivity of the dichloride to be 0-042 mho at 206°; 0:0668 mho 
at 230° ; 0-114 mho at 271"; and 0-151 at 305°. W. Biltz gave 0-042 for the temp. 
coeff. K. T. Compton gave 2-70 volt for the ionizing potential. A. Michaelis 
found that when the dichloride is heated in oxygen, it decomposes with incan- 
descence forming the tetrachloride and dioxide. Water, acids, and alkali-lye were 
found by H. Rose to decompose the dichloride forming tellurous acid and tellurium. 
K. Lindner and L. Apolant said that water converts the dichloride into tellurium 
and oxydichloride. According to J. J. Berzelius, the same products are obtained’ 
when the dichloride is triturated with calcium oxide or sodium carbonate. 
M. Damiens found that an ethereal soln. of tellurium dichloride absorbs bromide 
forming which appears to be tellurvwm chlorobromide ; and it absorbs iodine forming 
what may be tellurvum chlorowdide; but neither substance could be isolated. 
J. J. Berzelius found that when a mixture of ammonium chloride and an alkali 
tellurite is heated ammonium chlorotellurite, NH,Cl.cTeCl,, is formed as a black 
sublimate, and when treated with a small proportion of water, the complex salt 
turns white owing to the separation of tellurous acid ; this acid dissolves completely 
leaving tellurium behind ; with a larger proportion of water, a mixture of tellurium 
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and tellurous acid is precipitated. This may be separated by hydrochloric acid, 
and the water holds in soln. ammonium chlorotellurate and chloride. A. Gutbier 
and F. Flury—vide tellurium dioxide—said that the black sublimate is probably 
tellurium diamminodichloride, TeCl,.2NH,. K. Lindner and L. Apolant found 
that the repeated sublimation of the dichloride with a deficiency of ammonium 
chloride, yields ammonium tetrachlorotellurite, (NH,).TeCl,, as a greenish com- 
pact mass, which is not hygroscopic, and does not change in air. Tellurium 
trichloride may be fused with tellurium in all proportions ; and when the mixture 
is heated in a retort, it first gives off tellurtum dichloride, then metallic drops of a 
compound richer in tellurium—this is the only evidence for the existence of a 
tellurvum subchloride—cf. Fig. 43. The residue left in the retort resembles tellurium, 
but is more easily powdered and reddens litmus. It is freed from the adherent 
chlorine by fusion in an atm. of hydrogen, or by boiling first with hydrochloric acid 
and afterwards with water. 

As indicated in connection with tellurium dichloride, when an excess of chlorine 
acts on heated tellurium, tellurium tetrachloride, TeCl,, mixed with some dichloride 
is formed. J. J. Berzelius, and A. Michaelis separated the mixture by fractional 
distillation. V. Lenher, and R. W. E. Maclvor also obtained it by passing the 
vapour of sulphur monochloride over heated tellurium. J. H. Simons also obtained 
it by distilling off the tetrachloride. Tellurium tetrachloride, at ordinary temp., 
is a snow-white crystalline mass. J.J. Berzelius found that it melts to an amber- 
yellow liquid, which becomes dark red near the b.p. A. Weller showed that it is 
an example of a colourless solid giving a coloured liquid, and vapour for the yellow 
vapour, said A. Willner, shows no absorption spectrum. J. H. Simons showed that 
the change in the colour of the vapour above 500° is due to the dissociation of the 
tetrachloride into dark red dichloride. J. H. Simons gave for the sp. gr. of the 
liquid : 

232° A 314° 341° 885° 424° 427° 
Sp. gr. <5. 2'559 2°494 2°443 2:402 2°334 2°275 2-260 


A. Michaelis found the vapour density (air unity) at 441° to be 9-03 to 9-22, and at 
530°, 8-47 to 8-86. The calculated value for TeCl, is 9-33. J. H. Simons gave for 
the vapour density (H,=2-016) : 

420° 450° 480° 507° 522° 561° 601° 
Vap. density . 290°3 283-1 Digits 273°2 200 260-2 250°5 


It is concluded that the vapour consists of single molecules of TeCl, from the m.p. 
to about 500° where the dissociation TeCly=TeCl,+Cl, begins. J. H. Simons gave 
for the surface tension, o dynes per cm. : 
238° 260° 280° 316° 352:5° 370° 413-5 
O28 sae hee 1a 38:3 36°87 34:25 31:57 30:09 26-92 


and the parachor ranges from 265-8 to 269-2. The vapour press., p mm. 


233° 260° 278-5° 313° 345° 360° 390° 
Diien tee flue 26:0 45-5 116-7 269°5 396:5 755°6 


The results are taken to mean that the molecules of the vapour are associated only 
to a slight extent. T. Carnelley and W. C. Willams gave 224° for the mp. ; 
J. H. Simons, 225°; M. Damiens, 223°—Fig. 41; A. Michaelis, 214°. W. Biltz 
and H. Friedrich, 224°; and R. W. E. Maclvor, 214:5°. T. Carnelley and 
W. C. Williams gave 414° for the b.p.; J. H. Simons, 390°; and A. Michaelis, 
380°—if the compound contains tellurium dioxide as impurity, the b.p. may appear 
higher. M. Wasilieff discussed the eutectic Te+TeCl,. The heat of vaporization 
was found by J. H. Simons to be 18,400 cals. per mol. A. Voigt and W. Biltz gave 
for the electrical conductivity, 0-1145 mho at 236°; 0-161 mho at 271°; 0-203 at 
316°; and W. Biltz gave for the temp. coeff. 0-11. J. H. Simons concluded that 
the molecule consists of a ten-electron shell surrounding a central atom, four parts 
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of these being shared with chlorine atoms. 8. Kyropoulos studied the dielectric 
constants of the crystals. 

J. J. Berzelius, and V. Lenher found that the tetrachloride is stable in dry air ; 
but in moist air, it deliquesces to a clear yellow liquid which gradually becomes 
turbid, and dries with the loss of hydrogen chloride to leave an oxychloride as 
residue. It dissolves completely in boiling water, and when the soln. cools, crystals 
of tellurium dioxide, accompanied by a little oxychloride, separate out. The aq. soln. 
behaves like a soln. of tellurium dioxide in hydrochloric acid. P. KE. Browning and 
W. R. Flint said that in the hydrolysis of the tetrachloride, however large the pro- 
portion of water employed when hot, all the tellurous acid is precipitated, that which 
remains in soln. may be precipitated as dioxide by adding ammonia to the boiling 
soln., and then acetic acid; and they thought that the fraction remaining in soln. 
during the hydrolysis was a related dwi-tellurium—side supra. They also showed. 
that if tellurous oxide, freed from telluric oxide, is dissolved in hydrochloric acid 
which has been exposed to bright sunlight, and the soln. hydrolyzed with boiling 
water, the precipitate gives no chlorine when boiled with hydrochloric acid. 
R. Metzner said that tellurium tetrachloride dissolves in conc. hydrochloric acid, and 
the soln., sat. with hydrogen chloride at —30°, furnishes yellow needles of tellurium 
hydropentachloride, TeCl,,.HCl. This melts at —20°. It fumes in air giving off 
hydrogen chloride. W. Strecker and W. Ebert said that at 0°, white, hygroscopic 
tellurium hexamminotetrachloride, TeCl,.6NH3, is formed in ammonia gas; if the 
halide is at —80° the ammonia condensing on the tetrahalide produces a mixture 
which detonates when heated, presumably owing to the formation of nitrogen telluride 
(q.v.). V. Lenher found that tellurium tetrachloride is sparingly soluble in cold 
sulphur monochloride, but readily soluble in the hot liquid. C. Whitehead represented 
the reaction with tellurium hydride by TeCl,+2H,Te=3Te+4HCl. According to 
J.J. Berzelius, tellurium tetrachloride mixes with fused tellurium dichloride in all 
proportions—if the former predominates, the compound is yellow or dark red when 
liquid, and if the latter predominates, black. A.W. Ralston and J. A. Wilkinson 
found that at low temp. liquid hydrogen sulphide reduces the tetrachloride to the 
monochloride, and at ordinary temp., to tellurium. W. Prandtl and P. Borinsky 
found that sulphur trioxide reacts with tellurium tetrachloride forming the complex 
TeCl,.SO3. R. Metzner found that if ammonia be passed over tellurium tetrachloride 
at 200° to 250°, the colour blackens, owing to the separation of tellurium: 3TeCl, 
+16NH3=3Te+12NH,Cl+2N,. At 0°, ammonia combines with the tetrachloride 
forming tellurium triamminotetrachloride, TeCl,.3NH;. This compound is not de- 
liquescent ; it gives off ammonia at ordinary temp. ; it forms tellurous acid when 
treated with water ; and gives off ammonia with alkali-lye. When heated it blackens, 
giving off ammonia, and at a higher temp. it forms tellurium dichloride, recognizable 
by the violet fumes. F. Wohler and R. Espenschied said that even at ordinary 
temp. the tetrachloride absorbs ammonia forming tellurium tetramminotetra- 
chloride, TeCl,.4NHs;, as a voluminous, greenish-yellow mass which is stable in 
air. It is resolved by water into ammonium chloride and tellurous acid; and 
when heated is decomposed into tellurium, nitrogen, ammonium chloride, and 
hydrogen chloride. R. Metzner observed that molten tellurium tetrachloride at 
220:5° dissolves phosphorus pentachloride, and furnishes a lemon-yellow crystalline 
mass of tellurium phosphotridecachloride, 2TeCl,.PCl;. This becomes orange- 
yellow when hot. It forms a colourless liquid with a small proportion of water ; 
but with a.larger proportion of water, tellurous acid separates out. It sublimes with 
partial decomposition in air, but it isnot so decomposed in the vapour of phosphorus 
pentachloride. A. M. Hageman observed that tellurium tetrachloride is soluble 
in benzene, toluene, methyl alcohol, ethyl alcohol, n-butyl alcohol, amyl alcohol, 
benzyl alcohol, xylene, chloroform, and ethyl acetate ; sparingly soluble in light 
petroleum, benzaldehyde, acetone, zsopropyl bromide, and carbon tetrachloride ; 
and insoluble in carbon disulphide. According to J. J. Berzelius, the smallest 
trace of organic matter causes the tetrachloride to turn yellow on melting owing 
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to the formation of some dichloride, which, at a higher temp., escapes as a violet 
vapour. According to V. Lenher, tellurium tetrachloride forms a complex 
(C,H;),0.TeCl,, with ether; and a complex with methylamine. J. F. Norris 
and R. Mommers obtained a complex with dimethylamine; V. Lenher, complexes 
with ethylamine, trimethylamine, aniline, pyridine, and quinoline; and V. Lenher 
and W. Titus, complexes with quinine, cinchonine, morphine, theobromine, brucine, 
aconite, atropine, strychnine, and cocaine. H. D. K. Drew observed that cyclic 
condensation products are obtained with diphenyl ether and tellurium tetrachloride 
in chloroform soln.; G. T. Morgan and R. EH. Kellett studied the interaction of the 
tetrachloride with anisole, etc.; G. T. Morgan and co-workers, monoketones, dike- 
tones, and triketones; G. T. Morgan and H. D. K. Drew, ethylene, acetylacetone, 
and acetic anhydride; G. T. Morgan and H. Burgess, dimethylaniline; and 
P. Falciola, thiocarbamide. Derivatives of cyclotelluripentane and cyclotelluro- 
pentane were prepared. D. K. Drew showed that Te(CH3).X, readily passes into 
Te(CH3)3X.TeCH3Xs3, where X denotes a halogen atom. This is taken to mean 
that the compound has a tendency to get away from the unstable ten-electron 
shell by the association of two molecules to form an eight-electron shell to one 
tellurium atom, and a twelve-electron shell to the other. According to W. Biltz 
and K. Friedrich, metallic silver decomposes tellurium tetrachloride forming silver 
telluride and chloride; the excess of the tetrachloride has no action on silver 
telluride. Hence in its halogen compounds, tellurium behaves like a noble metal. 
A. Mazzucchelli and A. Vercillo found that copper furnishes a telluride, but not so 

with lead. 
The higher halides of tellurium are more stable than those of sulphur and 
selenium. The tetrahalides of tellurium are most stable, whilst with selenium the 
lower halides are the most stable. The increase 


500° of basic properties observed in passing from 
; selenium to tellurium is confirmed by the tellurium 
AG forming better-defined double halides. J. J. Ber- 
zi zelius prepared orange-yellow octahedral crystals 
g00 NI of ammonium hexachlorotellurite, (NH,),.TeClg, 
ai as a precipitate from a soln. of ammonium chloride 


and tellurium tetrachloride in hydrochloric acid. 
irae id The salt was also prepared by W. Muthmann, and 

0 2 4 6 8&8 0 PP, Kothner. C.F. Rammelsberg obtained yellow, 

LG PCBS! cubic crystals of a salt which he represented by 

Fie. 44.—Freezing-point Curve the formula 8NH,CI.3TeCl,, but this salt was 
ea Binary System: TeCl- probably impure hexachlorotellurite. P. Kéthner 
ron said that the crystals are difficult to dry without 
decomposition. J. J. Berzelius said that the salt can be dissolved in a small 
proportion of water to form a colourless soln., but with a large proportion of 
water, or alcohol, the salt is decomposed. A. Gutbier prepared a number of 
complexes of the type (R.NH3),TeClg involving organic radicles. J. J. Berzelius, 
P. Koéthner, and H. L. Wheeler obtained potassium hexachlorotellurite, K,TeCle, 
in pale yellow, octahedral crystals from mixed hydrochloric acid soln. of 
potassium chloride and tellurium tetrachloride or a soln. of tellurium dioxide 
in hydrochloric acid. The crystals are stable in dry air, but they deliquesce 
in moist air; water decomposes them with the separation of tellurous acid 
and tellurium oxychloride. They are soluble in hydrochloric acid; and cone. 
hydrochloric acid or alcohol precipitates potassium chloride from this soln. 
C. F. Rammelsberg’s formula, 8KCI.3TeCl,, is supposed to be based on the 
analysis of an impure salt. H. L. Wheeler, and P. Kothner likewise prepared 
rubidium hexachlorotellurite, Rb,TeClg, in yellow octahedra, stable in air. 
H. L. Wheeler found that at 22°, 100 parts of hydrochloric acid of sp. gr. 1-05 
dissolve 13-09 parts of the salt, and an acid of sp. gr. 1-2, 0-34 part. By a similar 
process, H. L. Wheeler prepared caesium hexachlorotellurite, Cs,TeCl,, in yellow 
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octahedra; he found that at 22°, 100 parts of hydrochloric acid of sp. gr. 1:05 
dissolve 0-78 part of the salt, and an acid of sp. gr. 1:2, 0-05 part. W. Biltz and 
H. Friedrich found. that when tellurium tetrachloride is melted in sealed tubes 
with silver chloride, the liquid separates into two layers when over 20 molar per 
cent. AgCl is present. The lower liquid is almost all silver chloride and it freezes 
at 440°-455° ; while the upper layer contains a eutectic mixture with the excess 
of silver chloride. The eutectic at 210° contains about 9 molar per cent. of AgCl 
—Fig. 44. No selver tellurium chloride is formed. R. Weber heated a mixture 
of aluminium trichloride and tellurium tetrachloride in a sealed tube, and drove 
off the excess of the former, by the application of a stronger heat, and there 
remained aluminium decachlorotellurite, 2A1Cl,.TeCl,. This compound is decom- 
posed at an elevated temp.; it is hydrolyzed by water with the separation of 
tellurous acid ; and it dissolves completely in dil. sulphuric acid. 

J. J. Berzelius? said that bromine unites with tellurium at ordinary temp. 
with the development of heat; and he obtained tellurium dibromide, TeBr., by 
sublimation from a mixture of tellurium and its tetrabromide. The dibromide 
appears as a greenish-black crystalline mass, or in needle-like crystals. The 
powder is yellowish-olive-green. J. J. Berzelius said that the vapour is dark 
violet ; and, according to D. Gernez, its absorption spectrum has lines in the red 
and yellow. Tellurium dibromide was found by T. Carnelley and W. C. Williams 
to melt at approximately 280°; B. Brauner said approximately 210°; and, added 
J. J. Berzelius, the cold mass has no marked lustre, or crystalline fracture. 
T. Carnelley and W. C. Williams gave 339° for the b.p. at 760 mm. ; and B. Brauner 
gave 280° in vacuo, and added that sublimation in vacuo begins at about 200°. 
As in the case of tellurium dichloride, the observations of M. Damiens, Fig. 45, 
show that as the compound solidifies it dissociates into a solid soln. of tellurium in 
the tetrabromide. 3B. Brauner found that the dibromide is decomposed by water : 
2TeBry.=Te+TeBr,; and in moist air, this change rapidly occurs. A conc. soln. 
of tartaric acid dissolves a part of the dibromide forming a greenish-brown soln. 
from which water precipitates tellurium. 

According to J. J. Berzelius, tellurium tetrabromide, TeBr,, is prepared by 
introducing bromine into a glass tube, sealed at one end, and cooled by immersion 
in ice, adding powdered tellurium, not in excess, with frequent stirring ; the excess 
of bromine is removed by heating the mixture on a water-bath. B. Brauner 
removed the excess of bromine by a current of carbon dioxide; unchanged 
tellurium was removed by heating the mixture which converted the tellurium 
into volatile dibromide ; and oxybromide was removed by sublimation in vacuo 
at 300°. C. von Hauer prepared the tetrabromide by adding bromine to a mixture 
of tellurium and dil. hydrobromic acid, until the 
tellurium dissolved ; the ruby-red liquid was then 
evaporated on a water-bath. F. A. Gooch and 
A. W. Peirce warmed tellurium dioxide with an 
aq. soln. of potassium bromide and phosphoric 
acid ; on concentrating the soln., ruby-red crystals 
of tellurium tetrabromide are formed. 

Tellurium tetrabromide, when obtained by sub- 
limation, furnishes dark yellow prisms when slowly 
cooled, and fiery red or orange-red when rapidly . 
cooled. B. Brauner found the sp. gr. to be 4:310 9 . 
at 15°/4°. T. Carnelley and W. C. Williams gave t a5 pe Bene ae 
380° + 6° for the m.p. J.J. Berzelius said that the 
molten liquid is dark red, and it forms a crystalline !'- anie 4 NE? De 
mass on solidification. M. Damiens gave 363° for e 3 
the m.p.—Fig. 45. T. Carnelley and W. C. Williams found the b.p. to be 414° to 427°. 
J. J. Berzelius added that the vapour is yellow, and condenses to a yellow powder, 
needle-like crystals, etc. B. Brauner said that the tetrabromide cannot be melted 
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or boiled under ordinary atm. press. without partial decomposition into tellurium 
dibromide. G. Beck studied the heat of soln. in water. 8. Kyropoulos measured 
the dielectric constants of the crystals. 

According to J. J. Berzelius, tellurium tetrabromide slowly absorbs moisture 
when exposed to air, and it dissolves without apparent decomposition in a small 
proportion of water ; with a large proportion of water, the yellow liquid is resolved 
into tellurous and hydrobromic acids—the former appears as a precipitate. If 
the soln. in a small proportion of water is evaporated, it furnishes dark ruby-red, 
rhombic plates which, when dried, become yellow and earthy. B. Brauner found 
that the tetrabromide is soluble in an aq. soln. of tartaric acid (1:1), and the 
orange-yellow soln. can be diluted with water without separation owing to the 
formation of tellurium tartrate, tellurous acid, however, separates with a very dil. 
soln. of tartaric acid. According to R. Metzner, tellurium tetrabromide unites 
with hydrobromic acid with the evolution of heat; when the soln. is cooled to 
—15°, it furnishes orange-red, needle-like crystals of tellurium hydropentabromide, 
TeBr,.HBr.5H,0, which can be drained on a porous tile, and dried in dry air. 
The crystals melt at 20°, giving off hydrogen bromide. The crystals can be kept 
a long time at a low temp. in an atm. of hydrogen bromide; they are very 
deliquescent in air, and give off hydrogen bromide. W. Prandtl and P. Borinsky 
found that sulphur trioxide reacts with the tetrabromide forming TeOH,.SOs. 
According to W. Strecker and W. Ebert, the tetrabromide reacts with ammonia 
forming what is probably tellurium hexamminotetrabromide, TeBr,.6NH;, which 
then decomposes into nitrogen telluride (q.v.). V. Lenher observed that tellurium 
tetrabromide forms complex salts with methylamine, trimethylamine, ethylamine, 
aniline, pyridine, and quinoline; J. F. Norris and R. Mommers obtained a complex 
with dimethylamine ; and V. Lenher and W. Titus, with quinine, cocaine, brucine, 
and morphine. A. Lowy and R. F. Dunbrook studied its action on primary, 
secondary, and tertiary amines; and EH. H. Rusk, on phenols, and phenol ethers. 

A number of bromotellurites has been prepared. W. Muthmann prepared 
ammonium hexabromotellurite, (NH,),TeBrg, from a soln. of ammonium bromide 
and tellurium dioxide in hydrobromic acid. The dark red, octahedral crystals are 
less soluble than the potassium salt. A. Gutbier and F. Flury prepared a number 
of complexes of the type (R.NH3),TeBrg involving organic radicles. J.J. Berzelius 
prepared potassium hexabromotellurite, K,TeBrg, from a soln. of potassium chloride 
in one of tellurium bromide. C. von Hauer said that the product is contaminated 
with chloride, and he obtained the salt by adding bromine to a soln. of potassium 
bromide mixed with tellurium until that element had all dissolved. H. L. Wheeler 
used an excess of hydrobromic acid to prevent the precipitation of tellurous acid. . 
The anhydrous salt separates from the boiling soln. in dark red octahedral crystals, 
which, according to W. Muthmann, are isomorphous with the corresponding 
bromoselenite. H.L. Wheeler found that the dihydrate, K,TeBrg.2H,0, is formed 
by the evaporation of the aq. soln. at ordinary temp. C. von Hauer thought the 
salt is trihydrated, but H. L. Wheeler said that extra water in the latter case is 
present as inclusions. According to C. von Hauer, the dark red, opaque crystals 
resembling octahedra, belong to the rhombic system, for which W. J. Grailich and 
V. von Lang obtained the axial ratios a: b : c=0:6857 : 1: 0-9415; and H. Baker, 
0-6711: 1: 0-9167. The optical character is negative ; there is no marked cleavage. 
The crystals effloresce superficially in dry air; and C. von Hauer found that they 
lose their water of crystallization at 120°, without melting; the dehydrated salt 
is orange-red. At a higher temp., tellurium tetrachloride is given off. 
J. J. Berzelius, C. von Hauer, and W. L. Wills observed that the salt dissolves in a 
small proportion of water, but if the soln. be diluted, tellurous acid is precipitated. 
H. L. Wheeler found that the salt can be recrystallized from dil. hydrobromic acid ; 
and that at 22°, 100 parts of this acid of sp. gr. 1-08 dissolve 62-90 parts of salt, 
while with an acid of sp. gr. 1:49 there are 6:57 parts dissolved. J. J. Berzelius 
said that the salt is decomposed by alcohol. H. L. Wheeler prepared rubidium 
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hexabromotellurite, Rb,TeBrg, in an analogous manner. The red octahedral 
crystals are stable in air; they dissolve in a small proportion of hot water, and 
on cooling tellurous acid crystallizes out. At 22°, 100 parts of hydrobromic acid 
of sp. gr. 1-08 dissolve 3-08 parts of salt, and 0°25 part is dissolved by an acid of 
sp. gr. 1-49. Red octahedral crystals of czesium hexabromotellurite, Cs.TeBrg, are 
obtained in a similar way. At 22°, 10 parts of hydrobromic acid of sp. gr. 1-08 
dissolve 0-13 part of salt, and 0-02 part is dissolved by an acid of sp. gr. 1-49. 
P. Maier studied the crystallography of aliphatic bromotellurites. 

Tellurium can be melted with iodine in all proportions, and, added J. J. Berzelius,* 
if the tellurium be in excess, the product has a metallic appearance, while if the 
iodine be in excess, the product is somewhat soluble in water. J. J. Berzelius 
found that when a gram-atom of tellurium is heated with more than a gram-atom 
of iodine, the excess of iodine passes off; and tellurium diiodide, Tel,, sublimes 
in black, crystalline flakes having some metallic lustre, the fused mass readily 
sublimes, and the mass obtained by cooling the fused compound has a non-crystalline 
fracture. When digested with aq. hydrochloric acid, or aq. ammonia, it leaves a 
residue of tellurium ; it is not attacked even by boiling water. A. Gutbier said 
that when tellurium and iodine are fused together in the requisite proportion to 
form tellurium diiodide, TéI,, a black substance is produced which possesses a 
metallic lustre and melts easily. When very carefully heated, it can be sublimed, 
but its composition does not appear to be constant. 

F. M. Jager and J. B. Menke studied the f.p. curve of mixtures of the two ele- 
ments. Tellurium tetraiodide was the only compound observed, and the molten 
substance is considerably dissociated. There is ¢ 
a eutectic on the tellurium side at 165° and °” 
41 per cent. of tellurium, and’this is near the | 
composition required for tellurium di-iodide ; on 
the iodine side, the eutectic at 108° is very near 
the iodine axis. Solid soln. are not formed to 
any appreciable extent, and there is no evidence 
of the formation of a telluriwm periodide, or tellu- 
ruum hexarodide, which J. J. Berzelius said is 
formed when a piece of tellurium is dropped into 
molten iodine, after shaking the mixture, and 9 
decanting the liquid from the undissolved tellu- 
rium. The product was said to dissolve sparingly 
in water forming a dark brown liquid which is 
decolorized by ammonium sulphite, and which | 
deposits tellurium on adding hydrochloric acid. M. Damiens f.p. curve of mixtures 
of iodine and tellurium is in general agreement with that of F. M. Jager and 
J. B. Menke, and it is illustrated by Fig. 46. F. Olivari studied the effect of 
tellurium on the f.p. of iodine, and accordingly inferred that with about 94 per 
cent. of tellurium, the mol. wt. of tellurium is 159 to 171-2—the theoretical value 
for Te=127-6. E. Beckmann and R. Hanslian also found that cryoscopic and 
ebullioscopic measurements of. soln. of tellurium in iodine indicate a large pro- 
portion of single atoms. R. Wright’s measurements of the vap. press. of soln. of 
iodine and tellurium gave no indication of solid soln. or of the formation of any 
compound other than the tetraiodide. 

J. J. Berzelius prepared tellurium tetraiodide, Tel,, by digesting tellurium 
powder for a considerable time with iodine and water ; and evaporating the clear 
liquid which gives off the excess of iodine and leaves a small proportion of the 
tetraiodide as residue. He also found that by digesting tellurium dioxide with 
hydriodic acid, in a closed vessel, it is slowly converted into the iron-grey tetraiodide. 
A small quantity of the tetraiodide dissolves in the excess of hydriodic acid imparting 
to it a dark brown colour, and may be separated from it in iron-grey prisms, by 
evaporation in vacuo over sulphuric acid and calcium oxide which takes up the 
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excess of iodine and hydriodic acid. According to A. Gutbier and F. Flury, 
hydriodic acid acts on telluric acid in two ways. In dil. soln., reduction takes 
place slowly to tellurium dioxide, and after some time, a dark, granular mass of 
tellurium tetraiodide, Tel,, separates. No indication was obtained of the formation 
of a di-iodide. In cone. soln., the reaction takes place quickly and tellurium 
tetraiodide is at once precipitated as a heavy iron-grey substance. Tellurium 
tetraiodide forms a dark-grey powder, or iron-grey prismatic crystals which melt 
when heated, and, according to A. Gutbier and F. Flury, it is at the same time 
decomposed. F. M. Jager and J. B. Menke gave 259° for the m.p.; and 
M. Damiens, 280°. When boiled, the tetraiodide gives off at first iodine and the 
distillate becomes richer in tellurium until what was thought to be tellurvwm sub- 
codide remained. ‘The subiodide is probably tellurium contaminated with iodine. 

J. J. Berzelius said that the tetraiodide is resolved by water into an oxyiodide 
which retains the form of the tetraiodide, and hydriodic acid holding a little 
tellurium tetraiodide in soln. Cold water has but a slight decomposing action 
and remains colourless, taking up only a small proportion of hydriodic acid ; boiling 
water acquires a dark brown colour, and forms an oxyiodide. A. Gutbier and 
F. Flury said that the tetraiodide is decomposed by water: Tel,4+2H,0—4HI 
+TeOz, and a similar decomposition occurs with alcohol. The tetraiodide dissolves 
in aq. ammonia ; it also dissolves in alkali-lye. According to J. J. Berzelius, when 
a sat. soln. of tellurium tetraiodide in cone. hydriodic acid is evaporated in vacuo 
over sulphuric acid, long, rectangular, four-sided prisms are obtained having a 
metallic lustre. R. Metzner obtained a similar product, tellurium hydropenta- 
iodide, Tel,.H1.8 or 9H,O, by passing hydrogen iodide into a soln. of tellurous acid 
in hydriodic acid. J.J. Berzelius said that in a sealed glass tube the crystals melt 
to a dark brown liquid which solidifies on cooling; and in an open vessel, at 50° 
to 60°, they do not melt, but give off brown fumes of hydrogen iodide decomposed 
by contact with air, and leave a residue of tellurium tetraiodide. R. Metzner said 
that when heated out of contact with air, the crystals melt at —55°, and solidify 
without chemical change on cooling; at a higher temp., they lose first water and 
then hydrogen iodide. The compound is decomposed by water yielding a precipi- 
tate of tellurium tetraiodide. 

Tellurium tetraiodide unites with the iodides of the alkali metals forming 
iodotellurites. J.J. Berzelius prepared ammonium hexaiodotellurite, (NH4).Telg, 
from a soln. of tellurium tetraiodide in hydriodic acid, neutralized with ammonia. 
The spontaneous evaporation of the liquid furnishes steel- -grey octahedral crystals 
soluble in water and in absolute alcohol. J.J. Berzelius also reported that hydrated 
sodium iodotellurite crystallizes from an aq. soln. of the component salts, but this 
has not been confirmed. J. J. Berzelius prepared potassium hexaiodotellurite, 
K,Telg.2H,O, in a similar manner. The black prismatic crystals were found by 
H. L. Wheeler to belong to the monoclinic system, and to have the axial ratios 
a:b:c=0-7047 : 1: 0-5688, and B=120° 53°. The crystals lose their water of 
crystallization, without decomposition, at 100° to 115°. They effloresce super- 
ficially in dry air. J. J. Berzelius added that they form a brown soln. with a small 
proportion of water, and are decomposed by a larger proportion of water. 
H. L. Wheeler similarly prepared rubidium hexaiodotellurite, Rb2TelI,, in micro- 
scopic octahedral crystals which are stable in air ; and which are slowly decomposed 
by cold water, rapidly by hot water with the separation of tellurium dioxide and an 
oxyiodide. They dissolve in a small proportion of alcohol. H. L. Wheeler also 
prepared cesium hexaiodotellurite, Cs,TeIg, as a black, amorphous precipitate 
which gradually loses iodine when exposed to air, and which melts at a little over — 
the b.p. of sulphuric acid. It behaves like the rubidium salt towards water — 
and alcohol. 
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§ 13. The Oxyhalides of Tellurium 


According to A. Ditte! tellurium dioxide absorbs hydrogen fluoride with the 
development of heat. A. Metzner observed that tellurium dioxide dissolves in 
43 to 55 per cent. hydrofluoric acid and on cooling to —20°, long, transparent crystals 
of tellurium hexoxyoctofluoride, 2TeF,.3TeO,.6H,O, separate. These crystals 
decompose when heated in hydrogen forming tellurium tetrafluoride, and fluor- 
iferous tellurium dioxide; they are decomposed by water: 2TeF,.3TeO..6H,O 
=5TeO,+8HF+2H,0. E. B. R. Prideaux and J. O’Neil Millott did not obtain 
this product in their study of the action of hydrofluoric acid on tellurium dioxide. 
They measured the solubilities of tellurrum dioxide in aq. hydrofluoric acid at 


10°, and found that with the following concentrations in grms. per 100 grms. of 
HF and of TeO,g, 


[HF] 010-221. 1222 7-83 10-0 13-0 15-8 17-5 22-6 
[TeO,] 0-120 1-26 16-8 24-0 44-5 46-2 50-2 43-0 
[HF]. 20-5 15-2 16-5 14-8 18-2 24-0 26-4 28-5 
[TeO,j 59:0 54:6 55-7 57-0 50:5 42-6 45-7 58-0 


The results with the concentrations expressed in mols of the constituent per 100 © 


mols of soln. are plotted in Fig. 47. The addition of tellurous acid, H,TeO,=H™ 
+HTeO’s, to hydrofluoric acid represses the ioniza- 
tion of the hydrofluoric acid, H,F,=H' +HF,’, and 
removes it as a complex ion of the complex 
fluoride: 2H’ + HTeO,’ + HF,’=2H + TeF,0,” 
+H,O; and the acid then crystallizes from the aq. 
soln. as the dihydrate: 2H,[TeO.F,|—>2(TeOF,.H,0) 
=TeF,.TeO,.2H,O. R. Metzner found that when 
the mother-liquor obtained in the preparation of 


frequent stirring, needle-like crystals of tellurium 


or telluryl difluoride, TeOF,.H,O, are formed. 

Mate arses Gone System: . B. R. Prideaux and J. O’Neil Millott preferred 

goraa the formula TeF,.TeO,.H,O, and were unable to 

decide whether to write it 2TeOF,.H,O, or TeOF,TeO,.2HF. A. J. Hégbom, and 

K. B. R. Prideaux and J. O’Neil Millott obtained crystals of the oxyfluoride by 

evaporating an aq. soln. in vacuo over cone. sulphuric acid. R. Metzner found that 

when the salt is heated, it yields tellurium dioxide and hydrogen fluoride; and 
that it is decomposed by water. 

R. F. Weinland and J. Alfa said that conc. hydrofluoric acid reacts with potas- 
sium tellurate forming potassium difluotellurate, K,Te0O3F,.3H,O, in which an 
atom of oxygen is replaced by two atoms of fluorine ; but it may also be represented 
K,TeO,.2HF.2H,0. It is obtained by evaporating a soln. of a mol of telluric acid 


and 2 mols of potassium hydroxide to dryness on the water-bath and dissolving — 


the residue in a slight excess of hydrofluoric acid ; it crystallizes in microscopic, 


octahedral, monoclinic crystals, is fairly stable in dry air, but when heated evolves — 


water anda small quantity of hydrogen fluoride, or at a higher temp. oxygen, and 


this salt just described is more strongly cooled, with — 


oxydifluoride, TeF,.TeO,.2HF, 1.€. 2TeO,.4HF, a 


leaves a residue of tellurium dioxide and potassium fluoride. It is difficult to — 


dissolve in water, yielding a faintly acid soln. and cannot be recrystallized from 
hydrofluoric acid. The corresponding rubidium difluotellurate, Rb,TeO.F,.3H,0, 
similarly prepared, furnishes colourless crystals rather more soluble than the 
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potassium salt. Neither ammonium difluotellurate, ner sodium difluotellurate could 
be prepared. 

J. J. Berzelius obtained a number of tellurium oxychlorides of undetermined 
composition—e.g. by the action of cold water on tellurium tetrachloride ; from a 
soln. of the tetrachloride in boiling water ; by exposing the tetrachloride to moist 
air; by evaporating a soln. of the tetrachloride on the water-bath ; by dissolving 
the tetrachloride in hydrochloric acid, by evaporating a hydrochloric acid soln. of 

telluric acid ; and from a soln. of tellurium in aqua regia. A. Michaelis obtained 
_ oxychlorides from a soln. of tellurium dioxide in molten tellurium tetrachloride. 
According to A. Ditte, tellurium dioxide readily absorbs hydrogen chloride with 
the development of heat and the formation of a brown mass. If the temp. be 
below —10°, the product has the composition tellurium dioxytrihydrotrichloride, 
TeO,.3HCl; by slightly raising the temp. tellurium dioxydihydrodichloride, 
TeO2.2HCl, is formed, and this can be heated to 90° without decomposition. 
T. W. Parker and P. L. Robinson observed no evidence of the formation of a 
complex TeO,.n.HCl in the range of temp. 0° to 150°. At 0°, hydrogen chloride 
is absorbed to form a heterogeneous product which loses water continuously in a 
stream of gas as the temp. is raised. At about 110°, it melts to a brown liquid 
forming tellurium oxydichloride, or telluryl dichloride, TeOCl,.H,O, and the 
reaction is completed at 300°. If heated to a still higher temp., the oxydichloride 
is decomposed into tellurium tetrachloride and dioxide: 2TeOCl,=TeO,+TeCl,. 
V. Lenher also prepared the complex TeO,.2HCI, but showed that it is not converted 
into the oxydichloride by heat but rather into a mixture of the tetrachloride and 
dioxide without the intermediate formation of an oxydichloride. If the tetra- 
chloride and dioxide are heated together, no combination occurs, and on cooling 
the original compounds can be removed unchanged. K. Lindner and L. Apolant 
said that the oxydichloride is formed, with the separation of tellurium, by the 
action of water on tellurium dichloride. 

J. J. Berzelius obtained tellurium oxybromides of undetermined composition— 
e.g. by exposing tellurium tetrabromide to moist air; and by the action of water 
on the tetrabromide. A. Ditte found that tellurium dioxide at ordinary temp. 
absorbs hydrogen bromide with the development of heat forming a dark brown, 
crystalline mass which at —14° absorbs more of the gas to form a black, crystalline 
mass of tellurvum dioxytrihydrotribromide, TeOs.3HBr ; if the temp. be raised not 
over 40°, this passes into tellurium dioxydihydrodibromide, TeO,.2HBr, which 
begins to lose water when heated to 70°, and forms tellurium oxydibromide or 
telluryl bromide, TeOBr,, when heated up to 300°. At a higher temp., the pale 
yellow mass melts and decomposes 2TeOBr,=TeO.+TeBry. 

J. J. Berzelius obtained tellurium oxyiodides of undetermined composition— 
by boiling telluritum tetraiodide with successive quantities of water ; by evaporating 
a sat. soln. of the tetraiodide in conc. hydriodic acid ; and from a soln. of telluric 
acid in hydriodic acid. A. Ditte found that tellurium dioxide absorbs hydrogen 
iodide at —15°, but at ordinary temp., the dioxide is decomposed. The absorption 
at —15° is very slow because the dioxide agglomerates together. He was unable 
to fix as much as one eq. of the hydrogen iodide with the tellurium dioxide ; and 
as the temp. rises, the product decomposes forming tellurium iodide. 
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§ 14. Tellurium Sulphides 


According to J. J. Berzelius,! H. Rose, F. Becker, B. Brauner, L. Staudenmaier, 
A. M. Hageman, and A. Gutbier and F. Flury, the precipitate produced by hydrogen 
sulphide in a hydrochloric acid soln. of tellurium dioxide in hydrochloric acid, or 
an acidified soln. of an alkali tellurite, is unstable tellurium disulphide, TeS,. 
M. Chikasige also said that the alleged disulphide is really a mixture. When first 
formed, the precipitate is red, but it very quickly turns brown, brownish-black, 
and finally black, owing to the decomposition of the sulphide into its elements ; 
and if the dried precipitate be extracted with carbon disulphide, all but 1 to 4 per 
cent. of the sulphur can be removed. 3B. Brauner thought that the sulphur so 
retained was evidence that a more stable sulphide is associated with the ordinary 
disulphide, but F. Becker, A. H. Hageman, and L. Staudenmaier said that the 
sulphur is very intimately mixed with the tellurium and inaccessible to the sol- 
vents ; and is not present as tellurium sulphide decomposable by hydrochloric acid 
or as a variety of sulphur insoluble in carbon disulphide. A. M. Hageman found 
that at temp. below —20°, tellurium disulphide is stable, but above —20° dis- 
sociation sets in; and at —20° dissociation is slow, and becomes more rapid as the 
temp. is raised. The progress of the dissociation can be measured by the pro- 
portion of sulphur extracted by carbon disulphide, but the reaction is never com- 
plete—at least 0-95 per cent. of sulphur remains. The production of tellurium 
disulphide is independent of the conc. of the acid, and of the medium in which 
the reaction is effected—e.g. ether, and other organic solvents can be used instead 
of water as solvent. The dissociation and stability of the disulphide is solely a 
question of temp. A. Gutbier and F. Flury. suggested that the precipitate at 
the moment of the formation is sulphotellurous acid, H,TeS3, or the complex 
H.TeS3.2H,S. A. Gutbier found that a pseudo-solution, or a soln. of colloidal 
tellurium disulphide is formed as a transparent liquid with a blue fluorescence. 
After dialysis, the sol. keeps well; and by freezing, a solid hydrosol is produced. 
R. Astfalk also investigated the colloidal disulphide. 


The bluish-black product, alleged to be the disulphide, TeS,, according to 
J.J. Berzelius, acquires a metallic lustre when burnished. It softens when heated without 
melting completely ; swells. up; and solidifies on cooling to form a blistered, grey mass. 
When heated in a retort, sulphur distils off leaving a residue of tellurium ; a mixture of 
the product with a metal sulphide leaves a residue of the metal telluride. The alleged 
tellurium disulphide forms a yellow soln. with boiling alkali-lye ; and when freshly precipi- 
tated, dissolves sparingly in conc. aq. ammonia. R.W. E. MaclIvor said that the fresh 
precipitate dissolves in a soln. of ammonium sulphide, but owing to the decomposition of 
the disulphide, some tellurium remains undissolved. 


W. O. Snelling said that at the moment of precipitation of tellurium sulphide 
by hydrogen sulphide in an aq. soln. of tellurous acid, only half the sulphur is 
soluble in carbon disulphide, and that the insoluble residue consists of tellurium 
monosulphide, TeS, supposed to be formed in accord with: 2H,S+H,TeO,;=TesS — 
+8+3H,0. This compound is said to be very unstable and to decompose com- ~ 
pletely in about 4 hrs. at 0°, and much more rapidly at highertemp. A.M. Hageman — 
said that the alleged monosulphide has no existence. 

According to J. J. Berzelius, if a dil. aq. soln. of telluric acid be sat. with 
hydrogen sulphide, and set aside in a closed vessel in a warm place, it turns brown — 
without losing its colour; afterwards the colour disappears, and tellurium tri- — 
sulphide, TeS;, is deposited as a greyish-black, shining film which is easily rubbed 
off in flakes. According to F. Becker, B. Brauner, and A. Gutbier and F. Flury, — 
the precipitate has the composition Te: 38, and during its formation some telluric — 
acid is reduced to tellurous acid. A. Gutbier and F. Flury added that there is no © 
sign of the formation of a sulphozytelluric acid. B. Brauner, and F. Becker found — 
that the alleged tellurium trisulphide gives up nearly all its sulphur to carbon 
disulphide—F. Becker found about 6-15 per cent. escaped extraction. B. Brauner — 
said that the sulphur is completely volatilized when the trisulphide is heated ina — 
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current of an indifferent gas. He observed that telluric acid resembles arsenic acid, 
but it surpasses it in so far as it is acted on by that reagent with far greater difficulty. 
It is also far more difficult to reduce by sulphurous acid. It differs from arsenic 
acid in so far as no sulphoxytelluric acid is formed in the cold. It resembles anti- 
monic acid in the arrangement of atoms corresponding with the formation of a 
sulphoxytelluric acid being very unstable, but it differs from it in that if the acid 
in question is formed at a high temp. it isimmediately destroyed. Tellurium differs, 
however, most essentially both from arsenic and from antimony, in the fact that 
tellurous acid and telluric acid when precipitated with hydrogen sulphide, give, 
as a final product of the action, precipitates consisting almost entirely of free 
tellurium and of free sulphur in the at. proportions Te+-S, or Te-+Ss3. It is there- 
fore impossible to investigate the question whether telluric acid, when treated with 
hydrogen sulphide under certain conditions, gives the disulphide, and under 
other conditions the trisulphide, in the same way as could be done with arsenic 
and antimony, for their sulphides are relatively stable. A. Gutbier found that 
when a small proportion of hydrogen sulphide is passed into a dil. soln. of telluric 
acid, a soln. of colloidal tellurium trisulphide is formed. It is steel-blue to violet 
by transmitted light. 

J. J. Berzelius stated that tellurium and sulphur may be melted together in 
all proportions—with an excess of sulphur, the mixture is yellowish-red ; as the 
proportion of tellurium is in- 
creased, the mixture appears py 140° 
red by transmitted light, and (a a a a 
black by reflected light; and 
with a still higher proportion 
of tellurium, an opaque, lead- 
grey mixture is produced. 
G. Pellini showed that the f.p. 
curves furnish no indication of 
the formation of a compound, 
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and 2, for instance, those con- 
taining 0-557 per cent. of tellurium, have the axial ratios a: b: c=0-8136 : 1 : 1-86929, 
while artificial sulphur crystals have the ratios 0-8108 : 1: 1-9005. A solid amorphous 
soln. of tellurium and sulphur was obtained which is insoluble in carbon trisulphide. 
_ The red sulphur of Japan is said to be an isomorphous mixture of sulphur, selenium, 
and tellurium. The f.p. curves of mixtures of sulphur and selenium, and of 
selenium and tellurium have been discussed in connection with selenium sulphide 
and tellurium selenide. G. Pellini’s observations on sulphur and tellurium are 
illustrated in Figs. 48 and 49. Fig. 49 shows an enlargement of the f.p. curves in 
the vicinity of the eutectic. M. Chikashige found that two series of solid soln. are 
formed of limited concentration and the eutectic given by M. Chikashige is at 109° 
and 7 per cent. of tellurium. IF. M. Jager gave 106° for the eutectic. According 
to M. Chikashige, the transformation temp. of sulphur at 120° and 94:5° are lowered 
by tellurium. Whilst 6-sulphur retains 2 per cent. of tellurium in solid soln, 
a-sulphur retains only 0-5 per cent., but the separation of the excess occurs only 
under the influence of light. Molten B-sulphur dissolves 10 per cent. of tellurium, 
and molten y-sulphur, 20 per cent. Solid soln. with less than 0-5 per cent. of 
tellurium—including Japanese red sulphur—are not sensitive to light. The 
supersaturated crystals containing from 0-5 to 2-0 per cent. of tellurium change 
from red to yellow or brown when exposed to light; the most active rays have a 
wave-length A=4500. The decomposed portions are more readily dissolved by 
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carbon dioxide than the original crystals. L. Losana confirmed G. Peliini’s value 
of 1-9 per cent. for the limit of complete miscibility, and he found the minimum on 
the liquid curve was at 6 per cent. tellurium and the maximum eutectic arrest 
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corresponds with this. When over 97-6 per cent. of tellurium is present, there is 
no trace of an arrest showing that there is a zone of solid soln. with 98 to 100 per 
cent. tellurium. L. Losana found that the ternary system exhibits formation of 
neither compounds nor ternary eutectics, but 
contains two zones of complete miscibility in 
which there exist mixed crystals of selenium and 
tellurium in sulphur and mixed crystals of sulphur 
and tellurium in selenium. The formation of 
mixed sulphur-tellurium crystals is favoured by 
the presence of selenium, which causes solid soln. 
_ with high proportions of tellurium to be formed ; 
many of such solid soln. exhibit, however, the 
phenomenon of more or less rapid unmixing. 
The first transformation point of sulphur is de- 
pressed considerably by selenium and tellurium 
separately and to a still greater extent by the two 
elements together. L. Losana’s observations are 
summarized in Figs. 50, 51, and 52. Accord- 
ing to L. Amaduzzi and M. Padoa, mixtures of 


sulphur and selenium are devoid of photo-electric 
Fie. 52.—Projection of the Liqui- properties. 


ORE aries Teniary ys: A. Stock and P. Praetorius observed that when 


an arc is maintained under carbon disulphide 
between a graphite cathode and an anode of tellurium and graphite (10:1), the 
anode is disintegrated, and a reddish-brown soln. is produced in which black 
particles of tellurium and graphite are suspended. The soln. contains non- 
volatile decomposition products of carbon disulphide, and carbon subsulphide, 
(C38,), and carbon sulphotelluride, CSTe, which are volatile in the vapour 
of carbon disulphide. Part of the carbon subsulphide can be removed by 
fractional distillation ; and the remainder by transforming it into a non-volatile 
thiomalono-naphthylamide by treatment with B-naphthylamine. The dil. soln. was 
concentrated on a water-bath, and subsequently cooled below —30° when the 
sulphotelluride was obtained in yellowish-red crystals with a penetrating odour of — 
garlic. Ifit be smelled for a short time, the breath retains a strong odour of garlic 
for a considerable time. Cryoscopic and ebulliscopic measurements in benzene 
or carbon disulphide soln. are in agreement with the formula CSTe. The sp. gr. 
of the crystals at —50° is 2-9, and the vap. press. at 10° is about 2mm. The 
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_ erystals melt at —54° to a brilliant red liquid with a high refractive power. Carbon 
sulphotelluride, either solid or in soln., becomes blood-red, then black, and decom- 
poses rapidly on attaining room temp. Some decomposition occurs even at —50°. 
When the soln. in carbon disulphide is treated with bromine, it gives a precipitate 
of tellurium tetrabromide ; and mercury extracts all the compound from its soln. 
Carbon sulphotelluride is the compound which was previously thought to be carbon 
ditelluride (q.v.). 

Salts of the hypothetical sulphotellurous acid, HgTeS;, have been prepared, as 
sulphotellurites. J.J. Berzelius said that the sulphotellurites of the alkali metals 
and magnesium are produced by saturating the soln. of the corresponding tellurite 
with hydrogen sulphide: 3R,TeO3+9H,S=ReleS;+2Te+48+9H,0 ; they are 
also produced by the action of a boiling soln. of the alkali hydrosulphides on tel- 
lurium dioxide; and by dissolving tellurium disulphide in alkali-lye: 5TeS, 
+18KOH=38K,Te03,+2K.TeS;+9H,O. The salts of the alkaline earths and 
of the heavy metals can be produced by double decomposition of a salt of these 
elements with the alkali sulphotellurite. The alkali sulphotellurites are brownish- 
yellow when anhydrous, and pale yellow when hydrated. They can be heated to 
redness without decomposition if protected from air. The sulphotellurites of the 
heavy metals are decomposed when heated out of contact with air, forming a metal 
telluride and basic sulphide. The sulphotellurites are fairly stable in air; freely 
soluble in water. The aq. soln. decomposes rapidly in air forming a soluble thio- 
sulphate and precipitating a mixture of sulphur and tellurium. The salts dissolve 
in alcohol with partial decomposition. Acids precipitate tellurium disulphide. 
J. J. Berzelius reported that ammonium sulphotellurite, 3(NH,).S.TeS., or 
(NH,)gT'eS;, separates when a soln. of ammonium tellurite is sat. with hydrogen 
sulphide, and evaporated in vacuo over potassium carbonate. The pale yellow, 
four-sided prisms lose ammonium hydrosulphide when exposed to air. L. Stauden- 
maier said that the salt is completely decomposed when confined over sulphuric 
acid. J. J. Berzelius made pale yellow, amorphous lithium sulphotellurite, 
presumably LigTeS;, by saturating a soln. of lithium carbonate in tellurous acid with 
hydrogen sulphide, and evaporating the filtered liquid in vacuo. It decomposes easily 
in air. He also prepared sodium sulphotellurite, Na,TeS;, in an analogous way ; 
and A. Gutbier and F. Flury, as indicated above, prepared Na,TeS3.2H,8, by the 
action of hydrogen sulphide on a soln. of sodium tellurate. J.J. Berzelius obtained 
pale yellow, four-sided prisms of potassium sulphotellurite, KgTeS;, by an analogous 
process. The salt readily fuses to a black liquid which, on cooling, forms a yellowish- 
brown solid, soluble in water. The salt blackens in moist air, and dil. aq. soln. are 
also quickly decomposed on exposure to air. The copper sulphotellurite, Cu,TeS;, 
is obtained by double decomposition as a brown precipitate; similarly black 
_ silver sulphotellurite, Ag,TeS;, is produced by double decomposition. It is decom. 
posed by heat into silver telluride, etc. By boiling calcium sulphide with tellurtum 
disulphide and water, and evaporating the filtrate, a non-crystalline mass of calcium 
sulphotellurite is produced which decomposes rapidly on exposure to air; similarly 
with strontium sulphotellurite, which forms a pale yellow, unstable solid which is 
completely soluble in water; while barium sulphotellurite furnishes pale-yellowish 
four-sided prisms, fairly stable in air, which are slowly dissolved by water. By 
adding barium sulphotellurite to a soln. of magnesium sulphate, and evaporating 
the filtrate magnesium sulphotellurite is formed as a pale yellow crystalline mass 
soluble in water and alcohol, similarly with zine sulphotellurite, which is at first 
light yellow and then turns brown; and cadmium sulphotellurite is formed 
similarly ; whilst mercurous sulphotellurite furnishes a dark brown precipitate 
which decomposes with a hissing noise when heated, and giving off mercury 
forms yellowish-brown mercuric sulphotellurite which decomposes into sulphur 
and mercury telluride when strongly heated. When an aq. soln. of a cerous salt 
is treated with potassium sulphotellurite, cerium sulphotellurite is precipitated ; 
it is brownish-yellow at first but soon becomes brownish-black. I. Pouget could 
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not prepare telluroantimonites analogous to the selenoantimonites. Antimony 
telluride does not dissolve in a hot soln. of potassium telluride or hydrotelluride ; 
and tellurium is itself insoluble in alkali sulphides—wide infra. J. J. Berzelius 
prepared dark brown bismuth sulphotellurite, by a similar process, a brown 
precipitate of stannous sulphotellurite, and a dark brown precipitate of stannic 
sulphotellurite. According to A. Ditte, tellurium dissolves in boiling soln. of 
the alkali sulphides, but tellurium is deposited in crystals as the soln. cools. 
It forms no alkali tellurosulphostannates analogous to the seleno-sulphostannates. 
J. J. Berzelius obtained a dark brown precipitate of lead sulphotellurite by 
double decomposition. P. Saldau found that the system PbS—PbTe does not form 
a continuous isomorphous mixed series. J. J. Berzelius obtained a precipitate 
of manganese sulphotellurite by a similar process; likewise ferrous sulpho- 
tellurite appears to be formed as a black precipitate; ferric sulphotellurite 
in brown flakes; cobalt sulphotellurite, as a black precipitate and likewise also 
with nickel sulphotellurite. A dark yellow soln. of platinum sulphotellurite was 
produced by the action of potassium sulphotellurite on a soln. of platinum tetra- 
chloride; in a few days, it deposits the sulpho-salt in dark blue flakes which turn 
black when dried. 

J. B. Hannay? reported a supposed arsenic sulphotellurite, As.S,.2TeS,, 
which was called arsenotellurite. It was said to occur in small brownish needles 
on arsenical iron pyrites. The complex mineral from Nagyag, called Blattertellur— 
foliated tellurium—was named nagyagite by W. Haidinger 2—vide supra. It is 
the aurum galena of G. A. Scopoli; the or gris lamelleux of I. Eques a Born; the 
elasmose of F. 8. Beudant; the Nagyakererz of A. G. Werner; the Bldttererz of — 
D. L. G. Karsten ; and the blatterine of J. J. N. Huot. Analyses were reported by 
P. Berthier, R. Brandes, F. Folbert, W. Hanko, 8. J. Kappel, M. H. Klaproth, 
G. A. Kenngott, C. F. Plattner, H. Priwoznik, P. Schoénbein, W. Muthmann and 
E. ©. Schréder, E. 8S. Simpson, and P. Sipécz. The results show that although the 
mineral is a lead gold sulphotellurantimonite, no definite formula can be assigned 
to the mineral. The composition ranges from Pb,9(Au,Ag).SboTegS,, to 
Pb,7(Au,Ag),Sb,Tej9S1g. The formula was discussed by A. K. Boldireff. The 
occurrence of nagyagite at Nagyag and Offenbanyer, Transylvania, was discussed 
by M. H. Klaproth, J. F. L. Hausmann, B. von Inkey, G. vom Rath, A. Schrauf, 
H. Hofer, F. R. von Hauer and G. Stache, F. Beyschlag, V. R. von Zepharovich, 
and E. von Fellenberg and B. von Cotta; in Hungary, by F. von Richthofen, 
J.D. Dana, and A. des Cloizeaux. The seberphyllinglanz of A. Breithaupt, named 
nobilite by M. Adam, occurs at Deutsch-Pilsen, Hungary. A. Breithaupt called 
an auriferous variety of nagyagite, edler Molybddnglanz. The occurrence of nagya- 
-gite in North Carolina was described by F. A. Genth, and J. D. Dana ; in Virginia, 
by G. A. Kenngott; in New Zealand, by J. Park; and in West Australia, by 
EK. S. Simpson. According to J. C. L. Schroder van der Kolk, the streak of dark 
lead-grey mineral has a brownish tinge. ‘The mineral occurs in granular or foliated 
masses, or in thin, flexible plates which, according to A. Schrauf, belong to 
the rhombic system, having the axial ratios a: b:c=0°2897:1:0-2761. The — 
(010)-faces may be striated; and the (010)-cleavage perfect. The crystals were — 
described by W. Phillips, W. H. Miller, J. D. Dana, and L. Fletcher; J. R. Blum 
described pseudomorphs of copper pyrites after nagyagite. The sp. gr. given by 
L. Sipécz is 7-4613 ; by W. Hanko, 7-347; and by W. Petz, 7:22. The hardness is 
over 1:0. J. Joly found nagyagite gives a sublimate of tellurium monoxide between 
440° and 525°; and of the dioxide at 610°. A. de Gramont described the spark 
spectrum; F. Beijerinck, and R. G. Harvey said that it is a good electrical con- 
ductor; and KE. T. Wherry, that it is a poor radio-detector. For bismuth sulpho- 
ditellurite, Bi.STe,, vide supra, tetradymite. 

A. Oppenheim reported that salts of the hypothetical sulphotelluric acid, HyTeSy, 
can be prepared as sulphotellurates ; thus, by passing hydrogen sulphide into a soln. 
of sodium tellurate, and adding sodium hydroxide, the precipitated tellurium tri- 
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sulphide passes into soln., and the liquid after saturating it again with hydrogen 
sulphide, furnishes sulphur-yellow, needle-like crystals of sodium sulphotellurate, 
Na TeS,. The formation of the salt is represented by the equation: 2Na,TeO, 
+7H,S=Te+3S-+Na,TeS,+2Na0H+6H,0 ; similarly with potassium sulpho- 
tellurate, K,TeS,. The aq. soln. can be boiled without decomposition. L. Stauden- 
maier said that it is probable that in alkaline soln., the telluric acid is reduced by 


hydrogen sulphide so that the alleged sulphotellurates are really sulphotellurites. 


A. Gutbier and F. Flury could not prepare alkali sulphotellurates, and stated that 
with alkali tellurates, hydrogen sulphide gives no product approximating 


| Na,TeS..2H.S. 
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§ 15. Tellurium Oxysulphides and Sulphates 


R. Weber,! and E. Divers and M. Shimose found that when sulphur trioxide 
reacts with tellurium, tellurium sulphotrioxide, T'eSO., is formed. The two sub- 
stances may remain in contact for a short time without reaction, and for a longer 
time if the mixture is cold. There is an evolution of heat, and the reaction is 
completed a few minutes after it has started. The excess of sulphur trioxide remains 
colourless; the sulphotrioxide is a bulky, deep red solid.. After the sulphotrioxide 
had been digested in the liquid trioxide at 30°-40° for some time, the liquid was 
drained off and the adherent trioxide was removed by heating it to 35° in vacuo, 
and the trioxide absorbed by means of borax—potassium hydroxide as absorbent 


acts too violently. E. Divers and M.Shimose made the sulphotrioxide by the action — 


of hydrogen telluride on a soln. of tellurium dioxide in conc. sulphuric acid : 2H,Te 
+Te0,+38H,S0,=3TeS0,+5H,0; by the action of conc. sulphuric acid on 
tellurium monoxide: 2TeO+3H,SO,—TeSO,+Te(SO,),+3H,O. The red colour 
of a soln. of tellurium in fuming or conc. sulphuric acid—noticed by M. H. Klaproth, 
. A. Hilger, A. C. Schultz-Sellack, F. J. Miller von Reichenstein, H. G. Magnus, 
F. von Kobell, H. Rose, J. J. Berzelius, and N. W. Fischer—was attributed by 
R. Weber, and E. Divers and M. Shimose to the presence of tellurium sulphotrioxide, 
and W. Prandtl and P. Borinsky obtained the sulphotrioxide by the action of 
chlorosulphonic acid on tellurium. WN. W. Fischer said that the red colour appears 
when one part of tellurium is present in 2000 parts of acid; no sulphur dioxide 
is evolved as the red coloration is produced. If the red soln. is heated, the red 
colour disappears, tellurium sulphate is formed, and sulphur dioxide is given off. 
K. Moles studied the f.p. and conductivity of a soln. of tellurium in sulphuric acid, 
and obtained abnormal values for the mol. wt. R. Auerbach found that tellurium 
dissolves in pyrosulphuric acid as single atoms; and on coagulation by dilution 
with water, the colour changes from red, through violet, to blue as the mites 1S 
precipitated—cf, selenium oxysulphate. 

According to R. Weber, and E. Divers and M. Shimose, at ordinary temp. 
tellurium sulphotrioxide is an amorphous solid, which softens without melting at 
about 30°. It is of a beautiful red colour, and transparent in very thin layers. 
It is finely vesiculated in consequence of the vaporization within its substance of 
the excess of sulphur trioxide at first mixed withit. R. Weber said that it is very 
unstable, decomposing even in sealed tubes at ordinary temp. yielding sulphur 
dioxide, but H. Divers and M. Shimose observed it to be quite stable at ordinary 
temp. in the closed tube when pure, neither changing colour nor evolving sulphur 
dioxide. During its preparation and purification, also, no sulphur dioxide was 
produced, when the sulphur trioxide was quite anhydrous. The sulphotrioxide 
does, indeed, sometimes slowly decompose when left in the crude state, its red 
colour assuming a brown shade, and then, too, sulphur dioxideis formed. EH. Divers 
and M. Shimose also observed that when red tellurium sulphotrioxide is heated 
sufficiently, its colour changes to a bright fawn-brown. Prolonged heating in a 
vacuum even at 35° effects this change, but so very slowly that no change can be 
perceived, even after the lapse of an hour. At higher temp. the transformation is 
more rapid, and at 90°, almost instantaneous. No gas is evolved, and nothing 
but the striking change of colour is observable. The vesicular condition remains 
just as it was, even to the iridescence of the superficial’ vesicles. Heated to 
130°, it softens and shrinks, as the vesicular structure collapses. Its brown 
colour is now of a deeper shade, owing to the absence of the vesicles. Heated to 
180°, it again changes colour, and again becomes vesiculated, this time from evolu- 
tion of sulphur dioxide. The mass eventually becomes black and solid on further 
heating, and now consists of the tellurium monoxide, the decomposition being 
almost complete at about 230°. The earlier effects of heating the red sulphotrioxide 
under atm. press. do not appear to differ essentially from those of heating in vacuo. 
The brown sulphotrioxide remains unaffected when digested with liquid sulphur 
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trioxide, but lke the red sulphotrioxide it dissolves readily in suiphuric acid, 
without evolution of sulphur dioxide, and yields the usual deep amethyst-red soln. 
In its behaviour with water, no difference from the red sulphotrioxide has been 
observed, if we except a somewhat more violent action in the case of the red, 
perhaps due to the presence of a little sulphur trioxide in the preparation so tested. 
If water be passed into the red soln. of tellurium in sulphuric acid, the tellurium 
is all precipitated ; and tellurium sulphotrioxide is decomposed by water TeSO, 
+H,0=Te+H,8O,, but some tellurium monoxide is formed (q.v.) : TeSO3-+-H,O 
=H,803;+TeO, followed by 2TeO+H,O0=Te+H,TeO,; or collectively 2TeSO, 
+3H,0=Te+H,Te03+2H.SO3. These equations, said E. Divers and M. Shimose, 
“do not make at all clear the production of excess of tellurium, and that of the 
sulphuric acid remains inexplicable, since sulphurous acid has no reducing action 
upon tellurous acid either alone or in the presence of sulphuric acid, hydrochloric 
acid being required. Noristhe constitution clear. If the sulphoxide isa sulphite, it 
is strange that it should dissolve in sulphuric acid without giving off sulphurous acid. 
Further, if it is a sulphite, it should be in the same series of tellurtum compounds 
as tellurium monoxide, and there should be a corresponding hypotellurous sulphate, 
SO,Te, formed from tellurium monoxide and sulphuric acid, which is not the case. 
They suggested the formule : 


Te TeO 
Orns, O's 
SO, SO 
Red sulphotrioxide. Brown sulphotrioxide. 


which represent the red modification as a sulphonate of tellurium in the unstable 
condition of bivalency, and the brown modification as a better balanced combination 
of oxides of the two elements, in which both are quadrivalent, and the combination, 
therefore, more stable under rise of temp. than the red modification, and yet a 
combination out of which the tellurium cannot be expected to separate from the 
sulphur without reduction at the same time to a state of lower valency.” R. Auerbach 
said that teJlurium dissolves as Te-mols. in pyrosulphuric acid. W. Prandtl and 
P. Borinsky, by analogy with their hypothesis for sulphur sesquioxide, represented 
the constitution of tellurium sulphotrioxide : 


ON, /O 
OF \Te 


Vide the action of tellurium on selenic acid. According to C. A. Cameron and 
J. Macallan, coloured compounds produced by the action of sulphur, selenium, and 
tellurium on selenic acid have been produced by the action of these elements on 
sulphuric acid or anhydride to form the compounds SSOs, SeSO3, and TeSOs. 
- Owing to their similarity in the modes of formation with those formed by selenic 
acid, it is assumed that the resulting selenotrioxides are analogous to the sulpho- 
trioxides in which selenium and sulphur are mutually replaceable. The two series 
of compounds are : 


Sulphotrioxides. Selenotrioxides, 
Blue. Z : P aU. SSeO, 
Green ; 5 , . -SeSO, SeSeO, 
Red. i : 2 ser hesO; TeSeO, 


The colour of the above compounds appears to be almost entirely due to the element 
which is added on to the anhydride ; the sulphur or selenium in the residual portion 
of the mol. has scarcely any effect upon the colour. 

J. J. Berzelius 2 evaporated a soln. of tellurium in conc. sulphuric acid, and 
obtained what he regarded as the normal sulphate; but D. Klein and J. Morel 
showed that the product is probably a basic salt, telluryl oxysulphate, 2TeO,.SOsz ; 
or Te,03(SO,4) ; or O=(TeO),.=SO,. B. Brauner obtained this product by boiling 
tellurium dioxide with sulphuric acid (1:1), and cooling the soln. D. Klein and 
J. Morel, P. Kéthner, and R. Metzner used a more dil. acid, and evaporated the 


118 INORGANIC AND THEORETICAL CHEMISTRY 


soln. for crystallization. B. Brauner said that if less than 50 per cent. sulphuric 
acid is used, tellurium dioxide separates from the soln. J.J. Berzelius, A. Gutbier, 
and E. Divers and M. Shimose obtained the salt from a soln. of tellurium in hot 
sulphuric acid. The salt furnishes rhombic prismatic crystals, which, according 
to K. Vrba, have the axial ratios a: 6: c=0-5265: 1: 0°7860; the (001)-cleavage 
is complete; complex twinning occurs about the (110)-plane. The crystals 
produced by the slow cooling of the sulphuric acid soln. are colourless six-sided 
prisms; and those obtained by rapid cooling are microscopic, six-sided plates. 
The sp. gr. of the tabular crystals is 4-605, and that of the prismatic crystals 4-7. 
R. Metzner found that the crystals are non-hygroscopic, and stable. No decom- 
position occurs at 440°, but at 500°, a little decomposition occurs. Hence it is 
easy to separate adherent sulphuric acid from the crystals, by heating them in vacuo. 
J. J. Berzelius said that the salt melts when heated, and at a higher temp. gives off 
sulphur trioxide leaving a residue of tellurium dioxide ; cold water acts slowly on 
the salt, and hot water transforms it completely into tellurium dioxide and sul- 
phuric acid. It dissolves in warm hydrochloric and nitric acids, and separates on 
cooling the hot, sat. soln. R. Metzner utilized the properties of this sulphate for 
the separation of selenium and tellurium. F. Ephraim prepared tellurium hexam- 
minosulphate, TeSO,.6N Hs. 

R. Metzner prepared ammonium sulphatotellurite, (N H,) HSO,.2TeO,.803.2H,0, 
by adding ammonium sulphate to a soln. of telluryloxysulphate in hot, dil. sul- 
phuric acid ; on cooling, acicular crystals separate out. He also prepared potassium 
sulphatotellurite, KHSO,.2TeO,.S03.2H,O, in a similar manner. G. Pellini 
observed that rubidium hydrosulphatohydrotellurate, Rb(HSO,)(HTeO,), may be 
formed—vide supra, hydrotellurates. F. Forster and co-workers observed no sign 
of the possible formation of tellurothiosulphuric acid, or tellurodithionic acid corre- 
sponding with the corresponding selenium compounds (q.v.). W. Prandtl and 
P. Borinsky obtained tellurium hexoxydisulphotetrachloride, TeCl,.2503, by the 
action of pyrosulphuryl chloride on tellurium ; or of sulphur trioxide on tellurium 
tetrachloride. The complex melts in vacuo at 85°; and at 120° in vacuo it 
furnishes tellurium trioxysulphotetrachloride, TeCl,.SO3. It was also found that 
sulphur trioxide reacts with tellurium tetrabromide and tellurium heptoxydisulpho- 
dibromide, TeOBr,.2SOs, is formed. 
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§ 16. Tellurium Nitrates 


M. H. Klaproth,! and J. J. Berzelius found that tellurium is readily dissolved 
by nitric acid forming a colourless soln. D. Klein and J. Morel’s observations 
on this subject have been discussed in connection with tellurium itself. With an 
acid of sp. gr. 1-15, the evaporation of the soln. at about 50° furnishes, according 
to J. F. Norris and co-workers, and P. Kothner, telluryl oxyhydroxynitrate, 
Te,03(OH)(NO3), that is, HO-TeO-O-TeO-NO,. P. Kéthner said that the 
formula 4TeO,.N,0;.1-5H,O is not correct. According to P. Koéthner, the salt is 
best prepared by dissolving tellurium in a slight excess of nitric acid; and 
evaporating the liquid so as to obtain crystals from the hot soln. The crystals are 
washed with warm nitric acid of sp. gr. 1-255, and then with colder acid ; and then 
with acid at 5°, then with a 3: 1-mixture of cold nitric acid and absolute alcohol ; 
then gradually raising the proportion of alcohol until finally alcohol alone is used 
to remove the last trace of nitric acid. The crystals are then dried in vacuo over 
phosphorus pentoxide. P. K6thner obtained the crystals as rhombic prisms from 
hot soln. J. F. Norris and co-workers said that the crystals are not hygroscopic, 
and do not lose their lustre when exposed to air, but in moist air, P. Kéthner found 
that tellurous and nitric acids are formed. The salt is not changed when kept in 
vacuo over calcium chloride. J. ¥. Norris and co-workers said that the nitrate suffers 
no loss in weight from 110° to 170°, but at 190° the crystals begin to lose nitrogen 
oxide; and tellurium dioxide is formed at 300°. According to D. Klein and 
J. Morel, the basic nitrate is slowly decomposed by cold water, nitric acid and a 
small proportion of tellurium dioxide is dissolved, while rectangular plates of tel- 
lurium dioxide remain. Ata higher temp., decomposition is almost instantaneous ; 
the soln. becomes strongly acid, and the greater part of the tellurium dioxide 
remains undissolved in the form of microscopic octahedra. These facts explain 
the commonly-accepted statement that tellurium dioxide is slightly soluble in water, 
but does not redden blue litmus. The basic nitrate does not act on moistened 
litmus in the cold until after several hours, and when decomposition takes place 
the soln. of a small quantity of tellurium dioxide is due to the presence of the free 
nitric acid. Basic tellurium nitrate dissolves in nitric acid and crystallizes readily 
when the soln. is concentrated and cooled. It seems to be much more soluble in 
the dil. than in the conc. acid. Soln. in nitric acid of sp. gr. 1-1-1-4 are stable 
at all temp. and soln. in acid of sp. gr. about 1-35, are not decomposed on addition 
of 100 vols. of water. On the other hand, soln. in nitric acid of sp. gr. 1-1 are 
decomposed by water with precipitation of tellurium dioxide, decomposition 
being more rapid the greater the proportion of water. The limit of decomposition 
appears to be reached when the soln. is mixed with 5 vols. of water; under these 
conditions, the precipitation of tellurium dioxide is very slow, and with a smaller 
proportion of water no decomposition takes place. The tellurium dioxide deposited 
when the nitric acid soln. are diluted, does not crystallize in octahedra, but in some 
perfectly distinct form. 

A. Rosenheim and G. Jander found that soln. containing telluric acid 
and potassium nitrate deposit large crystals of potassium dinitratotellurate, 
2KNO3.HgTeO,.2H,O; and they can be recrystallized from dil. soln. of potassium 
nitrate without decomposition. Similarly, with soln. of silver nitrate, crystals 
of silver nitratotellurate, AgNO3.H,TeO,, were formed. They attributed the 
formation of these complexes to the weak acid nature of telluric acid. A. Oppenheim 
also obtained silver nitratotellurate as a precipitate by adding silver nitrate to a 
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soln. of telluric acid ; similarly with mercurous nitratotellurate, and with lead 
nitratotellurate. 
REFERENCES. 


1 J. F. Norris, H. Fay and D. W. Edgerly, Amer. Chem. Journ., 23. 105, 1900; P. Kothner, 
Zeit. anorg. Chem., 84. 402, 1903 ; Liebig’s Ann., 319. 1, 1901; Das reine Tellur und sein Atomge- 
wicht, Halle, 1901; J. J. Berzelius, Schweigger’s Journ., 6. 311, 1812; 34. 78, 1823; Pogg. Ann., 
28. 392, 1833; 82. 1, 577, 1884; M. H. Klaproth, Mem. Akad. Berlin, 50. 17, 1798; Beitrage 
zur chemischen Kenntniss der Mineralkérpen, Berlin, 8. 1, 1802; London, 2. 1, 1804; Crell’s 
Ann., 1. 91, 1798; Gilbert’s Ann., 12. 246, 1802; A. Oppenheim, Beobachtungen iiber das Tellur 
und einige seiner Verbindungen, Gottingen, 1859; Journ. prakt. Chem., (1), 71. 278, 1857 ; 
D. Klein and J. Morel, Compt. Rend., 99. 540, 567, 1884; Bull. Soc. Chim., (2), 48. 204, 1885 ; 
A. Gutbier, Sitzber. phys. Med. Soc. Erlangen, 37. 292, 1905; Studien iiber das Tellur, Leipzig, 
1901; A. Rosenheim and G. Jander, Koll. Zeit., 22. 23, 1918; G. Jander, Ueber die Tellursdure 
und thre Alkalisalze in threm Verhalten als Halbkolloide, Berlin, 1917. 


§ 17. Tellurium Phosphates 


J. J. Berzelius,! and H. Rose observed that when a soln. of sodium phosphate 
is added to a neutral or feebly acid soln. of tellurous acid a white precipitate is 
formed ; and D. Klein found that the spontaneous evaporation of a soln. of tellurous 
acid in conc. phosphoric acid furnishes pulverulent telluriwm phosphate which 
cannot be washed with water because it is resolved by that liquid into tellurium 
dioxide and phosphoric acid. The product contains a variable proportion of 
phosphoric acid. F. Ephraim and E. Majler were unable to prepare an ammonium 
phosphotellurate analogous to the phosphoselenates. According to R. F. Weinland 
and H. Prause, telluric acid forms compounds with phosphates analogous with 
those obtained with the arsenates, thus, ammonium diphosphatotellurate, 
2(NH,).0.P,0;.TeO3.4H,O, that is, {(NH,0),—=PO},TeO., was obtained by 
evaporating a soln. of 2 mols of phosphoric acid, a mol of orthotelluric acid, and 
4 mols of ammonia. The four-sided plates belong to the triclinic system, and 
have the axial ratios a: b: c = 0-7337 : 1 : 0-7698, and a=90° 28’, B=96° 42’, and 
y=91° 34’. The salt is easily soluble in water, and the soln. has an alkaline reaction ; 
it can be recrystallized from water ; but it ought not to be warmed very much or 
ammonia will be given off. If the three components just indicated be in proportions 
between 2:1: 2-5 and 4:1: 6, ammonium triphosphatotellurate, 4(NH,).0.3P,05. 
2TeO3.11H,0, or {NH,O-PO(OH)},TeO, : TeO(OH).PO(ONH,)s, is produced in 
monoclinic prisms or plates with the axial ratios a: 6b : c=0-8097 : 1 : 0-6347, and 
B=116° 25’, with twinning about the (001)-plane. The crystals react acid; they 
can be recrystallized from water; and they do not effloresce over sulphuric acid. 
By evaporating slowly over sulphuric acid a soln. of 2 mols of phosphoric acid, one 
mol of orthotelluric acid, and 2 mols of sodium hydroxide, six-sided, 
bipyramidal crystals of sodium phosphatotellurate, 2Na,0.P,0;.2TeO3.9H.,0, 
or (NaO),P0.0.TeO.(OH), are formed. The salt cannot be recrystallized from 
water without decomposition. The hexagonal crystals have the axial ratio 
a:c=1:1-3646; they do not effloresce over sulphuric acid; they are sparingly 
soluble in cold water ; the aq. soln. is slightly alkaline towards litmus. R. F. Wein- 
land and H. Prause prepared potassium hydrodiphosphatotellurate, 14K,0.P,0s. 
TeO3.174H,O, or 


KO ; OK, 
Ko PO-0-Te0 ,-0-P0< ae 17H,O 


by the evaporation in vacuo over conc. sulphuric acid or at a temp. below 40°, of a 
soln. of theoretical proportions of the component salts. The acicular or prismatic 
crystals of the heptadecahydrate effloresce at ordinary temp., but are stable at 4° or 5°. 
The salt is soluble in water, and the aq. soln. reacts acidic. The salt loses all its 
water at 200°; and over sulphuric acid, about three-fourths of the water 
is given off forming the tetrahydrate, (KO),PO.0.TeO,0.PO(OH)OK.6H,O. The 
same salt is produced as in the case of the heptadecahydrate using a conc. soln. of 
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phosphoric acid, or a soln. of 4 mols of phosphoric acid, one mol of orthotelluric acid, 
and 5 mols of potassium hydroxide. The salt forms radiating aggregates of rhombic 
crystals which do not effloresce in the desiccator, and lose no water at 100°. The eor- 
responding rubidium hydrophosphatotellurate, (RbO),PO.0.TeO..0.PO(OH)ORb. 
4,0, was obtained from a soln. of 4 mols of phosphoric acid, one mol of orthotelluric 
acid, and 6 mols of rubidium hydroxide. 

For tellurium phosphotridecachloride, 2TeCl,.PCl;, vide supra. 
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CHAPTER LX 
CHROMIUM 


§ 1. The History and Occurrence of Chromium 


In 1766, J. G. Lehmann?! described nova minera plumbi specie crystallina rubra 
which he had obtained from Ekateribourg, Siberia, but for the next thirty years, 
the composition of the mineral was more or less conjectural. P.S8. Pallas, indeed, 
said that it contained lead, sulphur, and arsenic. J. G. Wallerius called it manera 
plumbs rubra ; A. G. Werner, rothes Bleierz ; and L. C. H. Macquart, plomb rouge 
de Sibérie—vide infra, crocoite. J. J. Bindheim supposed the mineral to be a 
compound of molybdic acid, nickel, cobalt, iron, and copper. In 1794, L. N. Vau- 
quelin in co-operation with L. C. H. Macquart, reported that it contained lead 
oxide, iron, alumina, and a large proportion—38 per cent.—of oxygen—oxyde 
de plomb suroxygéne ; but in 1797, L. N. Vauquelin, in his Mémovre sur une nouvelle 
substance métallique, contenue dans le plomb rouge de Sibérie, et qu’on propose d’appeler 
chrome, showed that the contained lead was united to a peculiar acid which was 
shown to be the oxide of a new metal to which he applied the name chrom—from 
xp@ua, colour—parce que ses combinaisons sont toutes plus ow moins colorées. 
L. N. Vauquelin said : 


I observed that when the powdered mineral is boiled with a soln. of two parts of 
potassium carbonate, the lead combines with the carbonic acid, and the alkali, with the 
peculiar acid, to form a yellow soln. which furnishes a crystalline salt (potassium chromate) 
of the same colour. The mineral is decomposed by mineral acids, and when the soln. is 
evaporated it furnishes a lead salt of the mineral acid, and l’acide du plomb rouge (chromic 
acid) in long prisms the colour of the ruby. When the compound of l’acide du plomb rouge 
with potash is treated with mercury nitrate, it gives a red precipitate, the colour of cinnabar ; 
with lead nitrate, an orange-yellow precipitate ; with copper nitrate, a maroon-red, etc. 
L’acide du plomb rouge, free or in combination, dissolves in fused borax, microcosmic salt, 
or glass to which it communicates a beautiful emerald green colour. 


L. N. Vauquelin isolated a pale-grey metal by heating a mixture of the chromic 
acid and carbon in a graphite crucible. About the same time as L. N. Vauquelin, | 
M. H. Klaproth, in 1797, also demonstrated the presence of a new element in the 
red Siberian ore, but in a letter to Crell’s Annalen he stated that L. N. Vauquelin 
had anticipated his discovery. M. H. Klaproth had dissolved the mineral in 
hydrochloric acid, and after crystallizing out the lead chloride, he saturated the 
liquid with sodium carbonate, and obtained the Metallkalk. He also noted the 
characteristic colour which it imparted to fused borax, and fused microcosmic salt. 
The results were confirmed by J. F. Gmelin, A. Mussin-Puschkin, 8. M. Godon de St. 
Menin, and J. B. Richter. F. Brandenburg tried to show that the chromic acid 
of L. N. Vauquelin is really a compound of chromic oxide and one of the mineral 
acids, but K. F. W. Meissner, and J. W. Dobereiner proved this hypothesis to 
be untenable. 

Chromium is widely diffused, but does not occur in the free state. F. W. Clarke 2 
estimated that the igneous rocks of the earth’s lithosphere contain 0-052 per cent. 
Cr,Os, 0-045 per cent. Cl, and 0-051 per cent. BaO. F. W. Clarke gave 0-37 per 
cent. Cr; F. W. Clarke and H. 8S. Washington, 0-68 per cent.; H. S. Washington 
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gave 0-20 per cent.; G. Berg, 0-033 per cent.; and J. H. L. Vogt, 0-01 per cent. 
W. Vernadsky gave 0-0033 for the percentage amount, and 0-01 for the atomic 
proportion. F. W. Clarke and H. 8. Washington estimated that the earth’s 10-mile 
crust, the hydrosphere and atm. contained 0-062 per cent. Cr; and the earth’s 
25-mile crust, the hydrosphere and atm., 0-65 per cent. of Cr. W. and J. Noddack 
and O. Berg gave for the absolute abundance of the elements in the earth: Cr, 
31075; and Fe, 10-2; whilst A. von Antropoff obtained for the atomic percent- 
ages, 0-29 in stellar atmospheres; 0-021 in the earth’s crust; 0-05 in the whole 
earth; and 0-29 in silicate meteorites. The subject was also discussed by 
V. M. Goldschmidt, G. Tamman, R. A. Sonder, P. Nigeli, HE. Herlinger, O. Hahn, 
J. Joly, and H. 8. Washington. P. Pondal said that the proportion of chromium 
in basic rocks is greater than it is in acidic rocks where the proportion is very low 
or zero; he found 0-32 to 0-002 per cent. of Cr.O3 in 15 samples of Galician magmas. 

Chromium occurs in minerals of extra-terrestrial origin. A. Laugier? found it 
in a meteorite from Vago. According to L. W. Gilbert, J. Lowitz had previously 
found chromium in a meteorite from Jigalowka, but the analysis was not published. 
Numerous analysis of other meteorites have been reported by E. Cohen, and others. 
J. N. Lockyer studied the spectra of meteorites. The general results show that 
chromium is a constant constituent of these meteorites. The amounts vary from 
0-003 to 4:41 per cent. In most cases it is present as chromite ; sometimes in the 
- chondrite, olivine, pyroxene, pictotite, and daubréeite, FeCr.S,. H. A. Rowland,4 
T. Dunham and C. E. Moore, 8. A. Mitchell, P. W. Merrill, H. Deslandres, 
G. Kirchhoff, J. N. Lockyer, and F. McClean, reported that the spectral lines of 
chromium appear in the solar or in stellar spectra. H. Deslandres also found 
chromium lines in the ultra-violet spectrum of the corona. 

The principal mineral for the supply of chromium is chromite. It has a variety 
of names: chrome ore, chrome-ironstone, or chrome tron ore, FeO.CroOs, in which 
the iron and chromium are more or less replaced by magnesium and aluminium. 
Tron ore with up to about 3 per cent. of chromium is called chromiferous won ore. 
The origin of the chromite deposits has been discussed by M. E. Glasser,® 
L. W. Fisher, E. Sampson, F. Ryba, C. 8. Hitchin, J. 8. Diller, P. A. Wagner, 
H. A. V. Zeally, J. H. L. Vogt, W. N. Benson, A. C. Gill, C. 8. Ross, and J. T. Singe- 
wald. EH. Sampson believed that although chromite may crystallize at a late stage 
as a magmatic mineral, a large proportion passes into a residual soln., or into a 
highly aq. soln. capable of considerable migration. The following analyses, Table I, 
were quoted by W. G. Rumbold : 6 


TABLE IJ.—ANALYSES OF CHROMITE ORES. 


Locality. Cr,03. FeO. MgO Al,O3 SiO,. 
Baluchestan ; ; : 57:0 13-6 16-6 9-8 1-2 
Selukwe, Rhodesia : 46:5 15-7 Lisi 15:5 8-0 
Canada : 3 . ' 46-0 22-5 4:9 8-9 Way! 
Urals, Russia A i : 55:8 21-6 13-9 3°3 5-4 
Orsova, Hungary . . : 39-0 16-1 17-2 17-5 8-0 
Asia Minor . ; , . 60-1 15-7 16:4 6:3 1-1 
California . : : ; 43-7 14-0 16-5 16-0 8-0 
North Carolina ‘ ‘ ; 57°8 25:7 5:3 7°8 2°8 
New Caledonia ; ; ; 54-5 17°7 8-0 11-1 3-1 


The commercial value of the ore is based on the proportion of contained chromic 
oxide. The ore may be sold per ton; or per unit of contained chromic oxide over, 
say, a 50 per cent. standard. Prior to the Great War, Rhodesia and New Caledonia 
were the chief producing countries; during the years of the war, and with the 
lack of facilities for ocean freights, there were marked increases in output from 
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United States, India, and Canada. The geographical distribution of chrome 
ore is illustrated in a general way by the map, Fig. 1. | 


Europe.—In the United Kingdom,’ deposits are associated with the serpentine near 
Loch Tay, and on the Island of Unst, Shetland. In Austria,® the ore has been worked 
in the Gulse Valley, and in Styria; in Hungary, at Orsova,® there are low grade ores at 
Ogradina, Dubova, Placishevitsa, Tsoritza, and Eibenthal; and in Serbia,1® near Cacak. 
In Germany,*! there is a large deposit of chromite on the south side of Mount Zobten, Lower 
Silesia ; the exploitation of the chromite near Frankenstein, Lower Silesia, has not been a 
commercial success. In Italy,12 at Ziona. Greece 1* has been a steady producer of 
chromite for many years; there are important deposits at Volo, and Pharsala ; there are 
deposits in the provinces of Salonika, Lokris, and Boitio ; and on the islands of Euboea, 
and Skyros. E. Nowack,!4 and D. A. Wray described the deposits in Macedonia and 
Albania. In Turkey,!*> there are deposits of chrome iron ore. In Norway,?® there are 
deposits at Trondhjem, and Roéraas ; those in Sweden were discussed by F. R. Tegengren.** 
In Portugal,1® there is a deposit near Braganca ; and in Spain,!® near Huelva. Russia °° 
is rich in chromite ore, and was formerly a large producer. Chrome ore is found associated 
with the soapstones and serpentines of the Ural Mountains—e.g. on the banks of the 
Kamenka and Fopkaja. Masses of chromite occur at Orenburg. In Jugoslavia chrome 
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Fic. 1.—Geographical Distribution of Chrome Ores. 


ore occurs at Ridjerstica in Serbia ; and in the valleys of Dubostica, Tribia, and Krivaia 
in Bosnia.2!_ Chromite also occurs at Raduscha, and the provinces of Kossovo and 
Monastir. P. Lepez,?2 E. Nowack, and D. A. Wray described the deposits of north-west 
Macedonia. 

Asia.—In Northern Borneo, there are deposits on the Malliwalli Island, and chromite 
sands on the Marasinsing Beach. In the Islands of Celebes,?* also, there are chromite 
sands. In Ceylon, alluvial chromite occurs in the Bambarabotuwa district. In India,** 
chromite occurs in the periodotite rocks near Salem, Madras, and also in the Andaman. 
There is a deposit near Khanogia, Pischin, and in the districts of Mysore, Hassan, and 
Shimoga of the State of Mysore. There are also deposits of chromite in Bihar and Orissa 
of the Singhbhum district near Retnagiri, Bombay Presidency ; and in the Hindubagh 
district of Baluchistan. In Asia Minor,2° deposits were discovered in 1848; and from 
about 1860 to 1903, that country supplied about half the world’s output. There are 
several mines near Brusa. There are also deposits in Smyrna, Adana, Konia, and Anatolia. 
In the Netherlands East Indies, there is a deposit to the north of Malili, Celebes. In 
Japan,?° there are deposits at Wakamatsu, Province of Hoki, and at Mukawa, Province 
of Iburi. 

Africa.—In Rhodesia,2’ the deposits near Selukwe, Southern Rhodesia, have for some 
years yielded a larger output than any others. There are also deposits in Lomagundi, 
Victoria, and Makwiro. In Natal, chromite occurs at Tugela Rand, near Krantz Kop. 
In the Transvaal,2® chromite occurs west of Pretoria; and in the districts of Lydenburg, 
and Rustenberg. In Togoland,2® West Africa, there is a deposit between Lome and 
Atakpame. It also occurs in Algeria. 

America.—In Alaska,®° there are deposits of chromite on the Red Mountain, Kenai 
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peninsula. In Canada,*! chromite occurs in the neighbourhood of Coleraive, Thetford and 
Black Lake in the Province of Quebec. The Mastadon claim, British Columbia,*? produced 
about 800 tons of chromite in 1918. There are deposits at Port au Hay, at Benoit Brook, 
and near the Bay d’Est river, Newfoundland. Many deposits of chromite occur in the 
United States. It occurs in thirty-two counties of the State of California: 33 Alameda, 
Amador, Butte, Calaveras, Colusa, Del Norte, El Dorado, Fresno, Glenn, Humboldt, 
Lape, Mariposa, Mendocino, Monterey, Napa, Nevada, Placer, Plumas, San Benito, San 
Luis Obispo, Santa Barbara, Santa Clara, Shasta, Sierra, Suskiyow, Sonoma, Stanislaus, 
Tehama, Trinity, Tulare, and Tuolumine; near Big Timber, and Boulder River, in 
Montana; at Mine Hill, and near Big Ivey Creek,** North Carolina ; at Golconda, Oregon ; 35 
in Maryland ; ** in Wyoming; and on the Pacific Coast.?? There are also chromite 
deposits in Nicaragua, in the Jalapa County, Guatemala ; and in several parts of Cuba.°& In 
Brazil,°® there are deposits north-west of Bahia; and in Colombia, at Antioquia. 

Australasia.—In New Caledonia,*® important deposits are located amongst the moun- 
tains in the southern part of the Island. In Australia, there are deposits between Keppel 
Bay and Marlborough, Queensland ; 44 near Nundl, Pueka, and Mount Lighting, New 
South. Wales ; Gippsland, Victoria ; and North Dundas, and Ironstone Hill, Tasmania ; 
and a chromiferous iron ore occurs at North Coolgardie, West Australia. In New Zealand,*? 
chromite deposits occur at Onatea, Croiselles Harbour; in the Dun Mountain; Moke 
Creek, Milford Sound, in Otago; and between D’Urville Island and the gorge of Wairva 
River. ; 


In 1924, the price of chrome ore ranged from 9s. 6d. to Ils. per unit. The 
world’s production of chromite ore in 1913 and 1916, expressed in long tons of 
2240 lb. avoir., was respectively, India, 5676, and 20,159 ; New Caledonia, 62,351, 
and 72,924; South Rhodesia, 56,593, and 79,349; Canada, —, and 24,568; 
Australia, 677, and 451; Bosnia, 300, and —; Greece, 6240, and 972; Japan, 
1289, and 8147; and the United States, 255, and 47,034. The World’s productions 
in these years were respectively 133,381 and 262,353. For 1922, the results were : 


United Kingdom : : 595 Russia ; ‘ Ut ee 1,500 
South Rhodesia ; ; 83,460 Cuba : " 3 Hs 1 
Union South Africa .. : 86 Guatemala . , i ; — 
Canada . : : ; 685 United States : ; j 420 
India é ; 4 F Deere Brazil ; : A : — 
Australia F 3 ; 529 Asia Minor . : : é 2,500 
Greece. ; Se Phi OLTO8 Japan : 5 : ; 3,696 
Jugoslavia i ; : 16 New Caledonia . : UL OGS 
Rumania : ; ; 30 ——s 
World . é - 145,000 


The minerals containing chromates include natural lead chromate, crocoite, 
or crocoisite, PbCrO,; phoenicochroite, or melanochroite, or phoenicite, 
3PbO0.2CrO3; beresowite or beresovite, 6PbO.3CrO3.CO,; vauquelinite, and 
laxmannite, 2(Pb,Cu)CrO,.(Pb,Cu)3(PO,).; tarapacaite, K,CrO,, mixed with 
sodium and potassium salts; jossaite contains chromates of lead and zinc; 
dietzeite, an iodate and chromate of calcium. These are also daubreeite, FeCr.§, ; 
redingtonite, a hydrated chromic sulphate; chromite, FeO.Cr,03 ; magnochromite, 
(Mg,Fe)O.Cr,03; and chromitite, (e,Al).03.2Cr20s3. 

C. Porlezza and A. Donati 43 observed the presence of chromium in the volcanic 
tufa of Fiuggi; and A. Donati, in the products of the Stromboli eruption of 1916. ° 
There is a number of silicate minerals containing chromium ; in some cases the. 
chromium is regarded as an essential constituent ; in others, as a tinctorial agent— 
R. Klemm. The chromosilicates have been previously discussed—6. 40, 865. 
There are the calcium chrome garnet, wwarowite ; the hydrated chromium aluminium 
iron silicate, wolchonskoite ; the bright green, clayey chrome ochre—selwymte, 
milochite, alecandrolite, cosmochlore or cosmochromite ; the chrome-augite, omphacite 
or omphazite; the augitic draclasite ; the chromediopside ; chromdiallage ; the 
chrome-epidote of F. Zambonini 44 or the tawmawite of A. W. G. Blaeck; the chromic 
mica fuchsite; the chromic muscovite, avalite ; the chromic chlorite kémmererite—and. 
the variety rhodochrome ; as well as chromochlorite or rhodophyllite, and pennine ; the 
chromic clinochlor, ripidolite, and kotschubeyite ; serpentine ; and chromotourmaline. 
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P. Groth,45 G. Rose, and A. Schrauf found chromium in wulfenite. The coloration 
of minerals by chromium was discussed by W. Hermann,*® K. Schlossmacher, and 
A. Verneuil. The coloured alumina smaragd, sapphire, and syemte are chromiferous. 
Some spinels are chromiferous—e.g. chromospinel ; and the so-called picotite, or 
chromopicotite, is a chromospinel; while alexandrite is a chromiferous beryl. 
K. A. Redlich 47 described a chromiferous talc ; and K. Zimanyi, a chromiferous 
aluminium phosphate. Chromium occurs in the phosphate rocks of Idaho and Utah. 
B. Hasselberg reported traces of chromium in a specimen of rutile he examined 
spectroscopically ; EK. Harbich, in amphibole; and H. O’Daniel, in pyroxene ; 
A. Jorissen found chromium in the coal of La Haye, and the flue-dust from this fuel 
had 0:04 per cent. of Cr. H. Weger reported chromium in a sample of graphite ; 
F. Zambonini found chromium spectroscopically in vesbine of the crevices, etc., and 
in the Vesuvian lava of 1631. R. Hermann, A. Vogel, C. E. Claus, P. Collier, 
and G. C. Hoffmann observed chromium associated with native platinum ; and 
J. KE. Stead, with zon, and steel, and basic and other slags. 

Compounds of chromium do not play any known part in the economy of animals 
or plants; and it has rarely been detected in animal or vegetable products. 
E. Demargay 48 observed, spectroscopically, traces of chromium in the ash of 
Scotch fir, silver fir, vine, oak, poplar, and horn-beam ; and L. Gouldin found it in 
the fruit of a rose. 
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§ 2. The Extraction of Chromium as Chromic Oxide or Chromate 


When the chromite is disseminated in disconnected patches, it is mined by 
open quarries generally in terraces or benches; and when large, well-defined 
deposits occur, as at Selukwe, Rhodesia, underground workings are practicable. 
Chromite is not so hard as quartz, but it is tougher, and does not break so easily. 
The mining is therefore assisted by blasting. Hand concentration by sorting may 
be used. Here the ore is separated from waste by means of a hammer ; the larger 
pieces of ore may be broken into coarse lumps in a jaw crusher, and passed on to 
a revolving table or endless belt for hand-sorting. For concentrating by gravity 
machines, the ore is crushed moderately fine in a drop-stamping machine or in a 
ball mill, and then passed by water over a table concentrator whereby it is separated 
into (1) concentrate—consisting of chromite only ; (ii) middling—containing much 
chromite ; (iii) tailings—containing but little chromite and is sent to waste-dump ; 
and (iv) slimes—often containing much chromite in a fine state of subdivision but 
not usually sufficient to deal with profitably. The middling is re-treated usually 
on another concentrating table. The tailings and slimes represent loss. The 
concentrate varies in quality, but it usually exceeds 50 per cent. chromite.1 

Chromite can be converted into chromic oxide or chromate, by 

1. Dry processes.—Here the powdered mineral is mixed with an alkali, and 
something to keep the mass open and porous while it is roasted by an oxidizing 
flame, say, in a reverberatory furnace, so as to form alkali chromate: 2(FeO.Cr,03) 
+4Na,CO3+70=Fe,03+4Na ,CrO,+4C0,. This is extracted with water and 
converted into dichromate by treatment with acid ; the dichromate is then reduced 
to insoluble chromic oxide and a soluble alkali salt which is removed by lixiviation 
with water. The reaction was studied by A. J. Sofianopoulos, and H. A. Doerner. 
Technical details are indicated in the usual handbooks. 

If calcium chromate be treated with a soln. of potassium sulphate, the calcium 
chromate is converted into calcium sulphate, which is precipitated, and potas- 
sium chromate, which remains in soln. Instead of leaching the calcium chromate 


_ with a soln. of potassium sulphate, W. J. Chrystal showed that if ammonium 


sulphate is used, a soln. of ammonium chromate is produced, and J. J. Hood found 
that if the soln. of potassium salt be treated with sodium hydrosulphate, potassium 
sulphate crystallizes from the soln., while sodium dichromate remains in soln. 
According to F. M. and D. D. Spence and co-workers, if a mixture of ammonia 
and carbon dioxide be passed into the aq. extract of the calcium chromate, calcium 
carbonate is precipitated while ammonium and alkali chromate remain in soln. 
If the liquid be boiled, ammonia is given off, and sodium dichromate remains in 
soln. S. Pontius used water and carbon dioxide under press. for the leaching 
process. J. Brock and W. A. Rowell purified alkali chromite by treating the soln. 
with strontium hydroxide, and digesting the washed precipitate with a soln. of 
alkali sulphate or carbonate; W. J. A. Donald used calcium hydroxide or barium 
chloride as precipitant. A mixture of chromite with calcium carbonate and 
potassium carbonate was formerly much employed. Modifications of the process 
were described by W. J. A. Donald,? A. R. Lindblad, C. J. Head, 8. G. Thomas, 
W. Gow, J. Stevenson and T. Carlile, L. I. Popoff,G. Bessa, P. Weise, P. N. Lukianoff, 
B. Bogitch, E. Baumgartner, W. Carpmael, Grasselli Chemical Co., N. F. Yush- 
kevich, A. J. Sofianopoulos, R. W. Stimson, H. Specketer and G. Henschel, and 
C.8. Gorman. J. Booth, and 8. G. Thomas heated the chromite to a high temp. 
before it was treated with the lime-alkali mixture. With the idea of lowering 
the temp. at which the chromate is formed, F. O. Ward recommended adding 
calcium fluoride to the mixture; and J. Massignon and EH. Vatel added calcium 
VOL. XI, K 
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chloride. V. A. Jacquelain recommended calcining a mixture of calcium carbonate 
and chromite; extracting the calcium chromate with hot water; acidifying 
the soln. with sulphuric acid; and precipitating the iron by the addition of a 
little calcium carbonate. The soln. of calcium dichromate can be treated with 
alkali for the alkali salt. P. Romer used alkali carbonate without the calcium 
carbonate ; the Chemische Fabrik Billwarder digested the chromite with sodium 
hydroxide in an iron vessel at 500°-600° through which was passed a current of 
air, an oxidizing agent was also added to the mixture. H. Moissan treated ferro- 
chromium with fused potassium hydroxide. The Chemische Fabrik Griesheim- 
Elektron used a modification of the process. G. Wachtel studied the effect of the 
lime. He said that with lime alone there is a 90 per cent. conversion of chromic 
oxide used and a 30 per cent. conversion with chromite; and that about 10 per 
cent. of the chromic oxide acquires the property of dissolving in acids. The yield 
with potassium carbonate alone is only half as large as when the potassium car- 
bonate is mixed with an equal quantity of lime. Hence, the simultaneous action 
of the calcium and potassium carbonate on the ore gives better results than when 
either is used alone. N. F. Yushkevich observed that the formation of chromate 
with the chromite-lime-sodium carbonate mixture is slow at 700°; at 1160°, 
95 per cent. of the chromium is oxidized in thirty minutes; and at 1260° decom- 
position sets in. L. I. Popoff found that the speed of oxidation of rich ores is 
quicker than with poor ores, and the percentage yield of chromate is greater. If 
the chromite contains 30 to 40 per cent. Cr.O3, lime to the extent of 80 per cent. 
of the weight of the ore should be added; 90 per cent. of lime for 40 to 50 per 
cent. ores; and 120 to 130 per cent. of lime for over 50 per cent. ores. These 
quantities of lime must be increased if the temp. of oxidation exceeds 1100°. 
The theoretical quantity of sodium carbonate was used. H. Pincass discussed this 
subject. P. Romer, and N. Walberg recommended using sodium carbonate in 
place of the more expensive potassium carbonate. Other alkali salts have been 
substituted for the carbonate ; thus, 8. Pontius, R. A. Tilghman, and H. M. Drum- 
mond and W. J. A. Donald used alkali sulphate ; J. Swindells, sodium chloride ; 
K. P. Potter and W. H. Higgins, sodium sulphate; E. Hene, alkali hydroxide ; 
L. N. Vauquelin, J. B. Trommsdorff, and J. F. W. Nasse, potassium nitrate ; 
and C. 8. Gorman heated a mixture of chromite, sodium chloride, and calcium 
hydroxide in steam at 550°-850°. H. Schwarz found that by using alkali sulphate 
the potassium chromate can be leached directly from the mass. Instead of using 
calcium carbonate, C. 8. Gorman used magnesium or barium carbonate ; F. F. Wolf 
and L. I. Popoff, iron oxide; H. A. Seegall, barium carbonate ; and the Deutsche 
Solvay-Werke, ferric oxide. P. Monnartz made the ore into briquettes with sand, 
limestone, and tar; these were fed into a small blast furnace using a blast of air 
enriched with oxygen. The products were a ferro-chromium alloy, and a slag 
with 9-4 per cent. chromic oxide. Modifications of the roasting process for chromates 
were employed by C. Haussermann, F. Filsinger, H. A. Seegall, and J. Uppmann 
for recovering chromium from chromiferous residues. 

W. H. Dyson and L. Aitchison 4 heated chromite mixed with a carbonaceous 
material to 900° in a mixture of equal vols. of hydrogen chloride and chlorine until 
all the iron had volatilized ; the residue was then heated to 1200° in the same gases 
to distil off the chromium. W. Crafts reduced the ore with charcoal at 1300° to 
1350°, extracted the product with conc. sulphuric acid at 100°; and the chromium 
may be precipitated by adding calcium chloride to convert the sulphate to chloride 
and precipitating as hydroxide by limestone ; or the chromium can be precipitated 
electrolytically from the sulphate soln. According to C. Miiller and co-workers, 
chromite is first reduced in hydrogen or in a mixture of gases containing hydrogen 
and the product is heated above 200° with a slight deficiency of sulphuric acid in a 
closed vessel lined with hard lead containing preferably 3 per cent. of Sb. 

Soln. of chromates can be reduced to chromic salt by hydrogen sulphide 
(L. N. Vauquelin),® sulphur dioxide (A. F. Duflos, and J. B. Trommsdorff), alkali 
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polysulphide (J. J. Berzelius), sulphur in a boiling soln. (G. F. C. Frick, J. L. Las- 


saigne, and H. Moser)—wide infra, chromic oxide. 

2. Wet processes.—Chromates can be obtained from chromite or chromic oxide 
in the wet-way. The Chemische Fabrik Griesheim-Elektron 6 digested the powdered 
mineral with sulphuric acid of sp. gr. about 1-54 with an oxidizing agent like lead’ 
or manganese dioxide, potassium permanganate, etc. HE. Miiller and M. Soller 
used lead dioxide; EH. Bohlig, potassium permanganate; EK. Donath, manganese 
dioxide ; P. Waage and H. Kammerer, bromine; F. Storck and L. L. de Koninck, 
chloric acid; H. Dercum, G. Feyerabend, W. Stein, and M. Balanche, bleaching 
powder; and R. von Wagner used a mixture of sodium hydroxide and potassium 
ferricyanide. The chromium can also be extracted from chromite with acids, etc. 

3. Llectrolytec processes —R. Lorenz 7 found that a soln. of potassium dichromate 
can be prepared by passing a current at 2 volts potential between an anode of 
ferrochrome (containing about equal quantities of chromium and iron) and a 
cathode of porous copper oxide, the two electrodes dipping in a soln. of potassium 
hydroxide contained in a beaker. Ferric oxide collects at the bottom of the beaker. 
The Chemische Fabrik Griesheim-Elektron obtained chromates by electrolytic 
oxidation with an anode of chromium, or of a chromium alloy—e.g. ferrochromium, 
an iron cathode, and a soln. of an alkali hydroxide separating the anode and cathode 
by a diaphragm. Sufficient alkali is added to the anode liquid to precipitate the 
metal alloyed with the chromium of the anode. Chromic acid and ferric sulphate 
can be separated by fractional crystallization. A modification of the process 
consists in dissolving the chromium or ferrochromium instead of using it directly as 
anode and then electrolyzing it, using an insoluble anode, such as lead. The cathode 

and anode compartments are separated by two diaphragms, and a hydroxide or a 
- carbonate is added to the electrolyte contained in the compartment between the 
latter. J. Heibling used an alkali chloride or nitrite soln. as anolyte. 

C. Haussermann 8 oxidized electrolytically a soln. of chromic hydroxide in 
soda-lye in the anode compartment, when the cathode liquid was a soln. of an 
indifferent salt; D. G. Fitzgerald used an acidic soln. of chromic oxide as anode 
liquor, and a soln. of a zinc salt about the cathode, and on electrolysis, chromate 
was formed at the anode and zinc was deposited on the cathode. K. Elbs said 
that a current efficiency of 70 per cent. can be obtained with freshly-ignited platinum 
anodes of low current density. F. Regelsberger had no success in the oxidation 
of chromium salts in acidic soln., even with the use of a diaphragm; but good 
results were obtained with alkaline soln., using lead anodes, with or without a. 
diaphragm, with warm soln. M. de Kay Thompson studied the production of 
chromates by the electrolysis of sodium carbonate or hydroxide soln. with ferro- 
chromium electrodes. EH. Miiller and M. Soller said that chrome alum dissolved 
in N-H,SO, is not appreciably oxidized to chromic acid by the use of an anode of 
smooth platinum ; but a trace of lead in the soln. is precipitated on the anode as 
lead dioxide, and this brings about oxidation ; traces of chlorine also favour the 
oxidation. There is about one-third the oxidation with a platinized platinum 
anode as occurs with a lead dioxide anode. With a lead dioxide anode, the oxidation 
is almost quantitative in fairly conc. soln. of chrome alum, and a current density 
of about 0-005 amp. per sq. cm. The difference is not due to the higher potential 
of the lead dioxide anode, but rather depends on the lead dioxide acting cata- 
lytically as a carrier of oxygen. I. Stscherbakoff and O. Essin found that in 
the electrolytic production of dichromate from chromate a sudden rise in the 
conductivity of the electrolyte is observed when the composition corresponds to 
the polychromate, Na gCr,0;5. In order to obtain the best yields of dichromate, 
electrolysis may be conducted either in normal chromate soln. at high current 
density or at lower current density in soln. of the above polychromate composition. 
According to F. Schmiedt, and A. R. y Miro, the oxidation is favoured by the 
presence of fluorine ions; and M. G. Levi and F. Ageno added that with normal 
soln. of chromium sulphate and N-H,SO,, on electrolysis with platinized platinum 
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electrodes in the presence of 0-498N-hydrofluoric acid, the yield of 78 per 
cent. chromic acid is comparable with that produced by lead dioxide electrodes. 
The Héchster Farbwerke said that in the electrochemical oxidation of a soln. of 
chrome alum to chromic acid, it is necessary for conc. sulphuric acid to be present, 
because, added F. Fichter and E. Brunner, the acid must be conc. enough to furnish 
sulphur tetroxide. F. Schmiedt found that the oxidation is favoured by the 
presence of Cy-ions (e.g. potassium cyanide or ferrocyanide), many oxidizing agents, 
compounds of phosphorus and boron, cerous nitrate, sodium molybdate or vanadate, 
and platinum tetrachloride. The Chemische Fabrik Buckau found that the reduc- 
tion of chromate by cathodic hydrogen, in cells without diaphragms, is avoided by 
the use of a little acetic acid or an acetate. The electrolytic oxidation of soln. 
of chromium salts was also examined by M. le Blanc, F. Regelsberger, F. W. Skirrow, 
A. R. y Miro, L. Darmstiadter, H. R. Carveth and B. E. Curry, and the Farbewerke 
Meister Lucius and Briining, A. W. Burwell, I. Stscherbakoff, A. Lottermoser and 
K. Falk, E. Miiller and E. Sauer, R. E. Pearson and KE, N. Craig, M. J. Udy, and 
R. H. McKee and S. T. Leo, 
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§ 3. The Preparation of Chromium 


H. N. Warren! reduced chromic oxide by heating in a current of hydrogen in 
a tube of compressed lime by means of the oxyhydrogen flame. W. Rohn obtained 
chromium by reducing chromic oxide at 1500° in a rapid current of hydrogen 
from which every trace of oxygen and water-vapour had been removed. J. Schilling 
heated ammonium chromate to whiteness in hydrogen diluted with nitrogen and 
obtained chromium. M. Billy passed the vapour of the chloride mixed with 
hydrogen over a boat containing sodium supported on a layer of sodium chloride 
at 400° to 420°; the hydrogen forms a layer of hydride, and this reduces the 
chloride, CrClz+3NaH=Cr+3NaCl+3H. M. A. Hunter and A. Jones reduced 
the chloride by heating it with sodium in a heavy steel bomb. As previously 
indicated, L. N. Vauquelin first prepared chromium metal by heating a mixture 
of chromic oxide and carbon in a graphite crucible ; and J. B. Richter, and H. Moser 
obtained it in a similar manner. H. St. C. Deville melted the chromic oxide with 
not quite sufficient carbon for complete reduction at a temp. of boiling platinum 
in a lime crucible. According to H. Moissan, chromic oxide is reduced in a few 
minutes when mixed with carbon and heated in the electric arc furnace. If a 
large excess of carbon is employed, chromium carbide is formed. If crude chromium 
in a crucible lined with chromic oxide, and covered with chromic oxide is heated 
in the are-furnace, chromium may be obtained free from carbon. If crude chromium 
is heated with an excess of chromic oxide, the resulting metal is partially oxidized 
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or burnt. Chromium may be obtained with 1-5-1-9 per cent. of carbon by heating 
the crude metal mixed with lime in an electric furnace. The carbon forms calcium 
carbide. It is not possible to remove all the carbon by means of lime because, 
when the proportion of carbon has been reduced below a certain point, an inverse 
reaction occurs resulting in the formation of crystallized chromium calcium oxide. 
H. C. Greenwood found that the reduction of chromic oxide by carbon begins at 
1180°-1195°, and the reduction is not quantitative. W.B. Hamilton and F. Reid 
used carbon. W. P. Evans’s attempts to obtain chromium from chromy] fluoride, 
carbon and silica were unsatisfactory. V.and EH. Rouff heated an intimate mixture 
of alkali chromate with silica and carbon to redness, and obtained alkali silicate 
and chromic oxide which, when intimately mixed with carbon and heated, furnishes . 
chromium. A. Steinberg and A. Deutsch heated to 1000°-1400° a mixture of 
carbon and an alkaline earth chromate, and obtained chromium. H. Debray 
showed that if lead chromate be reduced by carbon at a red-heat, lead can be 
removed from the regulus by means of nitric acid—chromium remains. 
W. B. Balantine used calcium carbide. J. KH. Loughlin heated chromic acid with a 
mixture of potassium cyanide and carbon. EH. Viel obtained chromium from 
ferro-chromium or other alloys by heating in a high-temp. furnace a mixture of 
the alloy with an alkaline earth silicate, or with carbon and lime or alumina. 
HK. Kunheim also heated a mixture of chromic sulphate and carbon in an electric 
arc-furnace, and obtained chromium. A. Binet du Jassonneix found that a 
mixture of boron and chromic oxide in a magnesia crucible heated in the electric 
arc-furnace furnishes chromium ; if a carbon crucible is employed, the chromium 
always contains carbon. If the chromium boride be heated with copper in an 
electric furnace, and the product digested with nitric acid, chromium remains. 
H. Goldschmidt, L. Franck, T. Fujibayashi, and T. Goldschmidt found that chromic 
oxide can be reduced by the thermite process in which a mixture of chromic oxide 
and aluminium in a crucible is ignited by a fuse. KE. Vigouroux, and J. W. Richards 
said that chromium produced by the thermite process is free from carbon. 
K. Vigouroux observed that a fairly pure product is formed by heating in a crucible 
lined with magnesia, a mixture of chromic oxide and 10-20 per cent. chromic 
anhydride incorporated with the necessary quantity of aluminium powder. A 
vigorous reaction ensues, and it is over in about a minute. ‘The slag separates 
readily from the metal. The product contains 0:36-0:40 per cent. of silicon, and 
0:74-0:85 per cent. of aluminium and iron. J. Olie used 20 grms. of a mixture of 
50 grms. of fused and powdered potassium dichromate and 18 grams. powdered 
aluminium, together with 10 grms. of a mixture of 450 grms. of calcined chromic 
oxide and 160 grms. of powdered aluminium. T. Fujibayashi used chromic oxide 
(100 parts), calctum chromate (10-15 parts), and 90 per cent. of the calculated 
weight of powdered aluminium. An 85 to 92 per cent. yield was obtained and the 
resulting chromium contained 3 to 5 per cent. of aluminium. M. Yonezu used a 
similar process. T. Goldschmidt, M. le Blanc, and G. Déllner used magnesium, or 
a carbide, in place of aluminium in the thermite process ; T. Goldschmidt, a mixture 
of calcium and silicon in place of aluminium; and W. Prandtl and B. Bleyer used 
a mixture of calcium and aluminium instead of aluminium alone; A. Burger passed. 
the vapour of calcowm over heated chromic oxide; and heated the product with 
dil. nitrie acid until the acid began to boil; the product was first washed with 
water, then with alcohol, and finally dried at 100°. He also obtained chromium 
by heating a mixture of a mol of chromic oxide and 3 gram-atoms of calcium in a 
sealed tube. B. Neumann reduced chromic oxide with silicon in an electric furnace ; 
F. M. Becket used the silicothermic process; S. Heuland reduced the oxide with 
caleum silicide ; R. Byman, ferrosiiicon ; D. W. Berlin, an aluminium silicide ; 
R. Saxon, calcvum carbide ; and L. Weiss and O. Aichel, mischmetall. 

H. Aschermann heated a mixture of chromic and antemonious oxide in an electric 
furnace, and found that the resulting alloy loses all its antimony at a white-heat.. 
S. Heuland melted the chromium ore in an electric furnace with a reducing agent 
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sufficient to produce only a small amount of metal which will contain all the 
deleterious impurities in the ores, ¢.g., phosphorus, carbon, or iron. The remainder 
of the metal is then reduced from the fused slag by addition of calcium silicide. 
The Metal Research Co. heated in a blast-furnace a mixture of chromic oxide, a 
sodium compound, and carbon so that the sodium first liberated reduces the 
chromic oxide to chromium. Processes for the smelting of chrome ores were 
described by T. R. Haglund, Aktiebolaget Ferrolegeringar, W. Bennett, 
W. E. 8S. Strong and co-workers. 

F. Wohler heated in a crucible a mixture of chromic chloride, and zinc along 
with a mixture of potassium and sodium chlorides ; and treated the regulus with 
dil. nitric acid to remove the zinc. 30 grms. of chromic chloride yielded 6 to 7 grms. 
of chromium. The process was used by W. Prinz, E. Jager and G. Kriiss, and 
HK. Zettnow ; and M. Siewert added that the product is always contaminated with 
silicon derived from the crucible. EF. Wohler said that there is no advantage in 
using magnesium or cadmium in place of zinc ; but EK. Glatzel preferred magnesium. 
J. J. Berzelius reduced dry chromic chloride with potassium; H. St. C. Deville, 
sodium ; EK. Frémy, sodium vapour; K. Seubert and A. Schmidt, magnesium ; 
and L. Hackspill, caletum. H.C. P. Weber heated between 700° to 1200° a 
mixture of chromic chloride and iron in order to produce metallic chromium and 
volatilize ferric chloride. If the iron is sufficiently finely divided, and a relatively 
low temp. is employed for reduction, chromium is obtained in a finely-divided form. 
If solid pieces of iron are used and the reaction takes place below the m.p. of the 
metals, a coating of chromium is formed on the pieces of iron. If an excess of iron is 
used and a sufficiently high temp. is employed, an alloy of chromium and iron is pro- 
duced. Chlorides of chromium and nickel may be similarly reduced together to 
form alloys or mixtures with each other or with iron. Chromic oxide may be 
employed and converted into chloride with carbon and chlorine. The reduction 
process is advantageously carried out in vacuo or in an inert atm. such as nitrogen. 
W. P. Evans reduced the vapour of chromy] fluoride by sodium at 400°, and also 
by zinc near its b.p. Z. Roussin treated a feebly acidic soln. of a chromic salt 
with sodium amalgam, and heated the resulting chromium amalgam in hydrogen 
so as to volatilize the mercury. H. Moissan, J. Férée, and C. W. Vincent used 
a similar process. According to C. Goldschmidt, crystalline chromium is formed 
when a soln. of, say, chromic nitrate is kept for some days in a tin vessel. 

In 1854, R. Bunsen? obtained chromium by the electrolysis of an aq. soln. 
of chromous chloride. He said: 


The density of the current—that is, the strength of the current divided by the surface 
of the electrode at which the electrolysis occurs—is most important, for, with increasing 
current density, the power of the current to overcome chemical affinity also increases. 
For instance, if a current of constant current strength be sent through a soln. of chromic 
chloride, it depends on the area of the resulting electrode whether hydrogen, chromic oxide, 
chromous oxide, or chromium is formed. The relative amounts of the constituents of the 


electrolyte through which the current passes are of no less importance. . . . The reduction 
_ to the metal occurs with boiling cone. soln. when the reducing surface receives a current 
of 0°067 amp. per sq. cm. . . . By using a soln. of chromous chloride, containing some 


chromic chloride, continuous sheets of chromium can be obtained. These are quite brittle, 
and the surface lying against the platinum electrode is perfectly white and of a metallic lustre. 
Chemically pure chromium can be obtained only in this way. It resembles iron very 
much in external appearance, but it is more permanent in damp air, and when heated 
burns to chromic oxide. -Hydrochloric and sulphuric acids dissolve it slowly to chromous 
salts with the evolution of hydrogen ; and it is scarcely attacked by nitric acid even when 
boiling. . . . If the current density be gradually lowered, a point is soon reached when 
in place of the metal, there is a copious formation of anhydrous chromous-chromic oxide. 
This oxide can be made only in this way, and it is purified by long boiling with aqua regia. 
It is a black crystalline powder, soluble in no acid, and burning in air like pyrophoric iron 
with a lively deflagration, to form green chromic oxide. Its composition varies between 
Cr,O, and Cr;0,—vide infra, chromic chromate. 


According to E. Miller and P. Ekwall, in the electrolysis of a soln. of chromic 
acid using a carbon cathode, a film of chromic chromate begins to form at a 
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potential, measured against a normal calomel electrode, of +-0-8 volt, while evolu- 
tion of hydrogen begins at about —1-2 volt. With a platinum electrode, hydrogen 
evolution begins at about 0-4 volt, while the separation of chromium, which is 
contaminated with oxide, occurs at about —1-2 volt, and is preceded by the for- . 
mation of the insoluble, colloidal chromic chromate film, which is first observed 
microscopically at —0-7 volt, and is pressed cataphoretically to the cathode. The 
gel is purified by dialysis, and is found to migrate to the cathode, where it is 
coagulated. The compound is soluble in acids and bases, and its composition 
corresponds to the formula Cr2(OH),CrO,. When present as a film, the molecules 
are oriented and form a diaphragm, which is impervious to CrO,” or HCrO’,-ions, 
but allows H’-ions to pass. Reaction accordingly ceases until the hydrogen sepa- 
ration potential is exceeded when the film is broken and the reaction proceeds 
in accordance with the equation : Cr,(OH),Cr0O,+-2H,CrO,=2Cr°+-3Cr0,”+4H.0. 
Deposition of chromium then occurs, and the chromic chromate film is again 
formed. The deposition of successive layers of this film according to the magnitude 
of the applied potential is shown under the microscope by differences in colour. 
The presence of sulphuric acid in the electrolyte modifies the film formation and 
increases the intervals of exposure of the electrode, whereby greater accession of 
chromium ions results, while contamination of the deposited metal with oxide is 
suppressed. M. L. V. Gayler used a one per cent. sulphuric acid soln. of chromic » 
acid. HK. Miller and J. Stscherbakofi found that in spite of its strong oxidizing 
action, pure chromic acid is not electrolytically reducible in aq. soln., but it 
becomes so on addition of SO”,-ions. They showed that the cathode becomes 
coated with an invisible, non-conducting, fine-grained layer, which prevents the 
reduction of chromic acid. This layer becomes charged in presence of SO’’,, but 
this occurs only after a certain cathode potential has been attained. It is hence 
concluded that charging by the SO’’,-ions necessitates the electrostatic attraction 
of these ions by the layer of colloid. S. Takegami also studied the deposit of 
colloidal chromic oxide. 

R. Bunsen suggested that it would be worth trying to find if allotropic forms 
of chromium could’ be produced by electrolyzing green and blue chromic salt soln. 
Subsequent work, however—by W. R. Whitney, etc.—has shown the hypothesis 
to be untenable. 8. O. Cowper-Coles obtained a bright deposit of chromium from 
a soln. of 25 parts of chromic chloride in 75 parts of water at 88°, with a current 
of 0:04-0:05 amp. per sq.cm. With a cold soln., gas is evolved at both electrodes, 
but no metallic deposit is obtained until an excess of hydrochloric acid is added. 
J. Férée found that a steel-grey deposit of chromium on a platinum cathode is 
formed with a soln. of chromic chloride acidified with hydrochloric acid; and a 
silver-white deposit from a soln. containing potassium and chromic chlorides in the 
proportion of 1:3, and a current density of 0-15 amp. per sq. cm., and 8 volts. 
J. Voisin added that when the deposit is over 3 or 4 mm. thick, it is lable to peel 
off. The Wolfram-Lampen A. G. obtained chromium by the electrolysis of soln. 
of chromic chloride in acetone ; J. Roudnick, and G. Neuendorff and F. Sauerwald, 
by the electrolysis of the fused silicate. 

S. O. Cowper-Coles found that a soln. of 100 parts of chrome-alum in 100 parts 
of water with 12 parts of barium sulphate does not yield a deposit of chromium metal 
on electrolysis. KE. Placet found that when a soln. of chrome-alum and an alkali 
sulphate acidified with sulphuric acid, is electrolyzed, chromium is deposited at the 
cathode as a hard, bluish-white, lustrous metal, which, under certain conditions, 
crystallizes in groups resembling the branching of firs. Other metals and alloys— 
bronze, copper, iron, brass, etc.—may be plated with chromium, and a surface 
can be obtained to resemble oxidized silver. E. Placet and J. Bonnet have a 
number of patents on this subject. 


Various baths have been recommended and the subject of chromium plating has been 
discussed by M. Alkan, J. D. Alley, C. M. Alter and F. C. Mathers, R. Appel, P. Askenasy 
and A. Révai, E. M. Baker and E. E. Pettibone, E. M. Baker and A. M. Rente, M. Ballay, 
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J. Bauer, F. M. Becket, R. Bilfinger, W. Birett, J. Blasberg, W. Blum, J. J. Bloomfield 
and W. Blum, G. le Bris, A. Champion, A. Butziger, Chemical Treatment Co., Chromium 
Corporation of America, A. J. Coignard, J. Cournot, W. Crafts, J. W. Cuthbertson, 
G. J. Delatre, 8. Dreyfus, W. S. Eaton, C. H. Eldridge, P. W. Ellwanger, G. M. Enos, 
D. T. Ewing and A. K. Malloy, H. L. Farber and W. Blum, S. Field, C. G. Fink, C. G. Fink 
and C. H. Eldridge, J. H. Frydlender, G. P. Fuller, G. Fuseya and co-workers, G. E. Gardam, 
R. Grah, A. K. Graham, L. E. and L. F. Grant, F. Grove-Palmer, G. Grube, C. A. Guidini, 
O. Gunther, O. Hahn, C. Hambuechen, J. Harden and H. T. Tillquist, H. E. Haring, 
H. EK, Haring and W. P. Barrows, J. Hausen, E. V. Hayes-Gratze, J. M. Hosdowich, 
M. Hosenfeld, H. W. Howes, W. E. Hughes, T. W.S. Hutchins, V. P. Ilinsky and co-workers, 
R. Justh, E. Kalmann, Y. Kato and co-workers, D. B. Keyes and 8. Swann, D. M. Killeffer, 
V. Kohlschiitter and A. Good, E. Krause, F. Krupp, E. Kruppa, S. Kyropoulos, H. Lange, 
I*. Lauterbach, E. Liebreich and co-workers, H. Leiser, P. Leistritz and F. Burghauser, 
B. F. Lewis, C. L. Long and co-workers, F. Longauer, H. 8. Lukens, O. Macchia, 
J. I’. K. McCullough and B. W. Gilchrist, D. J. MacNaughton and co-workers, B. Mendel- 
sohn, Metal and Thermite Corporation, Metropolitan-Vickers Electrical Co., E. Miller, 
EK. Miller and co-workers, M. Nagano and A. Adachi, National Electrolytic Co., W. Obst, 
Olausson and Co., E. A. Ollard, K. Oyabu, A. H. Packer, A. V. Pamfiloff and G. F. Vilip- 
puicheff, L. C. Pan, J. C. Patten, W. Pfanhauser, W. M. Phillips, W. M. Phillips and 
M. I. Macaulay, W. M. Phillips and P. W. C. Strausser, H. C. Pierce, H. C. Pierce and 
C. H. Humphries, R. J. Piersol, W. L. Pinner, W. L. Pinner and, E. M. Baker, I’. R. Porter, 
H. E. Potts, C. H. Procter, E. Richards, J. G. Roberts, J. Roudnick, G. F. Sager, I’. Salzer, 
G. J. Sargent, V. Schischkin and H. Gernet, H. Schmidt, R. Schneidewind and co-workers, 
K. W. Schwartz, A. Siemens, E. W. M. von Siemens and J. G. Halske, J. Sigrist and 
co-workers, O. J. Sizelove, J. Stscherbakoff and O. Essin, W. Steinhorst, L. E. Stout and 
J. Carol, F. Studinges, H. E. Sunberg, V. Szidon, O. P. Watts, L. Weisberg and W. I’. Green- 
wald, 8. Wernick, H. Wolff, M. Wommer, L. Wright,-F. W. Wiirker, and 8. Yentsch. 


J. F. L. Moller and E. A. G. Street obtained chromium by the electrolysis of an 
aq. soln. of chrome-alum and sodium sulphate at 90° with a current density of 0-4 
amp. per sq. cm. R. Stahn electrolyzed soln. of chromous salts. J. Voisin also 
obtained no deposit of chromium with a violet soln. of chrome-alum mixed with 
potassium hydrosulphate, using a current density of 0-02 to 0-20 amp. per sq. 
cm. and 4 to 12 volts, and similarly with neutral and alkaline soln. ; with a green 
soln. of chrome-alum and 0-18 amp. per sq. cm. a small, grey deposit of a substance 
soluble in hydrochloric acid was obtained. According to M. le Blanc, chromium 
deposits cannot be obtained in the manner described. Among other processes, 
the following can be used : 


A sat. soln. of chromic sulphate at the temp. of the room, was used and 100 c.c. dil. 
to 600 c.c. with water and then sodium chloride added to saturation. A platinum foil 
was used as cathode. With 40 sq. cm. active cathode surface, using a current density of 
0-2 amp. per sq. cm., there was obtained a quite small, black precipitate which from its 
behaviour appeared to be chromium. With a current density of 0:3 amp. per sq. cm. no 
precipitate was obtained. A precipitate did not appear when the above bath was sat. 
with sodium sulphate instead of sodium chloride and electrolyzed at 30° and 80° with a 
current of 0-2 and 0-3 amp. per sq. cm. 


F. Adcock found that chromium of a high degree of purity can be obtained by the 
electrolysis of an aq. soln. containing 30 per cent. of purified chromic acid, and 
one per cent. sulphuric acid using tin or steel cathodes. In one with a steel cathode 
rotating 30 revs. per minute, the temp. of the bath was 20°, the voltage 5-2, and 
the amperage 140. The current densities at the cathode and anode were 28 amp. 
and 7-2 amp. per sq. dm., and the yield of chromium in 30 hrs. was 500 grms., with 
a current consumption of 8-3 ampére-hrs. per gram. All the samples as deposited 
contained hydrogen and oxygen, the former being liberated during remelting in 
vacuo. The cathode chromium is in a form which leaves no residue on dissolution 
in acid, and is converted, when heated in vacuo, into insoluble chromic oxide. This 
can be removed, however, by heating the solid metal in purified and dried hydrogen 
to 1500°-1600°. After these treatments, spectroscopic examination failed to 
reveal any impurities. T. Murakami studied the action of chemical reagents on 
the deposits. 

B. Neumann and G. Glaser examined the influence of current strength, current 
density, conc., and temp. with different soln. of chromic salts. The diaphragm 
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cells contained the chromium salt soln. in the cathode compartment, and a mineral 
acid or salt soln. in the anode chamber. The cathode was ordinary carbon, but 
the deposited chromium was found to adhere also to cathodes of borax, lead, or 
platinum ; the anode, according to the soln. employed, was lead, platinum, or carbon. 
If the cathode soln. is not well circulated, it becomes impoverished at the cathode, 
and with high current densities only the chromosic oxide is deposited. Using a 
chromic chloride soln. with 100 grms. of Cr per litre, at the temp. of the room, 
and with current densities less than 0-072 amp. per sq. cm., the deposit consisted 
of metal mixed with more or less of the chromosic oxide ; and with current densities 
0-091 to 0-182 amp. per sq. cm., metal alone was deposited with a 38-4 to 38°6 per 
cent. ampére output. The deposit is good up to about 50°, but beyond that the 
chromium deposits as a black powder. With a constant current density and with 
soln. containing 184 grms. of Cr per litre and over, the deposit was a metallic 
powder ; with soln. containing respectively 158, 135, and 105 grms. of Cr per litre, 
the percentage ampére outputs of pure metal were respectively 50-6, 49-0, and 
38-4 ; with soln. containing 179 grms. of Cr per litre, at first metal and the chromosic 
oxide were deposited ; and with 53 or less grms. of Cr per litre, chromosic oxide 
and hydrogen were formed. Sulphate and acetate soln. give similar results except 
the numerical values differed from those just indicated. The acetate soln. gave 
imperfect precipitates, and poor yields; the best yield—84-6 per cent.—with 
sulphate soln. occurred with soln. containing 65-85 grms. of Cr per litre, and a 
current density of 0-13 to 0-20 amp. per sq. cm. B. Neumann, and G. Glaser 
concluded that the influence of temp. is of slight importance, but H. R. Carveth 
and W. R. Mott found that with chloride soln. a rise of temp. caused a marked 
decrease in efficiency. The electrodeposition of chromium was also investigated 
by J. Sigrist and co-workers, and EK. F. Smith. §. Kyropoulos found that 
chromium is deposited more freely in isolated spots on the crystal faces of tempered 
aluminium. A higher current density favours deposition on the crystal faces. 
Deposition on the crystal faces is favoured by conditions such that the production 
of hydrogen at the cathode is possible. Resistance to copper deposition is most 
clearly shown by passive chromium, deposition occurring only on isolated spots 
of non-passive chromium; with hydrogen evolution at the cathode, deposition 
occurs on the crystal faces of the chromium. 

According to H. R. Carveth and W. R. Mott, in the electrolysis of a soln. of 
chromic chloride containing 100 grms. of Cr per litre, at 21°, and a current 
density of 0-5 amp. per sq. cm., the efficiency slowly increased until a constant value 
of about 30 per cent. was attained. This phenomena was attributed to the for- 
mation of chromous chloride which is assumed to be necessary for efficient 
electrolysis—raising the temp. acts deleteriously by increasing the rate of oxidation 
of chromous chloride. The bubbling of air through the soln. diminished the 
efficiency. Variations in the nature of the anode liquid caused considerable altera- 
tions in the efficiency ; high values were obtained with an anolyte of ammonium 
sulphate, due, it is supposed, to diffusion into the cathode chamber. O. Dony- 
Hénault added that the formation of chromous chloride is not the only condition 
required for the deposition of chromium from a soln. of chromic salt. During the 
electrolysis of a soln. of chrome-alum, the green soln. becomes violet, and after a 
time deposits violet crystals of the alum. Chromium was deposited from the 
violet but not from the green soln. 

According to J. Voisin, the electrolysis of a soln. of purified chromic acid gives 
2 vols. of hydrogen and one vol. of oxygen as in the analogous case of sulphuric 
acid. The electrolysis of a soln. of ordinary chromic acid—260 grms. per litre— 
with a current density of 0-40 amp. per sq. cm. gives 0-250 grm. of white, adherent 
chromium per hour. Chromium anodes are preferable. The deposit is improved 
when 5-6 grms. of boric acid per litre are present. A sat. soln. of chromic hydroxide 
in hydrofluoric acid, and a current density of 0-2 to 0-20 amp. per sq. cm. and 12 volts 
gives no metal, but a green deposit of Cr,03.9H,O appears on the cathode. 
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H. R. Carveth and B. E. Curry found that chromium begins to be deposited instantly 
from a soln. of impure chromic acid at 18° with a current density of about 0-80 amp. 
per sq.cm. The deposition is not so readily obtained with soln. of purified chromic 
acid which has a decomposition voltage of 2:31 volts. In all cases, the liquid was 
coloured brown, and chromic salts were produced ; the brown precipitate formed 
at the cathode is probably Cr(CrO,). It is assumed that sexivalent chromium 
cations are present in the soln. of chromic acid, and that the increased deposition 
which occurs when sulphuric acid is present, is due to an increase.in the conc. of 
the sexivalent Cr-cations by a reaction of chromic acid with the sulphuric acid. 
F. Salzer found that the deposits of chromium are produced with a bath of 
approximately equal proportions of chromic acid and chromic oxide ; or preferably 
with an excess of chromic acid. The quantities should be kept nearly constant 
during the electrolysis, and the temp. maintained constant by cooling the bath. 
Anodes, capable of oxidizing the chromium oxide to chromic acid during the 
passage of the current, may be employed, in order to maintain a constant com- 
position in the bath by compensating for the chromic acid reduced at the cathode, 
or insoluble anodes, such as lead or platinum, may be used to maintain a constant 
composition, these being in part freely suspended in the bath, and in part separated 
from the cathode chamber by convenient diaphragms. The subject was investigated 
by E. Liebreich, E. Miller, KE. Miller and P. Ekwall, and G. Grube and G. Breitinger. 

A. Krupp prepared chromium of a high degree of purity by electrolyzing a 
fused chromium halide using impure chromium as anode. The electrodeposition 
of chromium has been investigated by R. Appel,3 C. L. Long and co-workers, 
G. Neuendorff and F. Sauerwald, and F. Andersen. R. Taft and H. Barham 
studied the electrodeposition of chromium from soln. of its salts in liquid ammonia. 

H. Moissan, and J. Férée prepared pyrophoric chromium by distilling the amal- 
gam in vacuo at 300°, but if heated more strongly, it loses its pyrophoric activity. 
H. Kiizel obtained colloidal chromium by bringing the element to a fine state of 
subdivision by grinding, or by cathodic disintegration. It was then converted into 
the colloidal state by repeated alternate treatments for long periods with dil. acid 
soln. and dil. alkaline or neutral soln., under the influence of moderate heat and 
violent agitation. After each treatment the material was washed with distilled 
water or other solvent until completely free from the reagent employed. T. Svedberg 
also prepared chromium hydrosol by his process of cathodic disintegration ; and 
with isobutyl alcohol as the liquid menstruum, chromium ‘sobutylalcosol was 
obtained. G. Bredig did not obtain much success with splutterings from an 
electric arc under water. 
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1b., 33. 245, 1927; C. H. Proctor, Rev. Amer. Electroplater’s Soc., 16. 23, 1929; Metal Cleaning, 
1. 349, 507, 1929; Metals Alloys, 1. 474, 1929; Brass World, 28. 193, 1927; W. E. Hughes, 
Beama, 10. 138, 1922; Olausson and Co., French Pat. No. 612880, 1926: Brit. Pat. No. 264442, 
1926; S. Wernick, Hlect. Times, 78. 149, 1980; Ind. Chemist, 5. 524, 1929; Metal Ind., 31. 
291, 313, 345, 1927; L. Wright, 7b., 34. 577, 1927; W. Pfaundler, 7b., 31. 315, 1927; O. P. Watts, 
ib., 31. 563, 1927; L. E. and L. F. Grant, Trans. Amer. Electrochem. Soc., 53. 509, 
1928; O. Giinther, Apparatebau, 29. 4, 1926; B. Mendelsohn, Motorwagen, 28. 728, 1925; 
W. Blum, Iron Age, 118. 1685, 1926; Amer. Mach., 65. 948, 1926; Brass World, 22. 381, 1926 ; 
Metal Ind. New York, 25. 14, 1927; Mech. Eng., 49. 33, 1927; 50. 927, 1928; Metropolitan- 
Vickers Electrical Co., Brit. Pat. No. 258242, 1926; Chromium Corporation of America, ib., 
258594, 1926; J. C. Patten, 7b., 282337, 1927; H. C. Pierce and C. H. Humphries, Canadian 
Pat. No. 266323, 1926; W. Crafts, Carnegie Mem. Iron. Steel Inst., 15. 175, 1926; Chemical 
Treatment Co., U.S. Pat. No. 1581188, 1926; G. P. Fuller, 7b., 1531088, 1925 ; C. Hambuechen, 
1b., 1544451, 1925; H. Wolff, German Pat., D.R.P. 422461, 1923; E. W. von Siemens and 
J. G. Halske, 1b., 436084, 1925; Brit. Pat. No. 259900, 259924, 1926; 286451, 1927; French 
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H. T. Tillquist, Brit. Pat. No. 259761, 1925; C. G. Fink and C. H. Eldridge, Iron Age, 121. 1680, 
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Journ. Soc. Automobile Hng., 24. 397, 1929; G. Neuendorff, Ueber die Schemlzflusselektrolyse von 
Hisen, Chrom, und Mangan, Breslau, 1927; G. Neuendorff and F. Sauerwald, Zeit. Hlektrochem., 
34. 199, 1928; A. Siemens, 7b., 14. 264, 1928; F. Adcock, Journ. Iron Steel Inst., 115. i, 369, 
1927; D. H. Killeffer, Journ. Ind. Eng. Chem., 19. 773, 1927; H. 8S. Lukens, Trans. Amer. 
Electrochem. Soc., 58. 491, 1928; Metal Ind., 32. 567, 1908; Amer. Metal Ind., 26. 354, 
1928; P. W. Ellwanger, ib., 26. 77, 1928; J. H. Frydlender, Rev. Prod. Chim., 31. 1, 41, 
1928; F. Studinges, Swiss Pat. No. 120265, 1925; T. Murakami, Journ. Japan Soc. Chem. 
Ind., 31. 132, 1928; J. G. Roberts, Journ. Glasgow Tech. Coll. Met. Club, 6, 1927; J. Hausen, 
Metallbérse, 18. 257, 314, 483, 1928; E. M. Baker and E. E. Pettibone, Amer. Metal Ind., 26. 
520, 1928; Trans. Amer. Electrochem. Soc., 54. 331, 1928; E. M. Baker and A. M. Rente, 7b., 
04. 337, 1928 ; W. L. Pinner and E. M. Baker, 1b., 55. 315, 1929 ; Metal Ind., 34. 585, 611, 1929 ; 
W. L. Pinner, Metal Cleaning, 1. 249, 1929; G. F. K. McCullough and B. W. Gilchrist, Brit. 
Pat. No. 292094, 1927; H. Leiser, Metallwaren Ind., 27. 365, 1929; Brit. Pat. No. 294484, 1927 ; 
F. Lauterbach, ib., 296988, 299395, 1927; M. Nagano and A. Adachi, Bull. Research Lab. Bureau 
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Electroplater’s Soc., 16. 20, 1929; G. Fuseya, K. Murata, and R. Yumoto, Tech. Rep. Tohoku 
Univ., 9. 33, 1929 ; F. Grove-Palmer, Iron Steel Ind. Brit. Foundryman, 2. 401, 1929; L. E. Stout 
and J. Carol, Journ. Ind. Eng. Chem., 22. 1324, 1930; D. J. MacNaughtan and R,. A. F, Ham- 
mond, T'rans. Faraday; Soc., 26. 481, 1930; Journ. Hlectroplaters’ Tech. Soc., 5. 151, 1930; 


142 - INORGANIC AND THEORETICAL CHEMISTRY 
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3 H. Moissan, Ann. Chim. Phys., (3), 21. 199, 1880; J. Férée, Compt. Rend., 121. 822, 1895 ; 
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§ 4. The Physical Properties of Chromium 


The specimens of chromium prepared by the early investigators were more or 
less impure, and in some cases the impurity affected the physical properties to an 
appreciable extent. The metal prepared by the carbon reduction process is 
contaminated with carbon or carbides ; and that prepared by aluminium reduction 
is contaminated with aluminium and silicon. Chromium prepared by heating 
the amalgam to about 300° is a black pyrophoric grey powder—vide supra. 
R. Bunsen! found that the electrolytically deposited metal to be steel-grey or 
silver-white. H. Moser described chromium as a steel-grey mass composed of 
four-sided prisms; and J. F. Gmelin obtained a metal with a dull-grey fracture 
and interspersed with tin-white crystals. EH. Glatzel obtained chromium as a 
micro-crystalline, grey powder; F. Wohler obtained it in the form of what he 
called grey rhombohedra; HK. Jager and G. Kriiss, tin-white rhombohedra ; 
P. A. Bolley, tetragonal pyramids; HE. Frémy, and E. Zettnow, in cubic crystals ; 
and W. Prinz said that when prepared by F. Wohler’s process, the minute cubes 
with pyramidal faces furnish hexagonal and octahedral contours when examined 
by transmitted light; and he added that the supposed rhombohedra are probably 
deformed octahedra. W.C. Phebus and F.C. Blake found that the X-radiogram 
agrees with a body-centred cubic lattice, with side a=2-875 A. A. W. Hull gave 
for the side of the elementary cube of the body-centred cubic lattice, 2895 A. ; 
for the distance between the nearest atoms, 2-508 A.; and for the density, 7-07 ; 
R. A. Patterson, and F. Sillers gave a=2-872 A.; E. C. Bain, a=2°899 A.; and 
W. C. Phebus and F. C. Blake, a=2-875 A. for the body-centred cubic lattice. 
W. P. Davey and T. A. Wilson, HE. Schmid, R. Blix, W. Hume-Rothery, and 
G. F. Hiittig and F. Brodkorb made observations on this subject. H. L. Cox and 
I. Backhurst observed no marked effect on the X-radiograms for stresses below the 
elastic limit. A. J. Bradley and HK. F. Ollard said that the electro-deposited 
chromium may exhibit allotropy, for it may show the hexagonal structure as well 
as the body-centred cubic structure. C. 8. Smith observed only the latter form. 
The subject was discussed by F. Adcock; and H. Shoji studied the mechanism of 
the change of the space-lattice in passing from one allotropic form to another. 
A. W. Hull added that iron and chromium have a similar arrangement of atoms 
in the space-lattice, and this shows that ferro-magnetism does not depend on a 
particular arrangement of the atoms. On the other hand, A. J. Bradley and 
K. F. Ollard said that the X-radiogram agrees with the assumption that chromium 
is a mixture of two allotropes. In the predominating form, the atoms are arranged 
in two hexagonal lattices giving an almost hexagonal close-packed structure, the 
axial ratio a: c being 1-625 instead of 1-633, and the distance between neighbouring 
atomic centres 2°714 A. and 2-70 A. 

J. B. Richter gave 5-9 for the specific gravity of chromium; F. Wohler, 6-81 
at 25°; J. E. Loughlin, 6-2; C. F. Rammelsberg, 6-522 ; R. Bunsen, 6-7 ; E. Glatzel, 
6:7179-6:737 at 16° for the crystalline powder; A. Gotta, 7:0367 to 7-0747 at 25° ; 
H. Moissan, 6:92 at 20° for the metal previously fused in an electric furnace ; 
A. Binet du Jassonneix, 7-1 at 17° for metal derived from the boride ; and T. Déring 
7-085 for 98 per cent. chromium prepared by the alumina-thermite process. 
K. Honda gave 6-8 for a sample with over 20 per cent. of iron. K. Ruf gave 7-014 
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at 20° for the pure metal, and 7-011 for electrolytic chromium. G. F. Hiittig and 
F. Brodkorb found that electrolytic chromium free from occluded gas had a sp. gr. 
of 7-138 at 25°/4°, and 7-156 at —50°/4°; hence the atomic volume is 7-286 at 25° 
and 7-268 at —50°. H. Schroder discussed the volume relations of the sulphates, 
selenates, and chromates ; E. Donath and J. Mayrhofer, the at. vol. ; and I. Traube, 
the at. soln. vol. H. M. Baker and A. M. Rente, and D. J. Macnaughtan discussed 
the porosity of electro-deposited chromium. M. L. Huggins calculated for the 
atomic radius, 1-44 A.; W. F. de Jong and H. W. V. Willems, 1-40 A. to 1-42 A. - 
and W.L. Bragg, 1-40. H. G. Grimm, V.M. Goldschmidt, L, Pauling, E. T. Wherry, 
J. C. Slater, and A. M. Berkenheim discussed this subject, from which it follows 
that for sexivalent chromium atoms, the effective at. radius is 0-52 to 0°65 A.. and 
for typical atoms, 1:17 to 1-54 A. P. Vinassa studied the mol. number. 

K. W. Schwartz said that the bluish-white metal is exceedingly hard and can 
be drilled only with difficulty. J.B. Dumas found that the chromium he prepared 
scratched glass of hardness 5-6 on Mohs’ scale. H. St. C. Deville said that its 
hardness is equal to that of corundum ; while H. Moissan said that it scratches glass 
only with difficulty ; it can be polished readily and then shows a good reflecting 
surface. J. R. Rydberg gave 9 for its degree of hardness (diamond 10). According 
to F. Adcock, the great hardness of electrolytically-deposited chromium, 650 on 
Brinell’s scale, is apparently caused by the occluded hydrogen, the crystalline 
form, and possibly the oxygen. It is not possessed by the metal of a high degree 
of purity melted or annealed at high temp. in vacuo or an atm. of hydrogen, the 
hardness being then as low as 70 on Brinell’s scale. L. HE. and L. F. Grant obtained 
the hardest deposits of chromium from a soln. of 209 grms. of chromic acid, 23 grms. 
of chromic oxide, and 6-4 grms. of chromic sulphate per litre using a current density 
of 33:3 amps. per sq. dm., at 45°. D. J. Macnaughtan and A. W. Hothersall 
gave 500 to 900 for Brinell’s hardness of electro-deposited chromium; and 
D. J. Macnaughtan studied the porosity of the deposits. The subject was discussed 
by R. J. Piersol. W. Treitschke and G. Tammann found that the viscosity of 
chromium is very great when in the vicinity of the m.p. TT. W. Richards found the 
compressibility of chromium, 7.e. the mean change of vol. per megabar, between 100 
and 600 megabars, to be 0-7<10~6 for 99 per cent. 
chromium. P. W. Bridgman found for the vol. com- ne } bet 


pressibility from measurements of the linear compressi- 
bility, at 30°, dv/ug=—5-187 X10 *p+2-19 x10 1p? s, 
and at 75°, dv/vg=—5-310x10-"p+2:19 x10 12p2, x | 
These values are lower than the result given by & | 
T. W. Richards. W. Widder gave for the modulus of N 

elasticity, E—Heo{1—0-006536(0—20)}; M. Grube, elit 
OC. J. Smithells and 8. V. Williams, J. Laissus, W. van 6 
Drunen, and F. C. Kelley studied the diffusion of 

chromium with iron and nickel. See 
J. Disch* found the coeff. of thermal expansion— a Expansion. 3 
linear—to be 0-0;731 between —78° and 0°; and 

0-0;84 between 0° and 100°. P. Chevenard found that the expansion curve is 
exactly reversible between 0° and 100° and shows no singular point. The true 
coeff. of expansion, 0-0000068 at 0°, increases rapidly with temp. and shows a 
slight concavity towards the increasing temp., Fig. 2. G. F. Hiittig and F. Brod- 
korb gave 1:2x10~5 for the coeff. of expansion between —50° and 25°. 
W. Widder gave 0-0;824 at 20°. J. Disch gave for the linear expansion in mm. 
per metre : 


O 200° 40° 600° f00° 


— 78° 0° 100° 200° 300° 400° 500° 
Expansion . —0-57 0-00 0°84 0-75 2°72 3°76 4-86 mm. 


E. Jager and G. Kriiss gave for the specific heat 0-12162 between 0° and 98-24" ; 
H. Mache, 0-1208 between 0° and 100°; H. Schimpff 0-1044 at 0°; R. Lammel 
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gave 0:0898 at —100°; 0-1039 at 0°, and 0-1872 at 600°. T. W. Richards and 
F. G. Jackson, 0-0794 between —188° and 20°; and P. Schiibel gave for the 
true sp. ht., cy, and the atomic heat, C; : 


50° 100° 200° 300° 400° 500° 600° 
cp . 0:1080 0-1160 0-1200 0-121] 0-1250 0-1340 0-1500 
Oy ts 160263 6:05 6-25 6-30 6:50 6:99 7:81 


S. Umino gave : 
100°,, 800°- 600%) 700%, 900%) al0R® "(43003 > ood mrtogu. 
Sp. ht. - O118° 0-123 0-131.” 0:144 "0-168 O-1T 77 0-200 0-220 


F. Wiist, A. Meuthen and R. Durrer, and G. Tammann and A. Rohmann also 
made observations on the sp. ht. F. Michand, J. Maydel, and E. van Aubel discussed 
the at. ht. relations ; and EK. D. Hastman and co-workers, the thermal energy of the 
electrons in chromium, and computed C,—C,—0-037 Cal..per degree per mol. 
P. Nordmeyer and A. L. Bernoulli gave 0-1039 for the sp. ht. at 0°; 0-1121 at 100° ; 
0-1236 at 300°; 0:1503 at 500°; and 0-0860 between —185° and 20°. J. Dewar 
gave 0:0142 between —253° and 196° with the at. ht. 4-14. F. Simon and M. Ruhe- 
mann gave Cp=1-249 and C,=1-247 at 71-29° K.; and Cp=1-56 and C,=—1-56 
at 79-50° K. R. Lammel represented his results by c,—0-103944-+0-03105910 
—0-062969462 10-095408863 ; and F. W. Adler observed : 


0° 100° 200° 300° 400° 500° 600° 
cp . 9:°10394 111211 0-11758 0-12360 0:13343 0-15030 0-18710 
Cp . 5-40 5°85 6-11 6°43 6-94. 7°82 9:73 


H. St. C. Deville ? found that chromium melts at a higher temp. than is the 
case with manganese or platinum; and H. Moissan also stated that the melting 
point of chromium is much higher than that of platinum; for it cannot be 
fused by the oxyhydrogen blowpipe. H. Glatzel, however, fused it by the oxy- 
hydrogen flame. 8. O. Cowper-Cowles gave 2000° for the m.p.; but this is too 
high. EH. A. Lewis found that the metal made by the aluminium-thermite 
process melted at 1515°+5°. G. K. Burgess gave for 99 per cent. chromium, 
1489°; KE. Tiede and HK. Birnbrauer, 1420°; HEH. Newbery and J. N. Pring, 
1615°+15°; W. Treitschke and G. Tammann, 1513°; 8. Umino, 1600° (95-39 per 
cent. Cr); R.S. Williams, and G. Voss, 1553°; K. Lewkonja, 1547°; J. Johnston, 
1510°; G. Hindrichs, 1550°; and R. Vogel and H. Trilling give 1575°. K. Honda 
gave 1515° for a sample with about 20 per cent. of iron. W. Guertler and M. Pirini, 
W. R. Mott, and G. K. Burgess and R. G. Waltenberg gave for the best repre- 
sentative value 1520°; but L. I. Dana and P. D. Foote gave 1615°. A. von Vogesack 
said that the m.p. of chromium is over 1700°, and that the lower values are due to 
the presence of carbon obtained from the carbon monoxide in the atmosphere in 
which the metal is melted; whilst with C. J. Smithells and 8. V. Williams, 1920° 
was thought to be a low value for the m.p. H. Moissan said that when chromium 
is fused in the electric arc-furnace it forms a very fluid, bright liquid with the 
appearance and fluidity of mercury; and it can be cast in a mould. It can be - 
distilled in the electric arc-furnace; and H. C. Greenwood gave 2200° for the 
boiling point of chromium—W. R. Mott estimated 3000°. J. Johnston gave for 
the vapour pressure log »—=—149007°1+8:91; and 

980° 1090° 1230° —-1400° 1610° —_1800° 1890° —_2200° 
ie uO ae 10-2 Oe = l 10 50 100 760 


F. Wiist and co-workers, and W. Herz gave 32-00 Cals. for the latent heat of fusion 
per gram; and 8. Umino, 70-05 Cals. EH. Kordes gave 0-91 (cals.) for the entropy 
of chromium. G. N. Lewis and co-workers gave 5-8 for the at. entropy of chromium 
at 25°; W. Herz, 10-85; and B. Bruzs, 19-8 at the m.p. KE. D. Eastman and 
co-workers studied this subject ; and R. D. Kleeman, the internal and free energy 
of chromium. 

A. L. Bernoullit gave 2-67 for the index of refraction of chromium, and 1-63 


CHROMIUM 145 


for the absorption coeff. for Na-ight. H. von Wartenberg gave 2-97 for the index 
of refraction, ~; 4°85 for the absorption coeff., k; and 69-7 per cent. for the 
reflecting power, R. V. Fréedericksz gave . 


7 arin : . 257 pp 825 up 361upe 444up 502yp 668 up 
cmb sar 5 + > 4-641 1-259 1-530 2°363 2-928 3°281 
k 2 ; 1193-69 2°91 3°21 4:44 4-55 4-30 
_W. W. Coblentz and R. Stair, and W. W. Coblentz gave for the reflecting power 
RR ed (ee Oe OO SO!) 0p! 5m 22! 9-Op 
ee i's Seo 57 63 70 76 Sl 92 per cent. 


P. R. Gleason, W. W. Coblentz and R. Stair, and M. Luckiesh made observations 
on the subject. V. Fréedericksz gave 60 to 72 per cent. for A=257up to 668up. 
F. J. Michéli observed no difference between the reflecting power of passive and 
active chromium, although in the case of passive and active iron, the results indicated 
that a film was formed. A. L. Bernoulli found that the results of F. J. Michéli 
were anomalous owing to gas absorption, for there is a marked difference in the 
reflecting powers of the active and passive forms of chromium—this is attributed 
to the presence of a surface film on the passive metal. J. H. Gladstone found the 
refraction equivalent of chromium to be 15:9; and the specific refraction, 0-305. 
W. J. Pope gave 22-25 for the refraction eq. of tervalent chromium. T. Bayley,® 
and M. N. Saha discussed the colour relations of chromium and of copper, man- 
ganese, iron, cobalt, and nickel; and J. Piccard and KE. Thomas, of chromous and 
chromic ions, and of chromates and dichromates. W. Biltz discussed the relation 
between colour and the magnetic properties of the element. 

Chromium compounds do not give the ordinary flame spectrum. V. Merz & 
said that when a chromate moistened with sulphuric acid is introduced at the 
edge of the colourless gas flame, the edge of the flame acquires a dark reddish-brown 
colour and a rose-red mantle which can be recognized with 0-001 mgrm. of the 
chromate. K.Someya observed that the colourless soln. obtained by reducing 
a very dil. soln. of potassium dichromate shows that chromous ions are colourless, 
and that thiocyanate produces the blue colour of conc. soln. owing to the formation 
of complex ions. IF. Gottschalk and EH. Drechsel found that the vapour of chromyl 
chloride in the oxy-coal gas flame shows a band spectrum in the green and yellow. 
A. Gouy found that when chromium salts are fed into the bunsen flame, the inner 
cone shows some spectral lines. J. N. Lockyer also found spectral bands with 
chromium salts in the oxy-coal gas flame, and G. D. Liveing and J. Dewar observed 
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Fig. 3.—Spark Spectrum of Chromium. 


numerous lines in the specimen of the explosion flame of electrolytic gas with 
chromium salts. W. N. Hartley observed the oxy-hydrogen. flame spectrum. 
H. W. Vogel, M. A. Catalan, and C. de Watteville studied this subject. G. Kirch- 
hoff first investigated the spark spectrum, and he was followed by W. A. Miller, 
W. Huggins, R. Thalén, C.C. Kiess, A. Mitscherlich, L. de Boisbaudran, G. Ciamician, 
J. Parry and A. E. Tucker, G. D. Liveing and J. Dewar, J. N. Lockyer, F. McClean, 
HE. Demarcay, L. and E. Bloch, A. de Gramont, W. H. Adeney, R. J. Lang, O. Lohse, 
F. Exner and E. Haschek, R. E. Loving, A. Hagenbach and H. Konen, M. A. Catalan, 
J. H. Pollock, J. H. Pollock and A. G. G. Leonhard, F. L. Cooper, J. M. Eder and 
K. Valenta, and H. Smith. The simple spark spectrum shown by, say, a soln. of 
chromic chloride is characteristic, and can be employed in the spectroscopic detection 
of chromium, Fig. 3. There is the 5207-line in the green; and a group of three 
VOL. XI. L 
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lines 4290, 4275, and 4254 in the indigo-blue, which are well defined, while there 
are feebler lines 4345 in the blue ; 5253, 5276, 5297, 5341, and 5410 in the green ; 
and 5790 in the orange-yellow. HE. O. Hulburt studied the spectrum of the con- 
densed spark in aq. soln. The are spectrum of chromium was studied by 
J. N. Lockyer, B. Hasselberg, F. Exner and E. Haschek, M. A. Catalan, H. Gieseler, 
Lord Blythwood and W. A. Scoble, R. Frerichs, A. §. King, A. B. McLay, 
J. Clodius, D. Foster, L. Stiiting, K. Bare. S. P. de Rubies J. Buchholz, C. C. Kiess, 
C. C. Kiess and W. F. Meggers, and J. Hall. The ultra-violet spectrum was . 
studied by W. A. Miller, J. C. McLennan, A. B. McLay, R. A. Millikan and 
I. S. Bowen, V. Schumann, F. Exner and KE. Haschek, L. and E. Bloch, 
W. E. Adeney, M. Edlen and M. Ericson, and R. Richter ; the ultra-red spectrum, 
by K. W. Meissner, T. Dreisch, and H. M. Randall and E. F. Barker. H. Finger 
examined the effect of the medvwm on the lines in the spark spectrum; F. Croze, 
M. A. Catalan, and A. de Gramont, les rases ultimes, and les raies de grand 
sensibilué; G. D. Liveing and J. Dewar, the reversed lines in metal vapours ; 
J.N. Lockyer and F. EH. Baxandall, M. Kimura and G. Nakamura, and J. N. Lockyer, 
the enhanced lines; A. S. King, and H. Geieler, the anomalous dispersion ; 
W. J. Humphreys, the effect of pressure; J. A. Anderson, and H. Nagaoka ~ 
and Y. Sugiura, the Stark effect or the influence of an electric field on the arc 
spectrum; and A. Dufour, H. du Bois and G. J. Elias, W. Miller, J. E. Purvis, 
C. Wali-Mohammad, O. Liittig, W. C. van Geel, E. Krémer, and W. Hartmann, 
the Zeeman effect. The absorption spectrum of the vapour was examined by 
J. N. Lockyer and W. C. Roberts-Austen, R. V. Zumstein, H. D. Babcock, A. 8. King, . 
A. W. Smith and M. Muskat, H. Gieseler and W. Grotrian, and W. Gerlach; 
the absorption spectrum of aq. soln. of various salts (¢.v.) was examined by W. de 
W. Abney and E. R. Festing, W. Ackroyd, T. Bayley, H. Becquerel, W. Bohlen- 
dorff, H. Bremer, D. Brewster, A. Byk and H. Jafie, T. Carnelley, 8. Kato, 
i Croft, ae Erhard, A. tard, J. Formanek, J.Gay, J. H. Gladstone, he Hamburger, 
A. Hantzsch, A. Hantzsch and R. H. Clark, W.N. Hartley, J. M. Hiebendaal, 
H. C. Jones and W. W. Strong, G. Joos, B. Kai. O. Knoblanch, W. Lapraik, 
H. Fromherz, G. D. Liveing and J. Dewar, G. Magnanini, G. Magnanini and 
T. Bentivoglio, F. Melde, W. A. Miller, H. Moissan, J. Miller, E. L.- Nichols, 
C. Pulfrich, A. Recoura, G. B. Rizzo, P. Sabatier, C. A. Schunck, H. Settegast, 
C,P. Smyth, J. L. Soret, G. J. Stoney and J. HE. Reynolds, H. F. Talbot, H. M. Vernon, 
K. Vierordt, EK. Viterbiand G. Krausz, H. W. Vogel, E. Wiedemann, and C. Zimmer- 
mann; and the absorption lines in the spark spectrum under water, by 
EK. O. Hulburt. J. Formanek said that the chromium salts do not react with 
alkanna tincture. L. de Boisbaudran examined the fluorescence spectrum. 
According to T. Tanaka, chromium is the principal agent in the cathodoluminescence 
of corundum. No series spectrum has been observed with chromium, but the 
lines have been studied from this point of view by L. Janicki, A. Dufour, P. G. Nut- 
ting, H. N. Russell, 8. Goudsmit, E. Krémer, M. Steenbeck, H. Deslandres, 
A. Sommerfeld, H. KE. White, H. E. White and R. C. Gibbs, M. A. Catalan, R. Mecke, 
H. Gieseler, R. Frerichs, R. J. Lang, C. V. Ramon and 8. K. Datta, G. Wentzel, 
Y. M. Woo, C. Wali-Mohammed, H. Pickhan, C. C. and H. Kiess, A. de Gramont, 
OQ. Laporte, W. F. Meggers and co-workers, A. E. Ruark and R. L. Chenault, 
C.C. Kiess and O. Laporte, R. J. Lang, M. A. Catalan, C. EH. Hesthal, and N. Seljakoff 
and A. Krasnikoff. 

B. Rosen,’ M. Levi, and G. Kettmann studied the Reray spectrum. The K-series 
in the X-ray spectrum was studied by V. Dolejsek, V. Dolejsek and K. Pestrecoff, 
B. C. Mukherjee and B. B. Ray, M. Steenbeck, C. G. J. Moseley, W. Duane and 
co-workers, D. Coster, G. Wentzel, N. Selijakoff and A. Krasnikoff, E. C. Unnewehr, 
A. E. Lindh, H. Fricke, 8. Eriksson, T. L. de Bruin, W. Bothe, B. Kievit and 
G. A. Lindsay, F. Wisshak, S$. Pastorello, J. H. van Vleck and A. Frank, H. Beuthe, 
H. R. Robinson and C. L. Young, N. Seljakoff and co-workers, M. J. Druyvesteyn, 
R.C. Gibbs and H. E. White, F. Hjalmar, K. Chamberlain, O. Stelling, M. Siegbahn 
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and co-workers, B. Walter, J. Schrér, and H. Stensson. There are the lines 
aga’ =2°28855 ; aya=2-28517 ;  agag=2-2733; PB, B=2:08144; and Byy—2-069. 
The L-series was examined by J. Schrér, A. Duvanlier, C. E. Howe, F. de Boer, 
F. P. Mulder, G. Kellstrém, F. L. Hunt, and R. Thoroeus; the M-series, by 
F. P. Mulder, and B. C. Mukherjee and B. B. Ray ; the N-series, by F. P. Mulder ; 
and the O-series, by F. P. Mulder. 

U. Andrewes and co-workers 8 studied the absorption of X-rays. The absorption 
coefficients of X-rays from chromium radiator were studied by U. Andrewes and co- 
workers, D. M. Bose, C. G. Barkla and C. A. Sadler, and T. E. Aurén. O. W. Richard- 
son and F. 8. Robertson investigated the soft X-rays from chromium. A. C. Davies 
and F', Horton gave the critical potentials for soft X-rays. J.C. McLennan, and 
M. A. Catalan gave 6-7 volts for the ionization potential, and 2-89 volts for the 
first resonance potential. H.N. Russell gave 6°74 volts for the first ionization 
potential and 16-6 volts for the second. B. B. Ray and R.C. Mazumdar discussed 
the critical potential; E. Rupp, the deflection of electrons by films of chromium ; and 
R. H. Ghosh, and B. B. Ray and R.C. Mazumdar, the relation between the ionizing 
potential and the electronic structure. E. Rabinowitsch and KE. Thilo studied the 
subject. J. E. P. Wagstaff gave 8-3 x 1012 for the vibration frequency ; and W. Herz, 
8-43 x 1012. According to R. Whiddington, the critical velocities of cathode rays 
required to excite K- and L-radiations with the chromium radiator are respectively 
5:0 X 109 and 2:0 x 108 cm. per sec. HE. C. Unnewehr studied the dependence of the 
energy of emission of the K-radiation on the applied voltage. The use of chromium 
as a radiator for X-rays was discussed by R. Whiddington, and ©. A. Sadler and 
A. J. Steven. A. Wehnelt classed chromic oxide as an “ inactive oxide”’ so far 
as the emission of electrons is concerned, when it is fixed on a platinum disc and 
used as a cathode of a discharge tube; but A. Poirot found that anode rays are 
emitted from chromium. W. Espe studied the subject. E. Rupp discussed the 
passage of electrons through thin films of chromium. P. Weiss and G. Foex 
calculated values for the atomic moments ; O. W. Richardson and F. 8. Robertson 
studied the photoelectric effect, and U. Nakaya examined the influence of adsorbed 
gas on this phenomenon. R. E. Nyswander and B. EH. Cohn studied the thermo- 
luminescence of glass activated with chromium. 

P. E. Shaw and C.S. Jex 9 said that chromium acquires negative triboelectricity 
when rubbed on glass. K. F. Herzfeld discussed the metallic conductivity of 
chromium. I. I. Shukoff gave 38-510 mhos for the electrical conductivity of 
chromium at 0°; and A. Schulze gave 2:-60x10-6 for the sp. resistance at 0°. 
_ J.C. McLennan and C. D. Niven gave for the sp. resistance, R, of aged and unaged 
chromium : 


29° 27° —-152:4° —193° — 190° —268°8° —269-99° —270°8° 
R { wed.) 17-2 —=- 0:90 2°01 — — — _ 
unaged . — 43-8 27-0 — 28-8 26°7 26°6 26-5 


They observed no indication of superconductivity at low temp. P. W. Bridgman 
gave —)-8 x 107 for the press. coeff. of the resistance ; and 0-000033 for the temp. 
coeff., the resistance at 30° being 160x105. The values are taken to represent 
an impure metal. J.C. McLennan and co-workers found for the resistance of aged 
chromium, at different temp. absolute, to be: 


292° 273° 80° 20-6° 4-2° 225°: K. 
‘a. bagme ‘ 5-59 ~~ 0-655 0-260 0-258 0-258 ohms 
Sp. resistance . 17-2 15-25 2-01 0-80 0-79 0-79 


The values of the ratio R/Ry at liquid air temp. is 0-132, and at liquid hydrogen 
temp., 0-059. P. Kapitza examined the effect of a magnetic field on the electrical 
conductivity. Z. A. Epstein compared the electrical conductivities of the elements 
and their position in the periodic table. K. Hopfgartner found that the transport 
numbers of the chromic ion in hydrochloric acid soln., are 0-318, 0-357, and 0-414 
respectively for 1-00, 0-32, and 0-075 eq. soln.—1z.e. for zero concentration, 0-446. 


148 INORGANIC AND. THEORETICAL CHEMISTRY 


The mobility of the chromic ion is 46-3 to 53. It is assumed that the chromic ion 
is surrounded by a fairly large water-sheath. E. Newbery discussed the over- 
voltage; S. J. French and L. Kahlenberg, the gas-metal electrodes obtained by 
chromium and oxygen, nitrogen, or hydrogen; and N. Koboseff and N. I. Nebrassoff, 
the cathodic polarization. 

According to J. J. Berzelius, there are two allotropic forms of chromium. The 
one, a-chromium, obtained as a grey metallic powder by reducing chromium tri- 
chloride with potassium, inflames between 200° and 300° and burns vividly to 
chromic oxide, and it dissolves readily in hydrochloric acid with the evolution of 
hydrogen ; the other, 8-chromium, obtained by reduction with carbon at a high 
temp., cannot be oxidized by heat, by boiling with aqua regia, by hydrofluoric acid, 
or by ignition with potassium hydroxide or nitrate. He added that corresponding 
modifications can be traced through many of the compounds of chromium ; but 
this statement is not now regarded as correct because certain allotropic forms of 
the salt are now explained without assuming that they are due to allotropic forms 
of the element. As indicated above, R. Bunsen asked if the electrolysis of soln. 
of the green and violet chromium salts would give corresponding allotropic forms 
of the element, but the answer is in the negative. W. Hittorf recognized that 
chromium can exist in an active and in a passive state. Chromium is active in 
contact with hydrofluoric, hydrochloric, hydrobromic, hydriodic, acetic, oxalic, 


sulphuric, and hydrofluosilicic acids, that is, the metal dissolves in these acids 


with the evolution of hydrogen, if the acids are concentrated and cold, and if the 
acids are dilute, application of heat may be required. On the other hand, chromium 
is passive in chlorine or bromine water, in conc. nitric, chromic, phosphoric, chloric, 
perchloric, citric, formic, or tartaric acid, for the metal does not dissolve therein. 
The difference in its behaviour towards these acids is associated with a difference 
in the electrode potential of chromium for the difference in the e.m.f. of the two 
states amounts to about 1-6 volts, for with active chromium, the e.m.f. of the cell 
Cr/acid, H,CrO,4/Pt is about 1-9 volt, and with the passive metal, 0-3 volt. In 
the electrochemical series, active chromium is close to zinc, but passive chromium 
stands near platinum. Otherwise expressed, passive chromium behaves as a noble 
metal, being electronegative towards zinc, cadmium, iron, nickel, copper, mercury, 
and silver, for it does not decompose even boiling soln. of these salts, excepting 
that it reduces mercuric and cupric salts respectively to mercurous and cuprous 
salts. When chromium is employed as anode in soln. in which it is indifferent, it 
becomes covered with a yellow film of chromic acid, and the loss of weight of the 
anode was found to correspond with the production of sexivalent chromium ions ; 
this occurs even in soln. of hydrogen chloride in which chromium ordinarily dis- 
solves with the formation of chromous salts. This may be due either to the decom- 
position of the water by the anion and subsequent formation of chromic acid from 


the liberated oxygen, or to the formation of a compound of sexivalent chromium — 


with the anion and the decomposition of this compound by water; no such com- 
pound, however, is actually known to exist. In soln. of potassium thiocyanate or 
of an iodide, the chromium anode experiences no loss. The coeff. of the amal- 


gamated metal M in the cell M | KCl, NaNOs, AgNO, | Ag at 5° are: 


M 2 Cd Pt Fe Sn Cu Cr 
Volt . 1°534 0:974 1-123 0:955 1-010 0:689 (8) 


_ W. J. Miller found that there are certain current densities which vary with the 
time required to make the metal passive. W. Muthmann and F. Fraunberger 
found the electrode potential between chromium and N-KCl against the normal 
calomel electrode zero to be —0-63 volt for the most active metal, and -+-1-19 volt 
for the most passive. Fresh electrolytic chromium was found by B. Neumann to 
be strongly active. W. Muthmann and F. Fraunberger observed variations of the 
electrode potential with the same piece of metal. A piece 25 cms. long had a 
potential of —0-03 volt at one end, and +0-03 at the other; and when activated, 
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—0-17 volt and —0-07 volt. W. Rathert observed that a piece of chromium polished 
in air had a potential against 0-1N-H,SO, of +0-26 volt, and after lying some time 
in air, +0-37 volt; and when polished, in hydrogen, —0:054 volt at first, and 
+0-:071 after standing 3 minutes in the liquid. Thus, polished chromium is not 
active in hydrogen. Passive chromium becomes active when it is charged elec- 
trolytically with hydrogen; but molecular hydrogen has scarcely any action on 
the potential of a passive chromium electrode. A. M. Hasebrink observed that 
when chromium is treated with nitric acid, and heated in nitrogen, it remains 
active a few hours, and then becomes passive ; if hydrochloric acid be substituted 
for nitric acid, the chromium remains active as long as it is kept in nitrogen. 
Chromium activated in hydrogen remains active in this gas. At ordinary temp., 
nitrogen, hydrogen, and carbon dioxide do notactivate chromium,nor do they passivate 
chromium made active by scratching. Occluded gases influence the rate of acti-. 
vation or passivation of chromium. Oxygen favours passivation, hydrogen retards 
it. Atm. oxygen rapidly passivates chromium ; iodine acts as an activating agent, 
“never as a passivating agent. The potential of chromium or nickel rubbed with 
emery in an indifferent atm., falls at first, then recovers partially ; and after 
repeated rubbings, a constant potential is finally reached which is lower than the 
initial one. Molecular oxygen passed through an electrolyte, during the electrolysis 
of chromium, raises its potential; but the potential is scarcely affected if hydrogen 
or nitrogen be employed in place of oxygen. Electrolytic oxygen or hydrogen 
affect the potential enormously. The subject was discussed by T. Murakami, and 
B. Strauss and J. Hinniiber. 

As previously indicated, chromium becomes passive when treated with certain 
oxidizing agents—e.g. chlorine or bromine-water, soln. of iodine and potassium 
iodide, conc. nitric and chromic acids, chloric acid, potassium permanganate, 
potassium ferricyanide, ferric chloride, and oxygen or air—N. Isgarischeff and 
A. Obrutscheva also found that oxidizing agents—like chromic acid, hydrogen 
dioxide, potassium permanganate—and exposure to air or to electrolytic oxygen 
make the metal passive ; and, according to A. L. Bernoulli, the action of a soln. 
of quinine in benzene. Chromium also becomes passive when used as anode in an 
electrolytic cell. J. Alvarez found the strength of the current necessary to pro- 
duce the passive state—the critecal strength of current—depends on the conc. and 
temp. of the electrolyte. Thus, with 2-8N-, 0-7N-, and 0-175N-HCl, the critical 
voltages were 0:35, 0-085, and 0-034 volt respectively ; and with 5N-, 0-6N-, and 
0-075N-H.SO,, respectively 0-098, 0-046, and 0-018 volt. C. Fredenhagen applied 
a gradually increasing or decreasing e.m.f. to a chromium electrode immersed in 
sulphuric acid, and determined the electrode potential and the strength of the 
polarization current. The electrode potential at the point where activity or 
passivity sets in is not well-defined, and this is taken to support the hypothesis 
that passivity does not depend on the formation of an oxide film or of another 
modification of the metal, but is rather related to the rate at which the metal 
becomes charged with oxygen. The electrode ‘potential attained when passivity 
or activity sets in is very sensitive to slight changes in the cone. of the acid; and 
a rise of temp. favours the active state. The passive condition is said to be attained 
when the oxygen polarization extends uniformly over the whole surface of the 
electrode ; and the appearance of the active state when the polarization e.m.f. is 
lowered is due to the fact that the reactions which use up oxygen begin to over- 
balance those which produce oxygen. According to W. Rathert, the potential 
at which the passive metal becomes active is not the same as that at which the 
active metal becomes passive, and that the abrupt change observed by F. Flade 
does not represent a boundary potential below which the metal is active and above 
which it is passive. The metal may be active or passive on both sides of this point 
depending on its previous treatment. U. Sborgi and G. Cappon found that 
chromium in an ethyl alcohol soln. of calcium nitrate and ammonium nitrate is 
passive with low-current densities, and with high-current densities chromium salts 
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are formed. KE. Becker and H. Hilberg found that the maximum distance for 
establishing contact with a metal surface is slightly greater for passive than for 
active chromium. 

According to W. Hittorf, and A. Meyer, and as indicated above, passive 
chromium is activated by soln. of hydrofluoric acid and of a number of other acids 
—e.g. hydrochloric, hydrobromic, hydriodic, sulphuric, and oxalic acids—by the 
halogens, and by raising the temp. The more dil. the acid, the higher the temp. 
necessary for activation; hydrogen is evolved, and chromous salts are formed. 
Soln. of the chlorides of the alkaline and alkaline earths act at a higher temp. ; 
soln. of potassium bromide, cupric chloride or palladium dichloride do not act at 
100°. The molten fluorides, chlorides, bromides, and iodides are good activating 
agents, and A. L. Bernoulli observed that chromium is activated when heated 
with benzene, toluene, naphthalene, and anthracene; and, according to 
N. Isgarischeff and A. Obrutscheva, when the surface is mechanically purified. 
The metal is activated by using it as cathode with indifferent acids like formic, 
citric, or phosphoric, 2.e. by electrolytic reduction. The current required is greater 
the more dil. the soln., and the lower the temp. According to G. C. Schmidt, 
passive chromium becomes active by disturbing the surface, by scratching, knocking, 
and so on, but in nitric acid it remains permanently passive. Activated chromium 
placed in dil. hydrochloric or sulphuric acid remains permanently active. On 
removal from the acid, however, it becomes passive again after a short time, even 
although oxygen is rigorously kept away. Chromium heated in a vacuum or in 
nitrogen is active. In hydrochloric acid at 100° it is also active, and at this temp. 
chlorine, bromine, and iodine attack chromium and activate it, solely because the 
surface is disturbed. H. Eggert observed that chromium remains active in dry 
hydrogen, or nitrogen, but becomes passive if oxygen be present or if it be exposed 
to air. W. Rathert found that passive chromium becomes active when it has 
absorbed hydrogen ions by diffusion, and it then dissolves electrolytically im accord 
with Faraday’s law. U. Sborgi and A. Borgia observed that a magnetic field had 
no influence. 

Active chromium is indifferent towards water, but in vice acids it dissolves 
forming chromous salts, and in weak acids it dissolves when it is the cathode in 
an electrolytic cell, producing chromous salts: Cr+2HCl=CrCl,+H,. The 
dissolution of a chromium anode to form bivalent chromium ions is then in accord 
with Faraday’s law so that lAg=3Cr. The highest numerical value for the 
electrode potential observed by W. Muthmann and F. Fraunberger is —0-63 volt 
with N-KCl; B. Neumann observed —0-535 volt with chromic sulphate ; —0-518 
volt with chromic chloride; and —0-516 volt with chromic acetate ; and W. Rathert 
obtained with N-Cr,(SO,4)3, —0-395 volt, and with 0-1N-H,SO,, —0-491 volt. 
The potential of the active metal towards normal soln. of Cr’’-ions is —0-6 volt. 
N. Bouman gave —0-546 volt for chromium in N-H,SO,. This potential is ndepen- 
dent of the metal on which the chromium is deposited, and also of the method of 
activation. It is also independent of the ratio of Cr- to Cr’-ions in soln. It is 
curious that, with increasing hydrogen-ion concentration, the potential becomes 
more positive in sulphuric acid, but more negative in hydrochloric acid soln. 
Chromium remains active only when the acidity is above a certain limit, about 
0-O01N. A. H. W. Aten gave —0-75 volt, or, when referred to the hydrogen 
electrode, —0-47 volt. This active potential is attained only when sufficient 
hydrogen is present ; hydrogen hastens the attainment of the electrode equilibrium. 
Active chromium can be anodically polarized in a soln. of potassium chloride without 
becoming passive. If the metal immersed in a soln. of chromous sulphate is 


anodically polarized with a sufficiently strong current, the chromium becomes 


passive, but when the current is interrupted, the potential of the metal is found to 
be more negative than before polarization. The passivation during anodic polari- 
zation and activation after this treatment are shown by chromium which has been 
deposited on copper, silver, or gold. The degree of activation after anodic polariza- 
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tion increases with the strength of the polarizing current. The resistance offered 
by the metal to the action of the polarizing current is greater when the strength 
of the current is gradually increased than when the current strength is increased 
- rapidly. The resisting power of the metal is smaller when the chromium has been 
previously subjected to cathodic polarization. Active chromium reduces fused 
cadmium chloride, bromide, or iodide, and the chlorides of copper, silver, and 
lead ; as well as hot soln. of copper, gold, palladium, and platinum, and it thereby 
becomes passive. Passive chromium, as indicated above, differs from active 
chromium in that it is covered with a surface film of some kind, and it then 
behaves like a noble metal, for it does not dissolve in nitric, chloric, or perchloric 
acid ; it is indifferent towards neutral soln. of the salts of copper, silver, cad- 
mium, mercury, and nickel—wde supra; and it does not reduce soln. of the 
chlorides of gold, palladium, or platinum. It then appears to be a nobler metal 
than copper, silver, or mercury. The presence or absence of a film was dis- 
eussed by W. J. Miller, and J. Hinniiber. W. Muthmann and F. Fraunberger 
observed that the electrode potential in N-KCl may be as great as +1-19 volt. 
N. Bouman found that in the passive state, the potential of chromium in potas- 
sium chloride soln. depends on the previous treatment which it has received, 
and this is shown to be equally true of other metals, including platinum. Con- 
sequently, no conclusions can be drawn from such measurements relative to the 
state of the metal. The potential of passive chromium varies with the metal 
on which it is deposited. When chromium is polarized anodically, the potential 
varies in the same way with the acidity as the potential of the unattackable 
electrode. The polarization tension is therefore governed by the reaction Cr’ 
+3H,O0=CrO3+6H’+3(-++). When passive chromium dissolves at the anode it 
forms chromic acid, and the dissolution is in accord with Faraday’s law provided 
l1Ag=23Cr. Otherwise expressed, passive chromium dissolves as_ sexivalent 
chromium ions. R. Luther said that the anode potential is +0-6 volt and energy 
is required for the reaction symbolized : Cr+4H,O—>H,Cr0O,+3H,0, or Cr+4H,0 
+6(+)—~CrO,°+8H’. The active and passive states are mutually convertible one 
into the other by a suitable change in the conditions. Thus, W. Rathert found 
that with active chromium dipping in N-Cr,(SO,)3, the electrode potential at the 
beginning was —0-395 volt, and in 2, 23, and 73 min. was respectively —0-359, 
—0-209, and —0-129 volt ; and E. Grave found that passive chromium in 0-1N-KOH 
had an electrode potential of +1-895 volt at the beginning, after 20 sec. +1-176 
volt, and after 1, 5, and 12 min. respectively +1-084, +0-981, and +0-925 volt. 
A. L. Bernoulli found that passive chromium is activated by aromatic hydrocarbons 
—henzene, toluene, p-xylene, naphthalene, and anthracene—and the changes in 
the e.m.f. are greater the more readily the hydrocarbon is oxidized. Active 
chromium becomes passive when treated with a boiling soln. of p-benzoquinone in 
benzene ; and also by exposure to air. According to A. H. W. Aten, if chromium 
has been rendered passive by anodic polarization, in a soln. of potassium chloride, 
the active condition may be restored by heating the soln. This change occurs 
even when the polarizing current is continued during the heating of the soln. and 
on cooling, the chromium remains in the active condition, provided the current 
is not too strong. U. Sborgi and G. Cappon found that in an alcoholic soln. of 
calcium or ammonium nitrate, chromium shows passivity phenomena similar to 
those which occur in aq. soln. 

W. Hittorf concluded that the passivity of chromium is not due to the for- 
mation of an oxide film, but rather to the metal assuming a different electrical 
state; the metal in the passive state is in a strained or coerced condition— 
Zwangzustand—so that instead of dissolving as a bivalent element it dissolves as a 
sexivalent element. The film hypothesis, discussed in connection with the passivity 
of iron, best fits the facts. C. W. Bennett and W.S. Burnham stated that the film 
is best regarded as a film of oxide which is rendered stable by adsorption into the 
metal. The oxide is usually unstable, but becomes stable when adsorbed by the 
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metal. The oxide is not higher than CrOs, and is probably Cr(CrO,), or CrOs, 
but in the further oxidation at the anode, the higher oxide CrOg is formed, and the 
chromium passes into soln. in the sexivalent state. A. L. Bernoulli gave Cr;Og, 
or 2Cr,03.CrO3, for the composition of the film. The subject has been discussed 
by A. Adler, F. Flade, C. Fredenhagen, E. Grave, W. J. Miller and co-workers, 
W. Rathert, O. Sackur, H. Kuessner, E. Newbery, G. C. Schmidt, etc.—wde 
iron. N. Bouman favoured the allotropic theory. According to N. Isgarischeft 
and A. Obrutscheva, chromium shows no definite transition point at which it 
passes into the active state; the metal can become active at any temp.; the 
activation depends on the properties of the medium. This and the mode of 
formation of passive chromium show that the passivity of chromium is con- 
nected with the formation of a protecting oxide film on the surface. The pro- 
tecting film is a transparent, colloidal substance, the density and permanence, 
and consequently the passivating action, of which depend on the nature of the 
medium, particularly on the presence of those ions, such as chloride- and bromide- 
ions, which bring about colloidal transitions. Chloride-ions have the greatest 
disturbing effect on the film, and make it permeable to most reagents. Particles 
of passive chromium become active when brought into contact with active chromium 
zinc, or magnesium. Since these metals are all more electro-negative than passive 
chromium, this action is due to the formation of a galvanic element which liberates 
hydrogen and consequently reduces the oxide film. 
The oxide film is also the cause of the anomalies 
of chromium. KE. Liebreich and W. Wiederholt 
plotted the current density against the potential 


S of electrolytic chromium in 1-02N-K,8O,. At 
N 6 high current densities, the chromium dissolves as 
Ss eo ,e 
Ney chromate, at lower current densities and poten- 
S Tin tials, Fig. 4, the metal acquires a film of the 
S 8 S 8.811%, chromic chromate and dissolves only slightly at 
a potential of about 0-5 volt, and a small current 
‘ Fil density, the potential gives a slight rise with falling 
0 at 0/4 current density and true passivity, owing to the 
LO SL AS OOF De: OF Ou. 


Pita EE pe insolubility of a film of hydroxide, sets in. The 
passivity persists when the metal is made a 
cathode at small current densities. The curve for 
a potential of 0-4 volt rises steeply as the metal 
dissolves to form chromous salts which are partially oxidized near the electrode 
forming secondary hydrogen: 2CrSO,+H,SO,=Cr,(SO,4)3+H»e. At higher 
current densities, and at about —0-5 volt, the metal dissolves forming hydrogen 
directly. G. Grube and co-workers found that with an active chromium electrode 
(prepared by cathodic polarization) with 0:02-0-2N-sulphuric and hydrochloric 
acid soln., the anode potential is found to increase suddenly when the anode 
current density reaches a certain value. ‘This critical value increases with the 
conc. of the acid and with increasing temp. During the first stage, the 
chromium ions pass into soln. entirely in the bivalent condition, and, during the 
second stage, entirely in the sexivalent condition. At the ordinary temp., 
N-NaCl behaves similarly, but at higher temp. the current density-potential 
curves are of somewhat different form. H. Kuessner suggested that it is possible 
for chromium ions of varying valency to be formed simultaneously in soln. 
G. Grube and co-workers hold that chromium goes primarily into soln. as 
bivalent ions at lower current densities, and that these are immediately oxidized 
to the tervalent condition, whilst at higher current densities sexivalent ions are 
formed. The anode potential in N-, 4N-, 8N-, and 16N-potassium hydroxide soln. 
has also been studied at different temp. ; for low current densities, the curve is 
discontinuous as in acid soln., and a similar explanation is adopted. In the alkaline 
soln., the anode becomes coated with a fine grey powder, which apparently consists 


Fic. 4.—Current Density-Poten- 
tial Curves of Chromium. 
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of a lower oxide of chromium. The facts support the oxide film theory of passivity. 
F. Kriiger and EH. Nahring found the X-radiograms of active and passive metal 
support the oxide-film theory. The subject was discussed by U. R. Evans. 
A. M. Hasebrink’s chemical experiments favour the oxide film theory, but not the 
hydrogen theory, or the surface-tension theory of W. Hittorf, and G. C. Schmidt. 
L. McCulloch found cases of passivity with sparingly-soluble sulphate films. 

A. 8. Russell supposed that when in the active state, the atoms of chromium 
have two electrons insthe fourth quantum orbit, and that when the metal becomes 
passive one of these electrons is removed to the third quantum orbit. The subject 
was studied by EH. Miiller, E. Liebreich, H. Eggert, and N. Isgarischeff and A. Obrut- 
scheva. W.J. Miiller and E. Noack found that with thermite chromium in N-H,SO,, 
so long as the current density falls below a certain critical value, 7, which varied 
from sample to sample according to treatment, the metal remained active, and 
dissolved with the evolution of hydrogen. On exceeding this critical value, a fall 
of density immediately set in, during which the log of the density varied inversely 
as the time since the commencement of the fall, and after sufficient time complete 
passivity resulted. Log 7, was inversely proportional to the temp. between 0° 
and 35°. The activity of the chromium was characterized by a potential of —0-34 
volt, and passivity by zero potential, so that during the time of falling density, the 
metal remained active. In W. J. Miiller’s theory of the passivity of iron, the metal 
dissolves in the acid, but owing to the high mobility of the hydrogen ions, the 
anodic soln. becomes impoverished in these; hence basic ferrous salt is formed 
and deposits on the electrode when the soln. becomes saturated, thus increasing 
the resistance and decreasing the current, causing complete passivity only when 
the covering is complete. With chromium, the chromous salt first formed by 
dissolution of the metal in the acid rapidly oxidizes to chromic salt (hydrogen 
being evolved), which hydrolyzes much more rapidly than the iron salts; with 
high current densities (e.g. 1400 milliamp. per sq. cm.), the time required for passivity 
is only 0:3 sec. With perfectly clean metal the fall of current density is often 
suspended for a time and then occurs suddenly ; this is explained by the super- 
saturation of the soln. with regard to hydroxide, which would be possible only in 
the absence of impurities. 

According to J. L. R. Morgan and W. A. Duff,1° when two electrodes—one of 
chromium and one of platinum—are immersed in dil. sulphuric acid, the current 
passes freely when platinum is made the anode, but if chromium is made the anode 
no current passes through the cell. If the applied e.m.f. be gradually increased 
when chromium is the anode, no current passes until about 75 volts are attained ; 
if the increase is made so rapid that the current passes from chromium to platinum, 
or if the cell is broken down by the application of more than 75 volts, it is an asym- 
metrical resistance when platinum is the anode, whilst if chromium is the anode the 
current passes freely ; again, if too high an e.m.f. be applied to the platinum anode, 
another reversal occurs, and about 75 volts can again be stopped using chromium 
as anode. The chromium cell can also be used for the rectification of alternating 
currents. The phenomenon is attributed to the formation of a resistant film as in 
the case of the aluminium cell. W. Giinther-Schulze studied the attraction of 
electrons for the CrO,-ions. H. Nagaoka and T. Futagama studied the spluttering 
of chromium by the disruptive discharge in a magnetic field. ! 

W. Ostwald found that when active chromium acts on acids, there is a periodicity 
in the rate of evolution of hydrogen. A piece of passive chromium rendered active 
by contact with cadmium under acid, was dissolved in 2N-HCl. The curve showing 
the rate of action is irregular for about 15 minutes, when it becomes periodic, the 
velocity rapidly increasing to a maximum and then falling more slowly to a 
minimum. The duration of each period increases during the progress of the reaction. 
Different forms of curve were obtained from different pieces of chromium ; and 
two pieces placed in the same acid were found to give a double summation curve 
showing that the periodicity lies in the metal and not in the acid. An increase in 
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the concentration of the acid causes an increase in the frequency of the periodic 
phenomena ; the frequency is doubled by a rise of about 10°; the frequency 1s 
increased by the addition of oxidizing agents—e.g. nitric acid, nitrogen oxide, and 
chloric and bromic acids—and it is de- 

creased by small amounts of formalde- 

hyde or potassium cyanide. Dextrin 

and other carbohydrates help to bring 

about regular periodicity. No periodic 

, phenomena were observed with the dis- 

bo ee solution of iron, zinc, or manganese. The 
metal contained silicon, iron, sulphur, 


and carbon; but which of these is the 


active agent was not determined—puri- 
fied chromium did not exhibit the phe- 


nomenon. 


Rani ee Nugatory attempts to render the metal 
active by the addition of cupric chloride, 


Fic. 5.—Periodic Evolution of Gas in the sodium _sulphite, alcohol, ferrous chloride, 
Dissolution of Chromium in Acids. ferric chloride, colloidal platinum, chromic 
’ . acid, potassium nitrite; prolonged contact 
with metallic platinum ; variation of temp. between U° and 50°; previous treatment of 
the metal with chromic acid or potassium permanganate ; fusion with potassium nitrate ; 
heating on charcoal with sodium phosphate to give the metal a phosphorus content ; 
“ea - the electric oven in an atm. of coal-gas; using the metal as anode have all 
een made. 


E. Brauer observed that the active chromium dissolving not only exhibits 
changes in its rate of evolution of hydrogen, but it also shows changes in its electric 
potential for the current produced by a cell of active chromium and platinum 
immersed in acid also varies periodically. The two sets of curves were analogous, 
but in some cases there is a variation in the electric properties when the evolution 
of hydrogen is apparently constant. The frequency increases with increasing cone. 
of acid, and is no longer apparent when the conc. of the acid is great enough. In 
one case, no periodicity was observed at 6°, periodicity was marked at 20°, and 
very pronounced at 31°. A piece of inactive chromium became active when 
rubbed with a piece of cadmium ; and a slight activity was induced by the addition 
of arsenic or arsenic sulphides to the acid. EH. Brauer attributes the periodicity 
to variations in the e.m.f. associated with the different oxidation stages of chromium. 
EK. 8. Hedges and J. E. Myers found that the addition of litharge would make 
chromium show the periodic phenomenon; they also showed that the periodic 
phenomenon is not due to the supersaturation of soln. or metal with gas; but is 
rather connected with the chemical change itself. The periodicity was shown to 
depend on the presence of a suitable catalytic agent and to be independent 
of the dissolving metal. The phenomenon was studied by B. Strauss and 
J. Hinniiber. W. Ogawa studied the action of chromium salts on galena as a 
radio-detector. 

According to M. Faraday,1! chromium is non-magnetic ; this was not the con- 
clusion of W. F. Barrett, but F. Wohler, E. Glatzel, and H. Moissan found that the 
purified metal is non-magnetic. 8. Curie studied the magnetization of iron with 2:5 
to 3-4 per cent. of chromium ; and K. Honda, of chromium with 20 per cent. of iron. 
M. Owen gave for the magnetic susceptibility of chromium 3-1610~6 mass 
units; K. Ihde, 26x10~6 vol. unit; and K. Honda, 3-7 <10~6 mass unit at 18°, 
and 4:2x10~6 mass units at 1100°. J. Weiss and H. K. Onnes found that at 
—25:9°, the magnetic properties of chromium are very feeble. EH. Wiedemann 
found that the atomic magnetism of chromium in various salt soln. approximates 
42 when that of iron in ferric chloride is 100. This result is independent of the 
nature of the anion associated with the chromium. W. Lepke found that with a 
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field strength of H kgrms., the magnetic susceptibilities <10~® mass unit of 
massive and powdered chromium, are : 


(y See i, 3:3 7-0 10:0 16:0 18-0 
Mass. 4:1 3°6 3°5 3°5 3°5 3°5 
Powd. 4:3 5-4 4-2 4-] 4:0 3:9 


P. Weiss and P. Collet calculated 63-310~6 for the atomic permeability. 
J. Safranek found the magnetic susceptibility of chromium to be independent of 
the magnetic field between 2000 and 14,000 gauss and of 
the temp. between 100° and 600° and to have a value of 
4-31<10°6. The reciprocal of the susceptibility of the 
alloys plotted against temp. gives a straight line becoming 
concave towards the temp. axis at higher temp. The 
various magnetic constants are linear functions of the com- 
position. P. 8. Epstein found that the magnetic suscep- 0 10 20 3W 
tibility of bivalent chromium is 7-910~4 per unit mass ; ila iced 
and of tervalent chromium, 5-010~4. Observations on Tic. 6.—The Effect of 
the magnetic properties of chromium were also made by he oe ee 
E. Wedekind, D. M. Bose, A. Dauvillier, R. H. Weber, and — Guctivity. 
H. Feytis. P. Kapitza’s observations on the effect of strong 

magnetic fields on the conductivity are summarized in Fig. 6. L. Rosenfeld 
discussed the relation between the magnetic susceptibility and the refractive 
index; and EH. C. Stoner, the magnetic moment. P. Weiss, and L. A. Welo 
studied the magnetism of chromium salts. 
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§ 5. The Chemical Properties of Chromium 


H. Moissan ! studied the chemical affinity of chromium and the iron family of 
elements.. F. Fischer and F. Schrétter observed no reaction when chromium is 
sparked beneath liquid argon. H. R. Carveth and B. E. Curry found that electro- 
deposited chromium can occlude about 250 times its vol. of hydrogen ; in one experi- 
ment 24-6 c.c. of the gas were obtained from 0-698 c.c. of metal. E. Martin measured 
the occlusion of hydrogen by chromium. According to G. F. Hiittig and F. W. Brod- 
korb, electrolytic chromium deposited at —50° may contain 0-45 per cent. of hydro- 
gen, in supersaturated solid soln. At the ordinary temp., the hydrogen press. of this 
chromium is less than 1:0 mm., but at 58° a sudden evolution of hydrogen takes place, 
although a temp. of 350° is required in order to remove the whole of the gas. No re- 
producible relations between temp., press., and hydrogen conc. could be established. 
T. Weichselfelder and B. Thiede obtained chromium trihydride, CrH;, as a black 
precipitate, by the action of hydrogen on an ethereal soln. of phenylmagnesium bro- 
mide, CgH;MgBr, in which the dry metal chloride is suspended. The sp. gr. is 6-77. 
W. Biltz discussed the mol. vol. According to H. Gruber, a sheet of electrolytically- 
deposited chromium will slowly evolve occluded hydrogen if placed in boiling 
water, and if held in a Bunsen flame it will appear to take fire and burn on the 
surface with a pale blue non-luminous flame, although the metal remains sufficiently 
cool to avoid being oxidized. A. Sieverts and A. Gotta studied this subject. The 
heat of formation of chromium hydride is 3800 cals. per mol. of hydrogen; and the 
sp. gr. is 6°7663 to 6-7708. 

A. L. Bernoulli said that chromium absorbs oxygen fot air and so acquires 
the surface film of oxide. The behaviour of chromium in air depends on its 
state of subdivision; there is pyrophoric chromium; the specimen obtained by 
L. N. Vauquelin slowly oxidized when heated in air; that obtained by A. Binet 
du Jassonneix glowed like tinder in oxygen at 300°; that obtained by F. Wohler 
when heated in air became yellow, then blue, and finally acquired a crust of green 
chromic oxide; and that obtained by H. Moissan was unaltered by exposure to 
dry air, but in moist air the well-polished surface acquired a slight tarnish, owing 
to the formation of a superficial film which does not penetrate deeper into the 
metal. This subject was discussed by N. B. Pilling and R. EH. Bedworth. 
H. P. Walmsley examined the nature of the sesquioxide obtained as smoke from 
the chromium arc. Unlike molybdenum, chromium was found by C. Matignon 
and G. Desplantes not to be oxidized when the finely-divided metal is shaken up 
with aq. ammonia in air. When heated by the tip of the oxyhydrogen blow- 
pipe flame, chromium burns yielding brilliant sparks; and when heated to 2000° 
in oxygen, it burns with the production of numerous sparks, more brilliant than 
those of iron. N. B. Pilling and R. E. Bedworth studied the rate of oxidation 
of chromium. F. Wohler observed that chromium gives sparks and burns to 
chromic oxide when heated by the flame of a spirit-lamp fed with oxygen. 
H. W. Underwood described the use of chromium as an oxidation catalyst. 
H. V. Regnault, and ¥. Wohler found that it decomposes when heated to bright 
redness in the vapour of water, forming hydrogen, and chromic oxide; and 
J. J. Berzeiius found that the metal is not oxidized-by boiling water. The action 
of hydrogen dioxide was found by L. J. Thénard to be at first feeble but later 
more vigorous. Part of the oxygen is given off free, and part combines with the 
metal. W. Guertler and T. Liepus observed no reaction by 48 hrs.’ exposure to 
sea-water, aerated sea-water, or aerated rain-water. W. G. Mixter observed that 
no perchromate is formed by the action of sodium dioxide on chromium. 
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According to F. Wéhler, chromium glows when heated in chlorine, forming violet 
chromic chloride; and H. Moissan said that the reaction occurs at 600°. The 
red-hot metal is also attacked by bromine vapour—vide infra, chromic bromide ; 
and with iodine vapour. W. Hittorf observed that chlorine and bromine make 
chromium passive, while R. Hanslian found that the presence of chromium does not 
affect the f.p. or b.p. of iodine. G. Tammann studied the action of iodine vapour on 
chrom:um. W. Guertler and T. Liepus observed no reaction with 48 hrs.’ exposure 
to sat. chlorine-water. C. Poulenc found that hydrogen fluoride converts the red- 
hot metal into chromous fluoride ; and C. EH. Ufer observed that with hydrogen 
chloride, chromous chloride is formed. J.J. Berzelius found that the metal dissolves 
in hydrofluoric acid, particularly when warm, and hydrogen is given off. F. Wohler, 
HK. Jager and G. Kriiss, J. J. Berzelius, H. St. C. Deville, etc., noted that the metal 
dissolves in hydrochloric acid with the evolution of hydrogen and the formation of 
chromous chloride. W. Guertler and T. Liepus observed no reaction in less than 8 hrs. 
with 10 and 36 per cent. hydrochloric acid—vide supra, the passive state. H. Moissan 
said that hydrochloric acid attacks the metal slowly in the cold, and rapidly when 
heated, while the dil. acid has no action at ordinary temp., but on boiling, the 
attack is vigorous. W. Rohn found that 10 per cent. hydrochloric acid dissolves 
77-4 grms. per sq. dm. per hr. during 24 hrs. in the cold and 150 grms. per sq. dm. 
per hr. when hot; and D. F. McFarland and O. E. Harder, that the normal acid 
dissolves 16,976-4 mgrms. per week per sq. in. W. Hittorf observed that chromium 
dissolves in hydrofluoric and hydrochloric acids as well as in hydrobromic acid and 
hydriodic acid, forming chromous salts and hydrogen. T. Doring said that the less 
pure the chromium prepared by the alumino-thermite process, the more quickly is it 
dissolved by the halide acid. The chromous chloride formed by the soln. of chromium 
in hydrochloric acid is converted, by a secondary reaction, into. chromic chloride, 
the change being complete if the reaction is carried out at the ordinary temp., 
but less than complete if at 100°. This change is ascribed to a catalytic action of 
silica. If air is excluded, chromous chloride is stable in neutral soln., but in hydro- 
chloric acid soln. it has a tendency to form chromic chloride ; the reaction, which 
is accompanied by evolution of hydrogen, is extremely slow, but is markedly 
accelerated by addition of platinum black, finely-divided gold, or silica. The for- 
mation of chromic chloride from chromous chloride in acid soln. takes place accord- 
ing to the equation: 2CrCl,+2HCl=2CrCl,+Hz,, and is a reversible reaction. 
W. Hittorf found that chromium becomes passive in chloric acid, and in perchloric 
acid. 

H. Moissan observed that chromium filings become incandescent if heated to 
700° in sulphur vapour, and chromium sulphide is formed; and when heated to 
1200° in a current of hydrogen sulphide, crystals of chromium sulphide are formed. 
W. Guertler and T. Liepus observed no reaction with 48 hrs.’ exposure to 10 and 
50 per cent. soln. of sodium sulphide with or without the addition of alkali-lye. 
N. Domanicky found that chromium is not readily attacked by an ethereal soln. 
of sulphur monochloride ; and E. H. Harvey, that it is not attacked in a year at 
room temp. J. Férée said that pyrophoric chromium unites with sulphur dioxide 
with incandescence. H. V. Regnault, E. M. Péligot, H. Moissan, W. Hittorf, 
F. Wohler, and EH. Jager and G. Kriiss noted that chromium is but slowly attacked 
by dil. sulphuric acid in the cold, the action is slow even when hot, hydrogen is given 
off, and, if the action takes place out of contact with air, blue crystals of chromous 
sulphate can be obtained from the soln. Boiling, conc. sulphuric acid with chromium 
gives off sulphur dioxide. W. Guertler and T. Liepus observed no action in 48 hrs. 
with 10 per cent. H,SO, and with 20 per cent. H,SO, sat. with sodium sulphate. 
W. Rohn found that 10 per cent. sulphuric acid dissolves 0-01 grm. per sq. dm. per 
24 hrs. in the cold, and 45 grms. per sq. dm. per hr. when hot ; and D. F. McFarland 
and O. EH. Harder, that the normal acid dissolves 1-00 mgrm. per sq. in. per week. 
J. Voisin, and A. Burger studied the action of sulphuric acid on the metal. 
G. Walpert observed that the rate of dissolution and the electrode potential of 
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chromium in 4N-H,SO,—unlike the case with iron (q.v.)—is raised by the addition 
of small proportions of potassium or sodium chloride, bromide, and iodide, and 
the period of induction is shortened. The addition gf larger proportions of these 
salts may act in the reverse way. Gelatin reduces the rate of dissolution of 
chromium in the acid; additions of acetic acid act similarly. KE. Beutel and 
A. Kutzelnigg studied the films produced by a boiling soln. of sodium thiosulphate 
and lead acetate. M. G. Levi and co-workers found that a soln. of potassium 
persulphate rapidly dissolves chromium as chromic acid, and a little gas is evolved ; 
the process of dissolution is slow with a soln. of ammonium persulphate. 

A. Binet du Jassonneix, I. Zschukoff, and J. Férée found when pyrophoric 
chromium unites with nitrogen, a bronze-coloured nitride is formed. F. Adcock 
found that molten chromium rapidly absorbs nitrogen up to the extent of 3-9 per 
cent., and G. Valensi, and R. Blix also obtained evidence of the formation of a 
nitride when nitrogen is absorbed by chromium at an elevated temp. E. Martin 
studied the occlusion of nitrogen and the formation of nitrides by chromium ; 
G. Tammann suggested complexes are formed under these conditions rather than 
ordinary compounds—e.g. Cr4(No), and Cr.(N2). G.G. Henderson and J. C. Gallety 
observed that at 850° ammonia reacts with chromium forming the nitride. 
W. Guertler and T. Liepus observed that no reaction with 10, 50, and 70 per cent. 
ammonia soln. occurs in 48 hrs.; and D. F. McFarland and O. EK. Harder, that a 
normal soln. dissolves 1-60 mgrms. per sq. in. per week. F. W. Bergstrom found 
that potassamide in liquid ammonia soln. acts very slowly or not at all on chromium. 
J. Férée, and F. Emich said that at ordinary temp. pyrophoric chromium unites 
with nitric oxide with incandescence forming a mixture of chromium oxide and 
nitride. E. Miller and H. Barck observed that nitric oxide has no action on 
chromium at 600°. A. L. Bernoulli said that nitric oxide is absorbed by chromium, 
and when the metal is treated with nitric acid, and thoroughly washed, it liberates 
a measurable amount of nitric oxide when allowed to remain in water for several 
hrs.—active chromium does not yield the gas under similar conditions. W. Rohn 
found that 10 per cent. nitric acid dissolves 0-013 grm. per sq. dm. per 24 hrs. in 
the cold, and none in an hour when hot; W. Guertler and T. Liepus observed no 
action in 48 hrs. with 10 and 50 per cent. nitric acid, or with aqua regia; and 
D. F. McFarland and O. EK. Harder found that normal nitric acid dissolves 
0-35 mgrm. per sq.in. per week. W. Hittorf said that nitric acid makes chromium 
passive. F. Wohler, EK. Jager and G. Kriiss, H. St. C. Deville, and C. C. Palit and 
N. R. Dhar said that dil. or conc. nitric acid does not act on chromium. H. Moissan 
said that chromium is very slowly attacked by dil. nitric acid; and that fuming 
nitric acid, as well as aqua regia, have no action on the metal. HE. Frémy, and 
J. J. Berzelius also noted the resistance the metal offers to attack by aqua regia. 
A. Granger observed that chromium is attacked by phosphorus at 900°. W. Hittorf 
found that phosphoric acid makes chromium passive. W. Rohn found that 10 per 
cent. phosphoric acid dissolves no chromium in 24 hrs. when cold, or in an hour 
when hot. He also found that 10 per cent. acetic acid dissolves 0-13 grm. per sq. 
dm. per 24 hrs. in the cold, and 0-03 grm. per sq. dm. per hr. when hot. 

According to H. Moissan, chromium reacts with carbon when strongly heated, 
forming a carbide; the chromium also undergoes a process of concentration as 
in the case of iron. The reaction between carbon and chromium was studied by 
K. Nischk, R. Kraiczek and F. Sauerwald, and EH. Tiede and E.. Birnbrauer. 
G. Charpy said that carbon monoxide reacts with chromium at 1000°, forming 
a mixture of carbon and chromic oxide. H. Moissan also found that at 1200° 
a mixture of carbon monoxide and carbon dioxide attacks chromium super- 
ficially, and the metal acquires a crust of chromic oxide mixed with carbon. 
Hence, the impossibility of obtaining chromium free from carbon in an ordinary 
metallurgical furnace, even when using crucibles of quicklime. Chromium is 
oxidized when heated in carbon monoxide. S. Medsforth studied the promotor 
action of chromium on nickel as catalyst in the hydrogenation of carbon monoxide or 
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dioxide. W. Guertler and T. Liepus observed no action after 4 weeks’ exposure 
to water sat. with carbon dioxide. W. Hittorf said that citric acid makes chromium 
passive ; and a similar result was obtained with formic, acetic, and tartaric acids. 
S. Hakomori studied the action of chromium on ammonia in the presence of 
tartaric acid and glycerol. J. H. Mathews observed that a soln. of trichloractic 
acid in nitrobenzene does not attack chromium. W. Guertler and T. Liepus 
observed no reaction with citric and tartaric acids during 24 hrs.’ exposure. 
D. ¥. McFarland and O. HE. Harder observed that fatty acids dissolved 1-23 mgrms. 
per sq. in. per week; and C. B. Gates, that chromium is not attacked by oleic 
acid at room temp. J. G. Thompson and co-workers studied the action of soln. 
of urea, and of ammonium carbonate on the metal. H. S. Taylor and 
G. B. Kistiakowsky discussed chromic oxide as a methanol catalyst; and 
O. Schmidt as a hydrogenation catalyst. H. Moissan round that when heated in 
an electric furnace chromium readily unites with silicon, forming a silicide; and 
with boron, forming a boride. EH. Vigouroux found that at 1200° chromium 
reacts with silicon tetrachloride, forming a silicide ; and, according to W. Treitschke 
and G. Tammann, it attacks porcelain vigorously at 1600°. 

A. Burger said that the vapour of calcium has no appreciable action on chromium 
at a red-heat. W. G. Imhoff found that chromium resists attack by molten zine 
more readily than does iron or steel. W. Treitschke and G. Tammann found that 
the action on magnesia at 1700° is quite small. H. Moissan said that fused potas- 
sium hydroxide has no appreciable action on chromium at dull redness; but 
J.J. Berzelius said that at a red-heat, in air, the chromium is attacked. W. Guertler 
and T. Liepus observed no reaction with 10 and 50 per cent. soln. of sodium 
hydroxide during 8 hrs.’ exposure. M. Leblanc and O. Weyl found that potassium 
hydroxide between 550° and 660° has a slight action on chromium, forming traces 
of potassium and hydrogen. D. F. McFarland and O. KE. Harder observed that 
normal sodium hydroxide dissolves 0°35 mgrm. per sq. in. per week, and normal 
sodium chloride, 2:00 mgrms. per sq. in. per week. U. Sborgi and G. Cappon found 
that in a soln. of caletum and ammonium nitrate in ethyl alcohol, chromium is 
passive with low current pressures, and with high pressures, chromous ions are 
formed. J. J. Berzelius, F. Wohler, and H. Moissan observed that chromium is 
energetically attacked by fused potassium nitrate at a dull red-heat ; and that the 
attack by fused potassium chlorate is even more vigorous—the chromium floats 
on the chlorate producing vivid incandescence. H. Moissan said that chromium 
is slowly attacked by mercuric chloride ; W. Guertler and T. Liepus observed a 
slight action with a 1: 500 soln. at 90°; and no action with magnesium chloride 
soln. 

Some reactions of analytical interest.—Chromic salts give no precipitate with 
hydrochloric acid ; and hydrogen sulphide gives no precipitate in acidic soln.,. 
but in alkaline soln. ammonium sulphide precipitates chromic hydroxide; and a 
similar precipitate is obtained with ammonia. According to F. Jackson,? the 
reaction with ammonia is sensitive to 1 : 4000; and with ammonium sulphide to 
1: 8000. The chromic hydroxide is slightly soluble in an excess of ammonia forming 
a violet soln. The precipitation should be made from a boiling soln. using as little 
ammonia as possible. Aq. soln. of the alkali hydroxides also precipitate chromic 
hydroxide, and with an excess of the alkali, some chromium passes into soln. : 
3KOH+Cr(OH),=3H,0+Cr(OK)s, an excess of water or boiling makes the reaction 
pass from right to left, and unlike the corresponding case with aluminium, nearly 
all the chromium is precipitated as hydroxide. Alkali carbonates also precipitate 
chromic hydroxide ; and similarly J. N. von Fuchs found that calcium carbonate 
precipitates a green chromic carbonate; and H. Demargay obtained a similar 
result with strontium, barium, and magnesium carbonates. H. Rose said that 
with cold soln. barium carbonate slowly precipitates green hydrated chromic oxide. 
A boiling soln. treated with sodium thiosulphate gives a precipitate of chromic 
hydroxide. With alkali phosphates, a green precipitate of chromic phosphate 
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is formed ; this is soluble in mineral acids and in cold acetic acid ; when the acetic 
acid soln. is boiled, chromic phosphate is again precipitated. Alkali acetates 
give no precipitate with cold or boiling soln., but if aluminium and ferric salts are 
present in excess, basic acetate is precipitated ; if the chromic salt be in excess, 
the precipitation is incomplete. Peroxides—e.g. hydrogen, sodium or lead dioxide— 
and per-salts—e.g. persulphates, perborates, and percarbonates—convert alkaline 
soln. into yellow chromates; similarly, potassium permanganate in hot, alkaline 
soln. converts the chromic salt into a chromate. When chromic oxide or 
hydroxide is fused with alkalies and other bases, in air, chromate is formed. 
_ A yellow soln. of the chromate becomes orange coloured when treated with dil. 
sulphuric acid ; and with conc. sulphuric acid, red needles of chromic acid may be 
formed, and the soln. may become green with the evolution of oxygen: 2CrOQ3 
+8H,8S0O,=3H,0+380+Cr,(SO,)3. In neutral soln., silver nitrate gives a 
brownish-red precipitate soluble in ammonia and mineral acids; with conc. soln. 
of potassium dichromate, silver nitrate may precipitate reddish-brown silver 
dichromate which when boiled with water forms a soln. of chromic acid, and normal 
silver chromate. With lead acetate, lead chromate is precipitated; the precipi- 
tation is incomplete with lead nitrate unless the soln. contains acetates. According 
to P. Harting, a precipitate is obtained with lead salts and potassium dichromate 
and the reaction is sensitive to 1: 111,982; T. G. Wormley gave 1: 107,700; and 
F. Jackson, to 1: 32,000. Neutral chromates give yellow barium chromate when 
treated with barium chloride ; the precipitate is soluble in mineral acids, and in- 
soluble in acetic acid. If dichromates are used the precipitation 1s incomplete except 
in the presence of alkali acetates. According to F. Jackson, the reaction with barium 
salt and potassium dichromate is sensitive to 1 : 256,000. A cold soln. of a chromate 
gives brown mercurous chromate when treated with mercurous nitrate ; and if the 
soln. is boiled, fiery-red, normal mercurous chromate is formed. Reducing agents 
—e.g. hydrogen sulphide, sulphur dioxide, etc.—convert the chromates into green 
chromic salts. According to P. Cazeneuve,? N. M. Stover, and A. Moulin, chromates 
give a purple, violet, red or brown coloration with diphenylearbazide, or the 
acetate, in alcoholic soln. According to K. Pander, and J. Froidevaux, guaiacum 
tincture gives an evanescent, blue coloration with chromates. J. Meyerfeld 
obtained a yellowish-red coloration with an aq. soln. of pyrogallol dimethyl 
ether; and P. N. van Eck obtained a blue coloration with an aq. soln. of 
a-naphthylamine and tartaric acid; D. Lindo, a brown band with phenol, and 
a rainbow band with orcinol ; P. Kénig obtained a red or violet coloration with 
1 : 8 dihydroxynaphthalene-3 : 6-disulphonate—it is said to be sensitive to 
0-0000008 grm. of chromium in 10 ¢.c. L. C. A. Barreswil found that if an acidic 
soln. of a chromate be treated with hydrogen dioxide and then shaken with ether, 
the upper ethereal layer will be coloured blue—-wde infra, perchromates. 
S. N. Chakrabarty and 8. Dutt studied organic syntheses with chromium 
powder. 
The physiological action of chromium salts.—According to G. C. Gmelin,4 
chromic chloride is less active than normal potassium chromate ; 1-9 grms. of the 
latter killed a rabbit within 2 hrs., while 3 grms. of the chloride had no action. Sub- 
cutaneous injections of 0-2 to 0-4 grm. of potassium. chromate were found by 
EK. Gergens, and C. Posner to act with great intensity on rabbits, and death often 
occurred within afew hours. H.V. Pelikan found that 0-06 to 0-36 grm. of potassium 
dichromate is fatal to rabbits and dogs. Workmen exposed to the dust of potassium 
dichromate were stated by B. W. Richardson to acquire a bitter disagreeable taste 
in the mouth with an increase of saliva which helps to get rid of most of the poison, 
and little ill-effects are observed. Those who inspire by the nose suffer from 
inflammation of the septum, which gradually gets thin, then ulcerated, and finally 
the whole septum is destroyed. The dichromate also causes painful skin eruptions, 
and ulcerations which the workmen call chrome holes. These skin diseases start 
from an excoriation; so long as the skin remains whole, there is little local effect. 
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Horses, also, about the works develop ulcerations if the salt get into wounds or cracks 
in the legs ; and the animals may lose their hoofs. Cases of poisoning by chromates 
arerare. They have been recorded by J. Maschka, H. O. MacNiven, W. A. McLach- 
lan, J. J. Bloomfield and W. Blum, A. M’Crorie, G. Wilson, J. T. Gadsby, 
A. D. Walker, G. Leopold, O. von Linstow, and R. C. Smith. The symptoms are 
severe gastro-intestinal inflammation, accompanied by depression, stupor, and 
death. The subject was discussed by A. Hébert, H. Becker, L. Lewin, etc. The 
objectionable uses of chromates for preserving milk, etc., was discussed by 
G. Denigés,® and J. Froidevaux ; the antiseptic action of chromates by A. Miiller, 
P. Miquel, C. Chamberland and E. Roux, P. J. Laujorrois, J. F. Clark, C. H. Pander, 
A. Strubell, H. Schulz, H. Coupin, etc. M. EH. Pozzi-Escot found that chromic 
salts are less poisonous than potassium chromate and dichromate, chrome-alum 
or chromic acid towards the lower fungi—e.g. saccharomycetes. P. Kénig found 
that with certain minute concentrations plant life may be stimulated by chromium 
salts and chromates ; the toxic action is greater the higher the degree of oxidation 
of the chromium. A wheat plant was killed by a 0-0064 per cent. soln. of sodium 
dichromate, and a 0-5 per cent. soln. of chrome-alum was needed to produce a 
similar result. T. Pfeiffer and co-workers could not find any beneficial stimu- 
lating effect of chromite, or of potassium dichromate on the growth of oats and 
barley. 

- Some uses of chromium.—One of the most important applications of chromium 
is in the production of various alloys,® principally ferrochromium alloys for the 
manufacture of special steels many of which contain about 2 per cent. of chromium 
and a small proportion of other metals—vide the alloys of iron. The chrome-alloy 
steels are hard and tough. They are used in making armour-plate, armour-piercing 
projectiles, burglar-proof safes ; tyres, axles, springs for railways and motor-cars, 
stamp-mill shoes, crusher jaws, the so-called rustless cutlery, stellte—an alloy 
containing chromium, cobalt, and molybdenum and tungsten—for high speed 
tools which retain- their cutting edge at temp. approaching redness; nichrome— 
nickel, chromium, iron (60:14:15), a high temp. resistance alloy ; chromium- 
vanadium steel ; chromium magnet steel ; heat-resisting and acid-resisting steels ; 
etc. Chromium plating as a protective coating for steel is much employed 7—vwde 
supra, the electrodeposition of chromium. Perhaps the largest demand for 
chromium is in the form of chromite used as a refractory in certain parts of open- 
hearth and other furnaces.8 Chromium compounds are used in tanning certain 
leathers—chrome leathers ; as a mordant for dyeing; it is used for impregnating wood, 
paper, etc., with chromic hydroxide; and in the preparation of filaments for incan- 
descent lamps. Chromates are used for making gelatine insoluble—for a mixture 
of gelatine and potassium dichromate becomes insoluble when exposed to light—in 
colour printing, block printing, heliography, photolithography, photozincography, 
etc. Chromium compounds are used in making safety matches; as antiseptics ; 
in bleaching oils ; in the purification of wood vinegar; as a component of certain 
galvanic cells; an oxidation agent in the preparation of some aniline dyes and in 
a number of analytical and chemical processes ; as a catalytic agent in the prepara- 
tion of sulphur trioxide (q.v.), and, according to H. W. Underwood,? in the hydro- 
genation of organic compounds. 

Chromic oxide is employed as green pigments for paints—chrome-green, 
emerald-green, Cassal’s green, etc.—and it may be associated with other substances 
—e.g. boric oxide, phosphoric oxide, zinc oxide, etc. to produce special tints, there 
are yellow chromates of lead, etc.—e.g. chrome yellow, lemon yellow, Paris yellow, 
royal yellow, ete. ; red basic lead chromates—e.g. chrome-orange, chrome-vermilion, 
etc.; and brown, manganese chromate.1° Chromic oxide is employed in producing 
on-, in-, and underglaze green colours in enamel, pottery and glass manufacture ; 
on-glaze yellows employed for on-glaze work, and in enamelling are derived from 
lead chromate, the on-glaze reds and orange colours, from basic lead chromate. A 
crimson or pink colour for pottery decoration is based on the result of calcining 
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stannic oxide with one or two per cent. of chromic oxide ; for the coloration of 
alumina with chromium to form artificial rubies—vide alumina. C. J. Smithells 11 
described the manufacture of articles from chromium. 
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§ 6. The Atomic Weight and Valency of Chromium 


In 1818, J. J. Berzelius 1 represented chromic anhydride by the formula CrO, 
but later gave CrO3, and the corresponding formula for chromic oxide became 
Cr,03 by analogy with the sesquioxides of aluminium, iron and manganese. This 
made the at. wt. of chromium approximate to 52, and is in agreement with the ter- 
valency of chromium in this oxide, and also with the sp. ht. rule; with the 
isomorphism of the chromous and ferrous salts observed by C. Laurent; the iso- 
morphic replacement of chromic, ferric, and aluminium hydroxides in the silicate 
minerals, spinels and chromites, alums, and complex cyanides; and the iso- 
morphism of chromates and sulphates—vide supra. The at. wt. 52 also agrees 
with the electrolysis of chromium salts which is in accord with Faraday’s law ; 
with the recognized position of chromium in the periodic table; and with the 
frequency of the X-rays observed by H. G. J. Moseley, and M. Siegbahn and 
W. Stenstrém. 

Chromium under different conditions may act as a bi-, ter-, and sexi-valent 
element. FF. Pintus discussed the possibility of the formation of compounds with 
unwalent chromium in such reactions as : 4CrCl, +4C,H;MgBr=(C,gH;),CrCl-+-3CrCl 
2MgCl,+2MeBr,. Bivalent chromium in the dichloride has a vap. density at 1600° 
half as much again too high for the simple molecule CrCl,, and, according to 
L. F. Nilson and O. Pettersson, the chromium is really tervalent Cr, =Cr—Cr=Cl, ; 
but it may be 


Cl=Cl 
Orga 


The isomorphism between CrSO,4.7H,O, and FeSO,.7H,0, indicated by C. Laurent, 
shows that the bivalency of chromous chromium corresponds with the bivalency 
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of ferrous iron. The tervalency of chromium has been more definitely established 
by L. F. Nilson and O. Pettersson’s observations on the vap. density of chromic 
chloride ; F. Hein and E. Markert’s observations on triphenyl chromium, Cr(CgHs)s ; 
and G. Urbain and A. Debierne’s observations on the vap. density of chromic 
acetylacetonate. There is also the isomorphism of chromium with tervalent 


aluminium in the alums. W. Just, W. Hissner, EK. Markert, and F. Hein and ~ 


co-workers also prepared tetraphenyl chromium, Cr(CgH;)4, in which the metal 
is presumably quadrivalent ; and possibly quinquevalent in the compounds of the 
type Cr(CgH;),OH. The sexiwalency of chromium is indicated by F. Hein’s 
observations on the vap. density of chromyl chloride ; and by the relations between 
sulphur trioxide, SOs, and chromic trioxide, CrOs, as illustrated by the isomorphism 
of the sulphates and chromates observed by E. Mitscherlich, F. Mylius and R. Funk, 
and H. Salkowsky. Of course, chromium, in chromic anhydride, may be bi- or 
quadri-valent 


fOr, aie i O 2 JO 
oo zi O Paes O on62 
Bivalent. Quadrivalent. . Sexivalent. 


and W. Manchot believed that the chromium is quadri- not sexi-valent, and 
similarly also. with the other cases of sexivalent chromium ; hence, the. whole 
force of the argument turns on the analogy with what he assumed to be sexivalent 
sulphur. W. Manchot and R. Kraus reported chromium dioxide, CrO,, in which 
the chromium is bi-, ter-, or quadrivalent 


Or C=C OH Oh org? 
Bivalent. Tervalent. Quadrivalent. 


and W. Manchot believed it to be quadrivalent. The isomorphism of the complex 
salts of chromium oxytrichloride, CrOCl3, say CrOCls.2CsCl with CbOCI,.2CsCl, 
observed by R. F. Weinland and co-workers, agrees with the assumption that 
chromium is here quinquevalent. F. Olsson obtained addition products of quinque- 
valent chromium. R. Luther and T. F. Rutter also assumed that in the reaction 
between hydriodic acid and chromic acid, the chromium is first reduced to a quin- 
quevalent stage and then to a quadrivalent stage. According to EK. H. Riesenfeld, 
chromium in chromium tetroxide, CrQ,, is sexivalent, and in the perchromate 
H3CrOg, septivalent : 


Bares 6.20 : ae 
OF No OF OS 0. 0H 
Cr0; H,CrO, 


A. Werner,? and P. Pfeiffer and co-workers described optically active chromic 
diaquodiethylenediamine salts, [Cren,(H,0).|X3 ; chromic hydroxyaquodiethylene- 
diamine salts, [Creno(OH)(H.O)]X,; A. Werner, and P. Pfeiffer and co-workers, 
chromic dichlorodiethylenediamine salts, [Cren,Cl,|X ; chromic dibromodiethylene- 
diamine salts, [Cren,Br.|X ; and chromic dithiocyanatodiethylenediamine salts, 
[Cren,(SCy)o]X. 

J.J. Berzelius 3 made the first serious igoenean of the at. wt. of chromium ; 
he precipitated lead nitrate with an alkali chromate, and weighed the resulting lead 
chromate. His results for the at. wt. gave 56 from the ratio Pb(NOs),. : PbCrOQ, ; 
and 54 from BaCrO,: BaSO,. Later observers have shown that the method is 
unreliable—with conc. soln., the precipitate adsorbs alkaline salts, and with dil. 
soln., the precipitation is incomplete. EH. M. Péligot analyzed chromous acetate 
and chromium chloride, and obtained a value for the at. wt. 52-5, much lower than 
that of J. J. Berzelius; and V. A. Jaecquelain obtained a very low result, 50-1. In 
neither case were sufficient data described in the reports to enable estimates to be 
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made of the value of the work. Some general observations on the subject were 
made by W. A. Noyes, and S. Lupton. . : 

_ In 1846, N. J. Berlin obtained 52-6 to. 52-9 from the ratio 2AgCl: Ag,CrQ, ; 
52:3 to 52:5 from Cr,03:2Ag.CrO,; 52:6 from 2AgCl: Ag.Cr,07; 52:3 from 
Cr.03 : AgoCr,O7; and 52-0 from Pb(NOs)-: PbCrO,. A. Moberg obtained 53-2 
from the ratio Or,O03 : Cra(SO,)3; 53:7 from CryO03: Cro(SO,4)3; and’ 53-6 from 
CreOz : chrome-alum. J. Lefort calculated 53-1 from the ratio BaCrO, : BaSQ, ; 
and R. Wildenstein, 53-6 from BaCrO,: BaCl,. F. Kessler obtained 52-2 to 52:4 
from the ratio KClO;: K,Cr,0,; M. Siewert, 52-05, from CrCl,:3AgCl; 52-1, 
from -Ag,Cr.07:2AgeCl; and 52-0, from Ag,Cr.0,:Cr,03; H. Baubigny, 52:1 
from Crp(SO,4)3 : Crg03; 8. G. Rawson, 52-2 from (NH,).Cr.07: Cr,03 ; F. W. Mei- 
necke, 52:2, from (NH,4)oCr.07 : Cr,03; 52-08, from 4AgC1: Cr.O3; 52-06, from 
AgoCrO,: Ip ; 52-2, from [Ago(NH3),|CrO,: I,; 52-10, from K,Cr,0,7 : KCIOs ; 
and 52:13, from (NH,),Cr.0,:I,; F. G. Nunez, 52-025, from CrCl,O, : 2AgCl; 
G. P. Baxter, E. Mueller and M. A. Hines, 52-005, from 2AgCl: Ag,CrO,, and 
52-012, from 2AgBr: AgoCrO,; and G. P. Baxter and R. H. Jesse, 52-016, from 
2AgBr: AgeCro07. J. Meyer gave 52:01-+-0-01 as the best representative value ; 
F. W. Clarke, 52-:0193-++0-0013 ; while the International Table for 1926 gave 52-01. 
_ The atomic number of chromium is 24. F. W. Aston 4 found chromium has 
four isotopes with mass numbers and percentage abundance respectively 50. and 
4:9; 52 and 81-6; 53 and 10-4 ;“and 54 and 31, making the at. wt. 52-011. N. Bohr 
gave for the electronic structure (2) for the K-shell; (4, 4) for the L-shell; (4, 4, 4) 
for the M-shell; and (2) for the N-shell. Speculations on the subject were 
made by 8. Meyer, R. H. Ghosh, H. Lessheim and co-workers, C. D. Niven, 
K. Hoéjendahl, R. G. W. Norrish, R. Samuel and E. Markowicz, D. M. Bose, F. Hund, 
I. Tamm, R. Ladenburg, A. S. Russell, P. Ray, J. D. M. Smith, J. N. Frers, 
O. Feussner, C. G. Bedreag, A. Sommerfeld, and N. Collins. Evidence of atomic 
disintegration by bombardment with a-rays was observed by H. Pettersson and 
G. Kirsch. The subject was discussed by G. I. Podrowsky. 
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§ 7. The Alloys of Chromium. Chromides 


G. Hindrichs! prepared copper-chromium alloys by the direct union of the 
elements. G. Hindrichs said that in the molten state the elements are only slightly 
soluble in one another; H. Moissan said that molten 

| | iF | [kde copper can take up 0-5 per cent. of chromium; and 
|_| Arar A. B. du Jassonneix that boiling copper can take up 1-6 


Pies ededel| 


/ 600° 
/ 500° 
/ 400° 
/ 300° 
/ 200° 


emulsion formed by the two elements does not separate 


/ 100° pss? | parse readily into two layers. EH. Siedschlag’s f.p. curve is shown 
C7 oan in Fig. 7. EH. Siedschlag found that there is only a partial 
PRG bo ach miscibility in the liquid state with a eutectic at 1076° and 


1-5 per cent. of copper. The limits within which a mixture 
of the two liquids is formed are 37 and 93 per cent. of 
chromium, above 1470°. Only heterogeneous mixtures of 
two kinds of crystals are obtained in the solid state, chromium, and a eutectic rich 
in copper. _E. Placet, the Electrometallurgical Co., and D. 8. Ashbrook deposited 
electrolytically a mixture of the two elements. The Neo-Métallurgie Marbeau, and 
L. P. Hamilton and KE. F. Smith heated a mixture of chromium and copper oxides 


Fic. 7.—Freezing-point 
Curve of Cu-Cr Alloys. 


with carbon; P. L. Hulin reduced the mixed oxides with sodium; and H. Gold- 


schmidt, with aluminium. G. Hindrichs reduced a mixture of chromic oxide, 
potassium dichromate, and cupric sulphide. H. Goldschmidt said that an alloy with 
10 per cent. of chromium is greyish-red and harder than copper. L. P. Hamilton 
and E. F. Smith prepared a greyish-red alloy with 7 per cent. chromium and a sp. 
gr. 8-346. The Hlectrometallurgical Co. reported that chromium containing one- 
thousandth part of copper is harder and tougher than copper; alloys with 0-5 to 20 
per cent. of chromium have approximately the toughness of steel, and they are very 
resistant towards acids, and alkalies, and they also resist high temp. M. G. Corson 
studied the hardness of the alloys. D. F. McFarland and O. E. Harder observed 
that the sp. gr. of the alloys with 91-68, 83-02, and 74-05 per cent. of copper were 
respectively 8-78, 8-60, and 8-47; and Brinell’s hardness, respectively <68, 69, 
and 68. The corrosion of the alloys by normal hydrochloric, sulphuric, and nitric 
acids, normal soln. of sodium chloride, and hydroxide, ammonium hydroxide and 


per cent. of chromium. G. Hindrichs found that the © 
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fatty acids, expressed in terms of the loss in mgrms. per sq. in. per week, are 
indicated in Table IT. 


TaBLE II.—THE CORROSION OF CHROMIUM-COPPER ALLOYS. 


epee Pet y, | NaOH. HCl. H,SO,. HNOs. NaOH. NH,OH. _ Fatty acids. 
91-68 4-33 42-8 17:20 12-60 10-40 41-80 10-50 
83-02 4-00 38°3 14-20 13-10 9-6 57:50 = 
74:05 4-60 30°3 16-40 60-30 8-86 67-50 10-70 


The silver-chromium alloys have not been closely studied. According to 
G. Hindrichs, liquid chromium and silver are only partially miscible ; solid soln. 
are not formed. The addition of 5 per cent. of silver lowers the f.p. of chromium 
50°. A reconstructed curve by G. Hindrichs is shown in Fig. 8. L. Jordan and 
co-workers measured the hardness, tensile strength, and elongation of these alloys. 
R. Vogel and E. Trilling’s observations on the gold-chromium alloys are sum- 
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Fic. 8.—Freezing-point Curve 
of Ag-Cr Alloys. 


Fer cent. Cr 


Fic. 9.—Freezing-point Curve 
of Au—Cr Alloys. 


marized in Fig. 9. No compounds of definite composition are formed. There 
are three kinds of mixed crystals, one rich in chromium, and two rich in gold. 
The Greek letters in Fig. 9 refer to the solid soln. 

According to H. le Chatelier,2 a zine-chromium alloy, with 7 per cent. Cr, can 
be obtained by melting zinc mixed with alkali and chromic chloride. G. Hindrichs 
found that molten zinc dissolves a little chromium; an alloy with 5 per cent. of 
chromium had a break 10°-15° above the m.p., and an arrest near the m.p. of zinc. 
No cadmium-chromium alloy could be obtained by heating a mixture of the two 
elements for 6 hrs. at 650°. 

A. 8. Russell and co-workers 3 found chromium to be slightly soluble in mercury. 
G. Tammann and J. Hinniiber said that the solubility of chromium in mercury is 
3°1 X10711 per cent. C. F. Schénbein, N. Bunge, Z. Roussin, and C. W. Vincent pre- 
pared a mercury-chromium alloy or chromium amalgam, by the action of potassium 
or sodium amalgam on a cone. soln. of chromic chloride ; and H. Moissan obtained 
the amalgam by a similar process, as well as by the action of sodium amalgam on 
chromous chloride, bromide, or iodide. R. Myers obtained it by the electrolysis of 
a soln. of chromic sulphate in dil. sulphuric acid using a platinum anode, and mer- 
cury cathode ; J. Ferée found that with a soln. of chromic chloride the yield is poor. 
H. Moissan said that the amalgam is less fluid than mercury ; and J. Férée, that 
it decomposes in air into chromous oxide and mercury. G. Tammann and 
J. Hinniiber obtained amalgams by reducing soln. of chromium sulphate with a 
mercury cathode. H. Moissan added that in air, the amalgam acquires a black 
film of oxide. It is slowly decomposed by dry air, and rapidly in moist air. 
R. Myers also found that it is rapidly decomposed by water. C. F. Schonbein 
observed that when the amalgam is shaken with water and air some hydrogen 
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dioxide is formed ; this reaction is favoured by dil. sulphuric acid. H. Moissan 
found that the amalgam is insoluble in boiling, conc. sulphuric acid, and that it is 
soluble in dil. sulphuric acid. It is soluble in nitric acid, and T. Dieckmann and 
O. Hauf added that with dil. nitric acid the amalgam forms chromous oxide and 
mercury. A. 8. Russell and co-workers found that the order of removal of metals 
from mercury amalgam by an oxidizing agent is: Zn, Cd, Mn, Tl, Sn, Pb, Cu, Cr, Fe, 
Bi, Co, and Ni. According to J. Férée, only dil. amalgams are produced by the 
action of sodium amalgams on chromic chloride, or by the electrolysis of chromium 
salts with a mercury cathode ; better results are obtained by electrolyzing a soln. 
containing 160 grms. of chromic chloride and 100 grms. of conc. hydrochloric 
acid in 740 grms. of water by means of a powerful current with a mercury cathode 
and a platinum anode. — Using a current of 22 ampéres and a mercury surface of 
8-05 sq. cm. he obtained 1-5 kilo. of a solid chromium amalgam. When dried and 
filtered through chamois leather, the amalgam has the composition mercury 
tritachromide, Hg,Cr. When this is subjected to a press. of 200 kgrms. per. sq. 
cm., it loses mercury and yields mercury monochromide, HgCr. The first amalgam 
is soft, brilliant, and alters but little in air, but when heated loses mercury without 
melting and oxidizes rapidly ; the second is brilliant and harder, but alters 
more readily. When distilled in vacuo below 300°, they both yield chromium 
which is pyrophoric at ordinary temp. M. Rabinovich and P. B. Zywotinsky 
observed that chromium can be dispersed in mercury above the solubility limit 
and so form a colloidal soln. 
F. T. Sisco and M. R. Whitmore ¢ obtained aluminium-chromium alloys with 
up to 5 per cent. aluminium, by direct fusion of the two elements. G. Hindrichs 
could not obtain alloys with more than 70 per cent. 


/ 600° chromium by heating a mixture of the two ele- 
fae ments in an electric furnace. The alloys were ob- 
oe tained by H. Moissan by reducing chromic oxide 
: with aluminium in excess. G. Hindrichs said that 

/ 200 MBIT | Oe: 
ple the best mode of preparing the alloys is by igniting 
Pom a mixture of aluminium, chromic oxide, and potas- 
w0'LE sium dichromate. C. Combes obtained crystalline 
 s00°|i. alloys by the action of the vapour of chromic chlo- 
700° ride on aluminium; F. Wohler obtained the alloys 
600° by fusing a mixture of aluminium with twice its 
Oe ees ee weight of violet potassium chromic chloride, KCrCly, 
op CBE GF or of a 1:2 mixture of potassium and chromic 


leis Uae chlorides; and extracting the cold mass first with 
noel at Me aie Sheva ea water, and then with dil. alkali-lye to remove free 
| aluminium. G. Hindrichs found that mixtures 
with between 5 and 55 per cent. of chromium form two liquid layers, Fig..10, and 
there is evidence of the formation of aluminium trichromide, AlCrs, whose m.p. 
lies above 1600°. L. Guillet obtained alloys corresponding with aluminium chromide, 
AlCr, and aluminium tetrachromide, AlCry, in the form of silver-grey powders of 
the respective sp. gr. 4-93 and 6-75 at 20°. H. Schirmeister, J. W. Richards, and 
K. 8. Sperry made some observations on these alloys. F. Wéhler regarded his 
product as the monochromide, and he described it as forming tin-white, tetragonal 
plates, or rectangular tetragonal prisms resembling idocrase. It melts at a higher 
temp. than nickel, forming, when cold, a hard, brittle mass of sp. gr. 4:9. When 
heated in air, it acquires a steel- coloured lustre without oxidizing further; when 
heated in hydrogen chloride, some silicon chloride is formed from the impurities 
present, chromous and aluminium chlorides are also produced ; hydrochloric acid 
attacks the alloy with the evolution of hydrogen; warm, conc. sulphuric acid 
develops hydrogen with the separation of sulphur; and it is not attacked by 
conc. nitric acid, or alkali-lye. 
According to G. Hindrichs,® tin-chromium alloys are prodaced within a very 
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narrow range ; the f.p. of chromium is lowered by the addition of up to 10 per cent. 
of tin ; and mixed crystals are formed up to 6 per cent. of tin—vide Fig. 11 ; beyond 
this, two liquid phases are formed one of which is pure tin. N. A. Puschin said 
that alloys are soft until about 90 at. per cent. Cr. is present, when they are hard 
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Sn-Cr Alloys. Pb-Cr Alloys. 


and brittle; the e.m.f. curve of the cell Sn | N-KOH |SnCr,, shows no sign of either 
chemical combination or of solid soln. With » per cent. Cr, the potentials, H in 
millivolts, are: 


Le ae 20 25 33 50 67 75 90 95°8 100 
FE. —16 —2 —] —1 —4 —3 —4 10 302 


G. Hindrichs said that lead-chromium alloys can be formed by melting a mixture 
of the two elements above 1600°. Much lead is volatilized. The addition of 27 
per cent. of lead lowers the f.p. of chromium 80°—vde Fig. 12; alloys with more 
than this proportion of lead separate into two layers one of which is lead alone, 
W. von Bolton obtained alloys with tantalum and chromium. 
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§ 8. The Lower Chromium Oxides 


The metals of the chromium family can produce an extraordinary number of 
compounds ; ! they can behave as 2-, 3-, 4-, 5-, 6-, and in some cases as 8-valent 
elements. Hence, one element can form nearly all the types of compounds which 
characterize the individual elements. The lower oxides have basic properties, 
while the higher oxides are markedly acidic ; the intermediate oxides—like those of 
molybdenum, tungsten, and uranium dioxides—are indifferent oxides and resemble 
in some respects the peroxides of lead and manganese. The lowest oxide of 
chromium is a strong reducing agent, while the acidic oxide acts as a strong oxidizing 
agent. All these elements readily form oxides with a composition intermediate 
between two simpler oxides, and which appear to be salt-like compounds in which 
the higher oxide plays the rdle of acid, and the lower oxide, base. The inter- 
mediate oxides of chromium are not analogous with those of uranium—in the first 
case the intermediate oxide appears as a compound of the sesqui- and tri-oxides ; 
and in the other case, a compound of the di- and tri-oxides. The existence of the 
dioxide of chromium is not so unequivocally established as the dioxides of molyb- 
denum, tungsten, and uranium; and the peroxide behaves as if it were a compound 
of the tri- and sesqui-oxide. Three members of the group—molybdenum, tungsten, 
and uranium—are closely analogous in the nature of the oxides formed, but 
chromium differs in many ways from the others—e.g. in the unstability of chromic 
trioxide, and the formation of no chloride higher than CrClg. 

A. Moberg 2 obtained chromium monoxide, or chromous oxide, CrO, by the 
action of hydrogen or the vapour of alcohol on red-hot chromic oxide, and by 
heating chromous chloride with sodium carbonate or calcium oxide. It was also 
similarly obtained by L. Clouet, and E. M. Péligot. J. Férée obtained the oxide 
by the decomposition of chromium-amalgam in air. T. Dieckmann and O. Haut 
said that the oxide is most conveniently made by the action of dil. nitric acid on 
chromium amalgam ; the mercury passes into soln., chromous oxide remains as a 
black powder. Hydrogen at 1000° reduces chromous oxide to the metal. Accord- 
ing to J. Férée, when the black powder is triturated in a mortar, it oxidizes and 
glows, forming chromic oxide, and likewise also when heated in air. It is insoluble 
in dil. nitric or sulphuric acid, and it reacts with hydrochloric acid forming a blue 
soln., and giving off hydrogen. Carbon dioxide at 1000° converts it into a 
mixture of chromic oxide and carbide. The constancy of the analytical data 
by J. Férée favours the assumption that it is not a mixture of chromium and 
chromic oxide. 

If air-free aq. soln. of chromous chloride be treated with an air-free soln. of 
potassium hydroxide, A. Moberg found that a yellow precipitate of chromous 
hydroxide, Cr(OH),, is formed. It should be washed with air-free water in an 
atm. of hydrogen, or carbon dioxide, and dried over sulphuric acid. It is then 
dark brown. It is stable in dry air, but decomposes when heated: 2Cr(OH). 
=Cr,03+H,0+H,; it dissolves slowly in conc. acids when freshly precipitated 
and dried; but very little dissolves in dil. acids; and very little in boiling aqua 
regia. The soln. are green, and contain tervalent chromium because, said 
A. Moberg, chromium separates as the hydroxide dissolves. F. Allison and 
K. J. Murphy studied the magneto-optic properties. 

The salts of this base, chromous salts, are obtained by reducing chromic salts— 
vide infra, chromous sulphate or chloride. The aq. soln. are red, blue, or yellow. 
The chromous salts readily decompose in the presence of water, forming chromic salts 
and hydrogen ; and hydrogen is evolved when the aq. soln. are boiled or treated with 
platinized platinum. R. Peters said that hydrogen is liberated in the oxidation 
because a chromous salt soln. has a higher potential than hydrogen when in acidic 
soln. The reaction was studied by R.Stahn. No hydrogen dioxide was observed by 
W. Manchot and J. Herzog to be formed during the oxidation of chromous salts by 
atm. oxygen ; and the amount of oxygen absorbed is simply that required for the 
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oxidation. Hence it is inferred that the oxidation proceeds directly. According 
to W. Manchot and O. Wilhelms, the primary oxide formed in the oxidation of 
these salts is a peroxide, say CrOz, because in the presence of an acceptor—say 
alcohol, or potassium arsenite—which is simultaneously oxidized, two eq. of oxygen 
are absorbed for each eq. of chromous oxide. J. Piccard found that in the autoxi- 
dation of neutral or acidic soln. of chromous salts, chromic acid and chromic salts 
are formed. Intermediate products, stable for a measurable period, are formed— 
vide infra, chromous chloride. There is first, the easily decomposed hypothetical 
oxide, represented by (HO),Cr.0.0.Cr(OH)2, which acts on potassium iodide in 
almost neutral soln. It decomposes into the labile oxide CrO(OH), by a unimole- 
cular reaction. This oxide in the absence of potassium iodide forms chromic acid, 
but in the presence of potassium iodide, it is reduced more rapidly than it can form 


chromic acid. The next oxide, (HO),Cr<?, is reduced by potassium iodide in 


weakly acidic soln. within two minutes. W. Traube and W. Lange found that 
with chromous hydroxide, oxalic, hydrocyanic, and thiocyanic acids are converted 
into glycollic acid, methylamine, and hydrogen sulphide, respectively. Azides and 
azoimide instantaneously yield nitrogen and ammonia. Chloroacetic acid is con- 
verted into acetic acid, whilst benzaldehyde yields benzy] alcohol—vide infra, 
chromous chloride. 


R. Bunsen * reported an oxide 2CrO.Cr,O3, or 3CrO.Cr,O3, to be formed in the elec- 
trolysis of soln. of chromic salts—vide supra, the electrolytic preparation of chromium. 
The black, amorphous powder glows when heated. in air forming green chromic oxide ; 
it is insoluble in acids. A. Geuther could not prepare an oxide of this composition ; and 
J. Férée obtained a black powder with similar properties, but with the composition 
Cr,03.H,O, in his study of the electrolysis of soln. of chromic chloride. 


According to EH. M. Peligot,* when an air-free aq. soln. of chromous chloride is 
treated with air-free alkali-lye in an inert atm., the brown precipitate which is 
formed gradually in the cold, rapidly when boiled, decomposes, hydrogen is evolved, 
and a reddish-brown hydrate of chromosic oxide, or chromium tritatetraoxide, 
Cr30,4, or CrO.Cr,0, 1s formed. This can be washed with boiling water, and dried 
in vacuo. According to A. Moberg, and G. Baugé, it is a trihydrate, whereas 
K. M. Péligot said that it is a monohydrate. G. Baugé could not make the mono- 
hydrate, but he obtained the trihydrate, Crg04.3H,O, by treating chromous 
carbonate with alkali carbonate in boiling water while protected from air. The 
brown powder loses water when heated, and it suffers autoxidation : 2Cr,0,+2H,0O 
=3Cr,03,+H,+H,0. According to G. Baugé, when dried in vacuo at 100°, the 
yellowish-brown powder has a sp. gr. 3-49. It is converted into chromic oxide 
by the action at 250° of water-vapour, hydrogen chloride, or an inert gas, hydrogen 
being evolved ; it is also decomposed by chlorine at a dull red-heat, giving chromyl 
chloride, water, and hydrogen chloride. Although stable in dry air at the ordinary 
temp., it is rapidly oxidized to chromic oxide in presence of water or when heated ; 
by hydrogen sulphide, it is converted at a somewhat elevated temp. into a crystalline 
sulphide, whilst it rapidly reduces dil. sulphuric acid at 40°, hydrogen sulphide 
being evolved if a large quantity of the oxide is employed. When the latter is 
dissolved in conc. hydrochloric acid, a mixture of chromous and chromic chlorides 
is formed. 
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§ 9. Chromic Oxide 


Chromium oxidizes when heated in air to form chromium hemitrioxide, 
chromium sesquioxide, or chromic oxide, Cr.0;; chromic oxide is also produced 
by calcining the hydroxide—vde supra, the extraction of chromium. The analysis 
of J. J. Berzelius 1 corresponds with this formula ; and it is usually supposed to be 
constituted O=Cr—O—Cr=—O ; although A. T. Cameron assumed the formula to be 
Cr=0,=Cr. L, N. Vauquelin, H. Moser, J. Persoz, and J. B. Trommsdorff obtained 
this oxide by heating mercuric chromate; it has a fine green colour if calcined 
out of contact with air, but it has a brown colour when heated while exposed to 
air. A. Maus obtained it by heating ammonium chromate ; A. A. Hayes, ammonium 
dichromate : (NH,).Cr,.0,=4H,0-+N.+Cr,03; J. L. Lassaigne, and H. Moser, 
a mixture of potassium chromate and sulphur, and extracting the soluble products 
with water; G. C. Wittstein, H. C. Roth, and E. Dieterich, a mixture of potassium 
dichromate and sulphur; F. Wohler, a mixture of potassium dichromate, 
ammonium chloride, and sodium carbonate; R. T. M. y Luna, G. B. Frankforter 
and co-workers, a mixture of potassium dichromate and ammonium chloride; 
and A. L. D. d’Arian, alkali chromate and ammonium sulphate. According to 
V. H. Roehrich and E. V. Manuel, the reaction between ammonium chloride and 
potassium dichromate, usually symbolized by R. T. M. y Luna’s equation 2NH,Cl 
+K,Cr,0,=Cr,03+2KCl+4H,0-+No, varies with the temp. at which the mixture 
is heated and the relative proportions of the constituents of the mixture. The 
first visible sign of change occurs at 210° when the mixture becomes yellowish-brown 
owing to the formation of a chromium dioxide ; at 260°, a slate-coloured residue is 
obtained which when lixiviated with water gives greenish-black crystals of a 
hydrated chromic oxide. At 370°, with an excess of ammonium chloride, chromium 
chloride and ammonia are formed; with the potassium dichromate in excess a 
black -residue mixed with unchanged dichromate is formed. Under different 
conditions chlorine, nitric oxide, nitrogen peroxide and chromium nitride may be 
formed as by-products. C. H. Binder obtained chromic oxide by heating a mixture 
of potassium dichromate and starch ; C. H. Humphries, from a mixture of chromium 
trioxide and barium hydroxide. R. Béttger inflamed a mixture of picric acid, potas- 
sium dichromate, and ammonium chloride ; H. Schoffer inflamed a mixture of sodium 
dichromate and glycerol; W. Carpmael heated an aq. soln. of an alkali chromate 
and an organic reducing agent—sugar, sawdust, etc.—above 110°, under press. ; 
and HK. A. G. Street obtained it as a product in the electrolysis of a soln. of an alkali 
chromate with a mercury cathode. F. Wohler, and J. F. Persoz found that the 
crystalline oxide is formed when chromyl chloride is decomposed by heat ; 
W. P. Evans, when chromyl fluoride is heated; H. Fremy, when heated potassium 
chromate is decomposed by chlorine; W. Miller, when potassium chromate at a 
red-heat is decomposed by hydrogen chloride; V. Kletzinsky, when potassium 
chlorochromate is melted ; J. C. Gentele, when potassium dichromate is decomposed 
at a high temp.; R. Otto, when potassium dichromate is decomposed by hydrogen 
at an elevated temp.; A. Ditte, and H. Schiff, when potassium dichromate is 
decomposed by fusion with sodium chloride ; and M. Prud’homme, when potassium 
dichromate is heated with tin. Crystals of chromic oxide are often produced as a 
kind of sublimate when mixtures containing chromic oxide are heated in closed 
vessels in pottery ovens. HE. Wydler, and G. F. C. Frick also described the prepara- 
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tion of the oxide; and W. P. Blake and W. H. Miller observed its formation as a 
furnace product. C. Ullgren obtained crystals of the oxide by decomposing 
potassium dichromate mixed with oil, or ammonium chloride and then raising the 
temp. toa white-heat. V.Kohlschutter and J. L. Tischer obtained highly dispersed 
or an aerosol of chromic oxide by vaporizing the oxide into a chamber where it is 
suddenly chilled. 

The physical properties of chromic oxide.—The colour of amorphous chromic 
oxide is bright green if it has been calcined in a reducing atm., and it may 
acquire a brown tinge in an oxidizing atm. The tint of commercial oxides 
varies from brownish-green, to greyish-green, to olive-green to bright grass- 
green. This may be due to partial crystallization; to the grain-size of the 
powder; and to the presence of traces of impurity as a result of which the 
colour of a chromate may be superposed on that of the chrome-green. The 
amorphous chromic oxide obtained from ammonium dichromate is a voluminous, 
tea-green powder. A very thin sublimate of chromic oxide is red, and this probably 
explains the colour of the chrome-tin pink, 1. 46, 33; and of the ruby, 5. 33, 10. 
R. Klemm found a relationship between the proportion of chromium in spinel, 
corundum, spodumene, beryl, chrysoberyl, topaz, and zircon and the depth of 
colour. In all but zircon, chromium replaces aluminium, and in zircon, it may 
replace silicon or zirconium. Small quantities of vanadium may take the place 
of chromium. Black chromic oxide, insoluble in acids, was obtained by L. Godefroy 
by heating the hydrate, Cr,03.3H,O; and by EH. A. Werner, by heating the suc- 
cinate. According to O. Hauser, the play of colours of the variety of chrysoberyl 
called alexandrite is produced by a small trace of chromic oxide. I have evidence 
that the colour of chrome-tin pink or crimson—produced by a trace of chromic 
oxide on stannic oxide as mordant—probably represents the colour of the highly 
dispersed chromic oxide. The colour can be produced by depositing the vapour of 
- chromic oxide on stannic oxide or on alumina. According to A. Duboin and others, 
the colour of the ruby is due to the presence of chromic oxide—5. 33, 10. The 
red colour of the so-called chrome-tin crimson is thus equivalent to the crimson 
and purple colour of the purple of cassius where colloidal gold is dispersed on the 
same mordant; and also equivalent to the copper red—yrouge flambé—where 
_ presumably colloidal copper is deposited on the same mordant. The chrome-tin 
erimson has been discussed by H. A. Seger, F. Rhead, A. 8. Watts, R. C. Purdy 
and co-workers, W. A. Hull, W. A. Lethbridge, L. Petrik, and T. Leykauf—vide 
_anfra, stannic chromate. C. W. Stillwell said that the red colour of rubies is not 
due to colloidal chromic oxide; that it is not due to higher or lower oxides of 
chromium ; nor to variations in the proportion of chromic oxide present. He 
assumed. that the red colour is due to a second modification of chromic oxide, of 
the same crystal structure as the green modification and alpha alumina, whose 
axial ratio is nearer to that of alpha alumina than is the axial ratio of the green 
modification. Therefore, the red modification tends to form when chromic oxide 
is added to alpha alumina and does form under ordinary conditions up to a certain 
point, beyond which the effect of the alumina is not strong enough to stabilize it. 
The occurrence of the red or green modification depends on the value of the axial 
ratio of the mixed crystal. There is a discontinuity in the change of the axial 
_ ratio with change in chromic oxide content when one modification changes to the 
other. There is also a marked difference in the axial ratio of a mixed crystal 
containing the red form of chromic oxide and a crystal containing the same amount 
of chromic oxide in the green form. This change in axial ratio may be affected in 
two different ways—e.g. by varying the proportion of chromic oxide, or by varying 
the nature of the atm. in which the mixture is fused. 

L. Blanc showed that the blue, amorphous oxide, which he designates a—Cr,0s, 
is rapidly transformed into the green, crystalline oxide—f$—Cr,0,—at 700°. L. Blanc 
and G. Chaudron added that the exothermal passage of the blue, precipitated 
_ a-Cr,0s3 to olive-green B—Cr20g, occurs at 500° in air and at 750° in vacuo. The blue 
VOL. XI. N 
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oxide absorbs oxygen rapidly at 200°, forming CrO, and Cr;O9. Both these form 
B-Cr,03 and a black oxide at 440°, and if kept several hours at 350°, a larger pro- 
portion of the black oxide is formed. It is decomposed at 450°-500° yielding 
B-Cr.03. Guignet’s green, or finely divided 6-Cr,O3, gives the black oxide on 
oxidation. Hence there are two oxides of the formula Cr;O, with a transition temp. 
If the amorphous chromic oxide be heated in a gas-blowpipe, and cooled, HE. Frémy, 
and M. Z. Jovitschitsch said that the product is crystalline ; and H. Moissan, also, 
by heating the oxide in the electric arc-furnace. T. Sidot crystallized the oxide by 
_ heating it in a current of oxygen ; J. J. Ebelmen, by strongly heating it with calcium 
carbonate and boric oxide ; and P. Ebell, by dissolving the oxide in molten glass 
at a high temp.—the oxide crystallizes out as the glass is slowly cooled. 

Crystalline chromic oxide forms lustrous black erystals, or a green powder. 
According to G. Striiver, the trigonal crystals have the axial ratio a: c=1 : 1:3770, 
and a=85° 22’. The crystals were also examined by G. Rose, W. H. Miller, 
W. P. Blake, and J. J. Ebelmen. The cleavage on the (100)-face is well-defined. 
According to G. Rose, the crystals are isomorphous with the corresponding 
aluminium and ferric oxides. W. P. Davey found that the X-radiograms corre- 
spond with a diamond lattice except that the cube is stretched along its body- 
diagonal. The side of the unit triangle is 4-745 A. ; and the high axial ratio, 2-764, 
is explained by assuming a hexahedral molecule consisting of an equilateral triangle © 
of oxygen with a metal atom immediately above and below the centre of the triangle ; 
there are three molecules per unit prism—®d. 33, 10. W. H. Zachariasen made 
observations on this subject and obtained for the axial ratio a: c=1: 1-374; and 
for the parameter r=5-35 A. L. Passerini gave for the hexagonal cell a=4-950 A., 
c=6:806 A.; with a: c=1: 1-374, v=143-4 x 1074 ¢.c., and density 5-283 ; and for 
the rhombohedral cell, a=5-38 A., and a=54° 50’; whilst P. HE. Wretblad gave for 
the hexagonal cell, a=4:949 A., c=13-57 A., a: e=1: 2-7412, and a=55° 11’. 
L. Passerini, and V. M. Goldschmidt and co-workers studied the solid soln. with 
alumina, and with ferric oxide (q.v.). W. Miiller said that the oxide prepared by 
reducing potassium chromate with dry—not moist—hydrogen chloride is quite 
different from the ordinary oxide, being greyish-green, composed of tube-like 
plates of the hardness of graphite. 

F. Wohler found the specific gravity of the crystalline oxide to be 5:21;. 
L. Playfair and J. P. Joule gave 4-909; H. Schroder, 5-010; H. Schiff, 6-2; 
W. A. Roth and G. Becker, 5-20 to 5:21 at 21°; and E. Wedekind and C. Horst, 
5-21; L. Blanc found that the oxide calcined from 500° to 800° has a sp. gr. 5-033 ; 
at 820°, 5-110; at 1080°, 5-130; and when fused, 6-145. H. P. Walmsley gave 
5-238 for the sp. gr. of the dispersed oxide; and W. H. Zachariasen, 5-25, calculated 
from the X-radiogram data. W. Biltz and co-workers found the mol. vol. of 
chromic oxide in the spinels to be 28-9. EF. Wohler found that crystalline chromic 
oxide has a hardness great enough for it to scratch quartz, topaz, and hyacinth ; 
and G. Rose, and W. P. Blake found that it is as hard as corundum. O. Ruff 
and A. Riebeth discussed the plasticity of mixtures of the oxide with water, etc. 

H. V. Regnault gave 0-1796 for the specific heat ; F. E. Neumann, 0-196 ; and 
H. Kopp, 0-177 for the crystalline oxide. A.S8. Russell found 0-0711 for the sp. ht. 
between —191° and —80:3°; 0-1474, between —76-5° and 0°; and 0-1805, between 
26° and 49-3° and for the molecular heat, 10-81 at —136°; 22-40 at —38°; and 
27-4 at 26°. J. Maydel discussed some relations of the sp. ht. J. J. Berzelius, 
H. Moissan, and J. Weise observed that the precipitated hydrated oxide exhibits 
calorescence when heated—vde alumina, 5. 33, 10—and at the same time becomes 
denser, and less soluble in acids. W. G. Mixter said that the glowing occurs 
between 500° and 610°. J. J. Berzelius, L. Wohler, and K. Endell and R. Rieke 
gave 500°; H: le Chatelier, 900°; L. Blanc, 550° to 600°; G. Rothaug, 420° 
to 680°, according as the precipitate is pulverulent or granular—and he added 
that particles may be projected from the crucible at this temp. H. Moissan, 
H. le Chatelier, and W. G. Mixter regarded the change as evidence of the passage 
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from one allotropic form to another. L. Wohler found that the calorescence 
is independent of the surrounding atm. and the humidity. The temp. of calores- 
cence is lowered by increasing the quanity of material. With 8 grms. of chromic 
oxide, the temp. in dry hydrogen is 530°-550°, although in air or oxygen it 
begins at 425° on account of the exothermal decomposition of the chromium 
dioxide which is formed. The calorescence is hindered by precipitation with 
ammonia from soln. containing sulphate, and favoured by a low conc. of the chromic 
salt soln. L. Wohler and M. Rabinowitsch found that the thermal value of the 
calorescence is 8 to 11 cals. per gram according as the oxide is precipitated from 
conc. or dil. soln. The change to the sintered oxide by calorescence is never com- 
plete. The oxide formed with the greatest heat development is the best absorbent 
for m-nitrobenzoic acid. M. Siewert showed that the glowing temp. depends on 
the rate of heating; and L. Wohler, that the glowing is increased by conditions 
which favour hydrosol formation in the preparation of the hydrated oxide ; and it 
is greater in proportion to the adsorption capacity of the precipitate. This agrees 
with the hypothesis that the phenomenon is connected with the surface area of the 
particles, and is due to a sudden decrease in the large surface of the oxide prepared 
by precipitation. J. Bohm found that the X-radiograms of chromic oxide before 
and after the calorescence showed that the glowing is attended by the passage of 
the oxide from the amorphous to the crystalline state. E. D. Clark found that 
chromic oxide melts in the oxy-hydrogen blowpipe flame giving off white fumes, 
but without reduction; E. Tiede and HE. Birnbrauer studied the action of high 
temp. on the oxide. H. Moissan melted it in the electric furnace. C. W. Kanolt 
gave 1990° for the melting point of chromic oxide. L. Elsner observed that 
chromic oxide volatilizes in the porcelain ovens—presumably at 1500°-1600°. I 
have noticed evidence of its volatilization in pottery ovens at as low a temp. as 
1050°; and C. Zengelis obtained evidence of its volatilization at ordinary temp. 
W. R. Mott gave 3000° as an approximation to the boiling point. F. Born cal- 
culated the dissociation pressure of chromic oxide at 2000° to be 3 mm., and at 
3000°, over 760 mm. H. von Wartenberg and S. Aoyama gave for the partial 
press. of the oxygen at 600° and 1130° respectively po,=6-73 x 10-37 and 3-07 x 10718. 
W. G. Mixter gave for the heat of formation of crystalline chromic oxide (2Cr,1}02) 
—267-8 Cals. ; for the stable amorphous oxide, 266 Cals.; and for the unstable 
oxide, 243 Cals. H. von Wartenberg gave 265-8 Cals.; and W. A. Roth and 
G. Becker, 288-0 Cals. H. von Wartenberg and S. Aoyama calculated 279 Cals. 
The subject was discussed by H. Collins. 

E. L. Nichols and B. W. Snow measured the reflecting power of chromic oxide; 
and M. Luckiesh found that for light of wave-length A in p : 


A ; . 0-44 0-48 0:54 0-56 0-60 0-64 0-70 

Light green . 10 14 23 20 1] 9 6 per cent. 

Medium green 7 10 17 13 f' 6 5 per cent. 
W. W. Coblentz found for the ultra-red reflecting power : 

r . : : . 0:60 0-95 4-4 8°8 24-Ou 

Reflecting power vk breath 45 33 5 8 per cent. 


and for the ultra-red emission spectrum, he obtained for the diffuse reflecting 
power : ) 
th 3 3 z , - 0:54u 0-604 0:95pm 4-4 8-Su 24:0u 
Emission : » 24-1 27-0 46-4 32:9 5:0 8:2 
The results are illustrated by Fig. 15, where the green oxide furnishes a fairly 
smooth spectrum with a possible maximum at 5u, and a depression at 3-2u. 
H. Schmidt-Reps studied this subject. G. Liebmann found the emissive power: 
for visible red-light between 1208° K. and 2000° K. decreases with decreasing grain- 
size; it is independent of temp.; and increases rapidly with decreasing wave- 
length—e.g. for green light. 
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A. Dufour examined the flame spectrum ; K.Skaupy, the heat radiation from 
the incandescent oxide; and W. N. Hartley, the spectrum of the oxide in the 
oxy-hydrogen flame. G. H. Hurst showed that with emerald-green pigment nearly 

all the green rays are reflected and only a 
Age) Crowe ete Bek Sever AH small proportion of other rays, Fig. 13, 


Lmerald | while with chrome-green pigment, the green 
LTCEN 


rays are reflected nearly in their full in- 
tensity, Fig. 14, but there is also reflected 
a portion of the red, blue, and violet rays. 
Hence the deeper tone of chrome-green In — 
comparison with emerald-green. T. Dreisch 
studied the ultra-red absorption spectrum of 
glass coloured with chrome oxide. R. Robl 
ee observed but a faint luminescence in ultra- 
Red Urangelellw Gren Blue Violet Violet light. H.S. Patterson and R. Whyt- 
law-Gray studied the photophoresis of 
chromic oxide aerosols; and R. Whytlaw- — 
Gray and co-workers, and HK. Thomson 
found that particles exhibiting the Brownian movement form chains in an 
electrostatic field. C. Doelter observed no coagulation in radium rays; W. P. Jor- 
rissen and H. W. Woudstra also studied the phenomenon. J. Vrede found the 
oxide to be of no use as a radio-detector. 
E. Friederich calculated 2-9 x 109 for the electrical resistance of a metre of wire 
1 sq. mm. section. According to M. Faraday, and L. F. Nilson and O. Petters- 
son, chromic oxide is magnetic. 
S. Meyer found the magnetic 
susceptibility to be X—2410~5 
mass units at 17°; and E. Moles 
and F. Gonzalez, 26:21076. 
Comparative measurements were 
ADR SER TEOGS Be 4 056 66 OlE made by P. Hausknecht. Ki. Wede- 
Wave-length Wave-length kind and co-workers ae Bee 
Bae? Tee See | --16.—Spectral ~L0_* mass units at 16°; L. Blane 
Hiniason pal a see tate ress and G. Chaudron found an abrupt 
of Chromic Oxide. of Chrome Green. increase. at 880° followed by a 
fall at 900°. G. Chaudron and 
H. Forestier observed that the coeff. of susceptibility of calcined chromic oxide is 
greater than that of the uncalcined oxide. S. Veil studied this subject. K. Honda 
and T. Sone gave: 


Fias. 13 and 14.—Reflection Spectra of 
Emerald-green and Chrome-green. 
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The chemical properties of chromic oxide.—K. D. Clarke said that chromic 
oxide is not decomposed by the oxyhydrogen blowpipe flame; and J. J. Berzelius 
found that it is not decomposed by hydrogen at ared-heat. For the electroxidation 
of chromic oxide, vide chromic acid, etc. According to R. Saxon traces of chromic 
acid are formed by the anodic oxidation of chromic oxide in pure water; the 
addition of manganese dioxide to the chromic oxide increases slightly the yield 
of chromic acid. Much more rapid oxidation ensues in the presence of calcium or 
potassium hydroxide or both. In soln. of alkali chlorides containing a little 
chrome-alum, chromic oxide is rapidly oxidized at the anode to chromic acid. 
K. Fischbeck and HE. Hinecke found that powdered chromic oxide is not perceptibly 
reduced when used as anode in the electrolysis of 2 per cent. sulphuric acid. 
The adsorption of hydrogen by the ZnO-Cr.03 catalyst was studied by 
W. EK. Garner and F. HE. T. Kingman; whilst O. Schmidt, and A. F. Benton 
studied the adsorption of hydrogen by chromic oxide; and also the adsorption 
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of oxygen. H.N. Warren, and H. von Wartenberg found that chromic oxide is 
reduced to the metal by hydrogen at 5 atm. press., and at 2500°; and E. Newbery 
and J. N. Pring, by hydrogen at 2000° and 150 atm. press. H. von Warienberg 
and 8. Aoyama found that whereas iron oxides are reduced at 1100° when pH,O/pHe 
is about 1, this ratio must be about 0-001 for the reduction of chromic oxide. Hence, 
since water is produced in the reduction, an enormous excess of hydrogen would be 
needed to reduce any quantity of chromic oxide, and there is no possibility of such 
a process being used instead of the alumino-thermic process for preparing carbon- 
free chromium. The heat of reaction calculated from these results agrees with the 
value for the heat of formation of chromic oxide from chromium, and it is inferred 
_ that chromous oxide is not an intermediate stage at these temp. (600—1400°)— 
vide supra, chromium. H. Moissan found that when chromic oxide is heated in 
oxygen to about 440°, some chromium dioxide is formed which decomposes into 
ordinary chromic oxide at a higher temp. According to L. and P. Wohler, no 
oxidation occurs when chromic oxide is heated to 1220°, and they suggest that the 
formation of higher oxides must be an endothermal process taking place at higher 
temp. If chromic oxide is heated along with potassium sulphate in an atm. of 
oxygen at about 1000°, an equilibrium press. is established, which increases when 
- the temp. is lowered, and decreases when the temp. is raised. This is therefore a 
case of exothermic dissociation, and the equilibrium is probably : 2K,80,+Cr,03 
+30=2K,80,+2CrO3. The value of the equilibrium press. at any temp. varies 
with the quantity of oxygen already absorbed, probably because at 1000° potassium 
sulphate is fused and keeps the complex compound in soln. G. Rothaug found 
that the formation of chromic chromate, 5Crg03+9O=2Cr,(CrO,)3, is a maximum 
at 300° and can be observed at 100°. The rate of the oxidation falls rapidly to 
400°, and after that proceeds slowly. R. Schwarz added that the ignition of chromic 
oxide is best carried out in a platinum crucible since the reducing gases passing 
through the platinum hinder the formation of the chromic chromate, Cr;Qj4p. 
Chromic oxide is insoluble in water—for the hydrates, vide infra. The oxide which. 
has not been heated above the temp. at which it caloresves is more chemically active 
than otherwise. Thus, M. Traube and others showed that the chromic oxide 
obtained at a low temp. dissolves slowly, if at all, in acids, but not so if the oxide 
has been heated to a high temp. H. le Chatelier gave 900° as the temp. at which 
chromic oxide becomes insoluble in acids. A. Mailfert observed that ozone oxidizes 
chromic oxide. H. Moissan found that at 400°, moist chlorine reacts with 
dry chromic oxide forming chromyl chloride ; and R. Weber found that if the oxide 
has been dehydrated below the temp. of calorescence, it is easily attacked by dry 
chlorine to form chromyl chloride ; the calcined oxide is attacked by chlorine at a 
red-heat. If the chromic oxide is mixed with carbon, and heated in a current of 
dry chlorine, chromic chloride is formed. H. Moissan observed that the calcined 
oxide is not attacked by chlorine or by bromine ; and J. Weise added that the 
calcined oxide can be dissolved by hydrofluoric acid if a trace of chromic anhydride 
is present. K. Fredenhagen and G. Cadenbach found chromic oxide to be indifferent 
towards hydrofluoric acid. The attack by chlorine was studied by R. Wasmuth. 
O. Ruff and H. Krug found that chromic oxide is attacked with incandescence by 
chlorine trifluoride. G. Gore observed that liquid hydrogen chloride does not 
dissolve any chromic acid during 6 days’ digestion. 

J. L. Lassaigne, and K. Briickner found that chromic oxide is not attacked by 
sulphur vapour at a white-heat. H. Moissan observed that the oxide which has 
not been heated to a high temp. forms chromic sulphide when heated to 440° in a 
current of hydrogen sulphide ; but the calcined oxide is not attacked by this gas. 
C. Matignon and F. Bourion observed that when the oxide is heated in a current of 
sulphur monochloride and chlorine, chromic chloride is formed; and R. D. Hall 
obtained a similar product with sulphur monochloride alone. F. Bourion found 
that the reaction begins at about 400°. G. Darzens and F. Bourion found that 
thionyl chloride at 400° also converts the chromic oxide into the chloride. L. and 
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P. Wohler observed that sulphur dioxide does not reduce the oxide at a red-heat ; 
and L. and P. Wohler and W. Pliiddemann studied its catalytic action in the oxi- 
dation of sulphur dioxide. H. P. Cady and R. Taft found the oxide to be insoluble 
in liquid sulphur dioxide, while chromic oxide which has been calcined at a high 
temp. does not dissolve in sulphuric acid. J. Weise said that if a trace of chromic 
acid be present, chromic oxide passes into soln. TT. Sabalitschka and F. Bull said 
that fusion with sodium pyrosulphate is the best way to bring ignited chromic 
oxide into soln. 

H. C. Wolterick found that when a mixture of nitrogen and hydrogen is passed 
over chromic oxide at 550°, a little ammonia is formed, and, according to 
H. N. Warren, some nitride as well; O. Schmidt studied the adsorption of 
nitrogen by chromic oxide, and also of ammonia. J. E. Ashby found that 
heated chromic oxide favours the combustion of ammonia in air. D. Maneghini 
studied it as a catalyst in the oxidation of ammonia. F. Ephraim observed 
that chromic oxide is attacked by sodium amide. M. Z. Jovitschitsch found 
that chromic oxide dissolves when digested for 10 hrs. with fuming or conc. nitric 
acid ; the calcined oxide does not dissolve in nitric acid. R. Weber found that 
if strongly heated with phosphorus pentachloride chromic oxide furnishes the 
chloride. C. Lefévre studied the action of alkali arsenates on chromic oxide. 

J. J. Berzelius found that chromic oxide at a white-heat is decomposed by 
carbon ; and H. C. Greenwood added that the reaction begins at about 1180°— 
vide supra, chromium. R. E. Slade and G. J. Higson said that the equilibrium press. 
of the oxide in contact with carbon at 1292° is 6:2 mm., and at 1339°, 9-2 mm. 
O. Heusler found that the carbon monoxide press. between 1480° and 1801° increases 
from 18 to 760 mm. The energy consumption for the liberation of a mol of carbon- 
monoxide is 52:8 Cals. The equilibrium between 886° and 1096° is represented by 
log K=11-375-11550p1. J. F. Gmelin, F. Gobel, and I. L. Bell observed that 
chromic oxide is not reduced by carbon monoxide, and G. Charpy said that this 
gas does not act on chromic oxide at 1000°. K. Chakravarty and J. G. Ghosh 
studied its catalytic action on the reaction between carbon monoxide and hydrogen ; 
and W. E. Garner and F. E. T. Kingman, the adsorption of the gas by the ZnO-Cr,.03 
catalyst. O. Schmidt, and A. F. Benton studied the adsorption of carbon mon- 
oxide and of carbon dioxide by chromic oxide; and O. Schmidt of ethane and 
ethylene. KE. Demarcay, and H. Quantin found that carbon tetrachloride reacts 
with chromic oxide at a red-heat forming chromic chloride, phosgene, and carbon 
dioxide. P. Camboulives said that the reaction occurs at 580°. H. Rose observed 
that carbon disulphide at a white-heat forms chromic sulphide (q.v.)._ A. Kutzelnigg 
observed no oxidizing action on a soln. of potassrum ferrocyanide. J. Milbauer 
found that molten potassium thiocyanate forms the sulpho-salt K,Cr Sy. 
J. H. Ashby, J. R. Huffmann and B. F. Dodge, W. E. Garner and F. E. T. Kingman, 
W. A. Lazier, and H. H. Storch observed the catalytic action of chromic oxide in the 
oxidation of alcohol, ether, and volatile oils. W.Eidmann found chromic oxide to 
be insoluble in acetone ; and H. Bodenbender found it to be soluble in a soln. of 
calcium sucrate—a litre of a soln. containing 418-6 grms. of sugar and 34:3 germs. of 
calcium oxide dissolves 1-07 grms. CrgOz ; a litre of a soln. containing 296-5 grms. of 
sugar and 24-2 grms. of calcium oxide dissolves 0-56 grm. of CrgO,; and a 
litre of a soln. with 174-4 germs. of sugar and 14-1 grms. of calcium oxide dissolves 
0°20 grm. of Crg03. A. Lowenthal studied its catalytic action in the oxida- 
tion of hydrocarbons and alcohol ; L. J. Simon, the oxidation of organic substances ; 
M. R. Fenske and P. K. Frolich, the formation of alcohol from carbon monoxide 
and hydrogen; J. R. Hoffman and B. F. Dodge, the formation and decomposition 
of methanol; and A. EK. Tschitschibabin, the reaction between ammonia and 
acetylene. The use of chromic oxide as a mordant in the dyeing of wool, cotton, 
and silk was discussed by L. Liechti and J. J. Hummel, and W. D. Bancroft. The 
last-named said that from dichromate soln. wool first adsorbs chromic acid and this 
is reduced to chromic oxide, which is the true mordant ; within limits, increasing 
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the acid conc. increases the chromic acid taken up ; chromic acid oxidizes organic — 
compounds more readily in presence than in absence of wool; when wool is 
mordanted with chrome alum, a basic sulphate changing later to chromic oxide is 
first formed ; silk adsorbs chromic oxide less strongly than wool does ; cotton takes 
up scarcely any chromic oxide from chrome alum, but adsorbs it from an alkali 
soln. ; there is no evidence of the formation of any definite compound when wool 
is mordanted with chromic oxide. A. W. Davison discussed the adsorption of 
chromic oxide by leather ; H. Rheinboldt and E. Wedekind, the adsorption of 
organic dyes by chromic oxide. 

A. Fodor and A. Reifenberg found that silicic acid peptizes ignited chromic 

oxide forming a colloidal soln. W. Guertler showed that the oxide is slightly 
soluble in molten boric oxide producing a green coloration. §%. Kondo, and 
C. E. Ramsden examined the solubility of chromic oxide in pottery glazes. The 
reducing action of boron on heated chromic oxide was observed by A. Binet du 
Jassonneix ; of silicon, by B. Neumann, and. P. Askenasy and C. Ponnaz. 
L. Kahlenberg and W. J. Trautmann observed that when mixed with silicon, 
there is no reaction if heated by a bunsen burner, a slight reaction at a cherry- 
red heat, and a good reaction in the electric arc. KH. N. Bunting studied the binary ~ 
system of chromic oxide and silica. H. von Wartenberg and H. Werth found that 
when heated with zirconia, no compound is formed, but a eutectic appears at about 
2200° with about 50 per cent. of chromic oxide. 
The reducing action of potassium and sodium was observed by J.J. Berzelius ; 
of calcium, by A. Burger; of magnesium, by J. Parkinson, and L. Gattermann—vde 
supra, chromium ; of aluminium—vide supra, chromium ; and the colouring effect 
on glass by K. Fuwa. For the action of metal oxides, wide infra, the chromites. 
H. D. Rankin got chromite into soln. by heating it to redness and afterwards treating 
it with alkali-lye under press. H. Schiff found that chromic oxide is attacked with 
difficulty by fused potassium nitrate. According to J. von Liebig and F. Wohler, 
HK. Bohlig, and F. H. Storer, chromic oxide is attacked and oxidized by fused 
potassium chlorate, hydrosulphate, and permanganate; by any suitable base 
in the presence of air or oxygen; and by lead dioxide, or manganese dioxide in 
the presence of sulphuric acid. For the action of permanganates, wide the per- 
manganates. TT. Sabalitschka and F. Bull said that chromic oxide is incompletely 
soluble in fused potassium pyrosulphate ; to open the oxide up for analysis, it is 
preferable to fuse the substance with a mixture of 2 parts of sodium carbonate and 
_ 1 part of potassium nitrate for 10 min. The mass is dissolved in water and the 
insoluble residue fused with pyrosulphate. EF. Hans found that chromic salts are 
oxidized by silver salts in accord with Cr,03+3Ag,0=2Cr0,+6Ag. J. Hargreaves 
and T. Robinson found that when mixed with alkali chloride, and heated in air or 
oxygen, chlorine is evolved, and in moist air, hydrogen chloride. 
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§ 10. Hydrated Chromium Oxides. Chromium Hydroxide 


Some of the chrome ochres—6. 40, 49—contain hydrated chromic oxide. 
According to W. Ipatieff and A. Kisseleff,1 if 2N-H,CrO, at 240°-300° be exposed 
to hydrogen at 150° to 180° atm. press., a heavy, greyish-violet, slightly crystalline 
precipitate of chromic oxyhydroxide, Cr.03.H,O, or CrO(OH), is formed ; if in 
25 c.c. of soln., 4 c.c. of =, N-H,SO, be present, in a gold tube, a similar violet-grey 
precipitate is formed at 300° to 325° ; and in a quartz tube, the crystals are green, 
and cubic. If more sulphuric acid is present, at 300°, and 180 to 200 atm. press., 
two kinds of crystals are formed. According to W. Ipatieff and B. Mouromtseff, 
a nitric acid soln. of chromic nitrate when exposed to hydrogen at 320°-360°, 
- under a press. of 200-370 atm., for 12-24 hrs., gives monohydrated chromium 

oxide closely resembling chrome ochre. If air is used in place of hydrogen, smaller 
_ crystals are obtained and the separation is not quantitative, a portion of the oxide 
being converted into chromic acid. Small amounts of dark red crystals are also 
occasionally obtained. According to J. B. Trommsdorff, if soln. of chromic salts 
are treated with alkali hydroxides, or aq. ammonia, it is best to work with boiling 
soln. It is difficult to wash the precipitated hydrated chromic oxide free from 
adsorbed salts. The product has been called chromic hydroxide, Cr(OH)s;, but 
it is generally supposed to be a colloidal hydrated oxide of less definite composi- 
tion. O. Ruff and B. Hirsch studied the fractional precipitation of chromic 
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hydroxide in the presence of salts of other metals. S. Hakomori said that the 
reason ammonia does not precipitate hydrated chromic oxide in the presence of 
tartaric acid is because a complex salt is formed; and not in the presence of 
glycerol, because of colloidal phenomena induced by the high viscosity of the soln. 
The complex tartrate-ions were studied by K. Jellinek and H. Gordon. 

J. J. Berzelius obtained a similar product by boiling a mixed soln. of potassium 
chromate and pentasulphide; G. F. C. Frick, by boiling a soln. of potassium 
chromate with sulphur; G. Losekann, by the action of hydrogen sulphide on an 
alkaline soln. of a chromite oxide; H. Baubigny, by the action of hydrogen 
sulphide on a soln. of potasstum dichromate ; J. Casthelaz and M. Leune, by the 
action of zinc hydroxide, carbonate, or sulphide, or of aluminium hydroxide, or 
of zinc in a feebly acid soln. of green chromic chloride; and K. Seubert and 
A. Schmidt, by the slow action of magnesium on a warm soln. of a chromic salt. 
P. A. Thiessen and B. Kandelaky prepared the hydroxide free from adsorbed 
electrolytes by the hydrolysis of chromic ethylate: 2Cr(OC,H;)3+6H,.O 
=Cr,03.3H,0+6C,H;OH. A. Simon and co-workers used P. A. von Bonsdorft’s 
process for hydrated alumina, and treated a soln. of the hydroxide in soda-lye 
with freshly precipitated, hydrated oxide, and after washing with water, and 
drying with acetone obtained a product with Cr ,03.5-68H.O. 3B. Schwarz 
obtained the hydroxide by the hydrolysis of chromites. V. Ipatéefi produced 
crystals of the hydrated oxide by heating soln. of the salts at high temp. and press. 
A. C. Becquerel obtained crystals of the hydroxide by suspending a parchment 
paper tube containing a cone. soln. of potassium aluminate in a soln. of chromic 
chloride. J. Férée obtained what he regarded as a monohydrate Cr203.H,0, or 
Cr(OH)O, as a black, amorphous powder by the electrolysis of a neutral soln. of 
chromic chloride with a platinum cathode. This subject has been previously 
discussed in connection with R. Bunsen’s, and J. Voisin’s observations on the 
electro-deposition of chromium. G. B. Frankforter and co-workers heated a 
mixture of potassium dichromate and ammonium chloride to 260° and obtained a 
slate-coloured residue which, on lixiviation with water, left small, greenish-black, 
iridescent spangles of what has been thought to be a dihydrate, Cr.03.2H,O, or 
Cr.(HO)O. 

Analyses of the hydrates of chromic oxide vary very much. According to 
M. Siewert, the precipitate which has stood for some hrs. in air at 45° for 3 hrs. 
has 5:9 H,O; 3 hrs. at 100°, 5-2H,O; 4 hrs. at 100°, 4-8H,O; 2 hrs. at 105°, 
4-2H,O; 2 hrs. at 150°, 3-2H,O; 5 hrs. at 200°, 2:3H,0; and 6 days at 220°, 
1-1H,O. IL. Schaffner obtained for the ammonia-precipitate dried over sulphuric — 
acid, 6H,0; and dried at 100°, 5H,O; the alkali-precipitate dried at 100°, 4H,0O. 
A. J. W. Forster gave for the air-dried, ammonia-precipitate Cr,03.8H,0. 
K. Frémy found for the potash-precipitate obtained in the cold, and dried in air, 
9H.O, and that obtained from a boiling soln., and dried in air, 8H,0. J. Lefort, 
and A. Schrétter obtained similar data. C.F. Cross represented the composition of 
the precipitate dried at 100° by Cr,03.4H,O, and after standing in air sat. with 
moisture, Cr O3.7H,O, and after heating to dull redness, Cr,03.3H,0. 
M. Prud@’homme gave Cr,03.5H,O for the precipitate dried at 100°. G. Wyroubofi 
gave Cr,0..8H,O for the precipitate dried over sulphuric acid, and Cr,03.6H,0 
when dried at 110°. According to H. Lowel, the red-coloured ammonia-precipitate 
which dissolves in ammonia forming a red soln. is a different hydroxide from the 
bluish violet-coloured hydroxide, and this again is different from the green-coloured 
hydroxide. J. Lefort, E. Frémy, and J. M. Ordway also regarded the differently 
coloured hydroxides as isomers. According to A. Recoura, chromic hydroxide exists 
in three different. molecular conditions. The first is obtained by precipitating 
a soln. of either variety of chromic chloride or of any violet chromium salt with an 
eq. quantity of sodium hydroxide. If treated with hydrochloric acid immediately 
after precipitation, it combines with 6 mols. of HCl with the development of 41-4 
cals. The second variety is obtained by precipitating the oxychloride CrgCl,0 


CHROMIUM 7 187 


with 4 mols. of sodium hydroxide. Immediately after precipitation, it combines 
with 4 mols. of hydrochloric acid only, with development of 24-2 cals. The 
subsequent addition of a further quantity of 2 mols. of acid produces no thermal 
disturbance. The third form is obtained when either of the preceding varieties 
1s dissolved in the necessary excess of soda-lye (18 mols. in the first case, 6 mols. 
in the second), and reprecipitated by neutralizing the excess of alkali. It combines 
with only 4 mols. of hydrochloric acid, with development of 20-0 cals. A. Colson 
assumed that there are hydroxides corresponding with the green and violet 
sulphates. He supposed that the green sulphate corresponded with 


(OH) ,=Cr—O—Cr=(OH), 
(OH),=Cr—O—Cr=(OH), 


This formulation for hydrated chromic oxide—.e. Cr,(OH)g0,.10H,O, or 
Cr,(OH),9:0-9H,0—was favoured by M. Z. Jovitschitsch. G. Wyrouboff supposed 
the violet hydroxide is constituted Cr,(OH)s, and the other hydroxide 
Cre(OH),(OH)s, or Cr,0(OH)., where the two OH-groups can function as an acid. 
Although J. J. Berzelius assumed that the oxides precipitated from violet and 
green soln. of chromic chloride are isomers because they gave the soln. the original 
colour when dissolved in acids, yet the observations of A. Recoura indicate that 
the hydrated oxides from differently coloured soln. are the same in chemical 
structure. The individual variation depends on differences in the physical character 
of the particles. The rate of precipitation was shown by J. Casthélaz and M. Leune, 
and H. B. Weiser to have a marked effect on the colour. When slowly pre- 
cipitated, the oxide is dark green and granular, and when rapidly precipitated 
greyish-blue and gelatinous. P. Bary and J. V. Rubio found that the dried 
hydroxide is heterogeneous, for it contains two products. R. Fricke and F. Wever 
could detect no evidence of crystal structure by X-radiograms. 

N. Bjerrum measured the potential of the hydrogen electrode immersed in 
soln. of chromic chlorides, and inferred that the violet chromic chloride is pro- 
gressively hydrolyzed, CrCl,—>CrCl,(0H)—>Cr(OH),Cl+Cr(OH)3. He considered 
that freshly precipitated chromic hydroxide, Cr(OH)s, is a well-defined chemical 
compound with a solubility product of 4-2x10~16 at 0° and 5-4x10716 at 17°. 
On the other hand, J. M. van Bemmelen observed that the bluish colloid, prepared 
by treating a dil. soln. of a chromic salt with ammonia at the ordinary temp. or 
at 100°, contains originally 11 mols. H,O; after exposure to the air at 15° it 
contains 7-8 to 8 mols.; but after keeping for 14 days in an atm. sat. with moisture 
the quantity of water rises to 13-2 mols., and after exposure to dry air it falls to 
7-0 mols. When heated in the air at temp. increasing from 45° to 200°, the amount 
of water falls from 5-9 to 2:3 mols., and the colour changes to a dirty green. The 
results obtained on heating at temp. varying from 15° to 100° (i) in a sat. atm., (11) in 
ordinary air, and (ili) in dry air, until the weight is constant, show that at every 
temp. equilibrium is established between the vap. press. of the colloid and that 
of water at the same temp. At 65° and at 100°, it retains more water in a sat. 
atm. than at 15° and 65° respectively in a dry atm. After having been heated 
at from 15° to 100° in dry air, its absorptive power is only slightly diminished, 
and at higher temp. it retains more water than colloidal silica, alumina, stannic 
acid or ferric oxide at the same temp., but the higher the temp. to which it has 
been exposed, the more insoluble it becomes in acids and especially in alkalies. 
He therefore inferred, that colloidal chromic oxide has no definite composition 
at any temp. between 15° and 280°. This conclusion was confirmed by A. L. Baykoff, 
and H. B. Weiser. R. Fricke examined the X-radiogram of the hydroxide. S. Veil 
studied the effect of chromic hydroxide on the decomposition of hydrogen dioxide. 
H. J. 8. King prepared chromic;pentamminohydroxide, Cr(OH)3.5NHs, or chromic 
hydroxypentamminohydroxide, [Cr(NH;),(OH)|(OH)., by triturating chromic 
chromopentamminochloride with moist silver oxide, as indicated by Q. T. Christen- 
son. Similar results were obtained by using chromic aquopentamminochloride. 
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L. Havestadt and R. Fricke studied the dielectric constant. The electrical con- 
ductivity, ~ mhos, for soln. with a mol of the salt in v litres of water at 0°, and the 
calculated percentage degree of ionization, a, are: 


Gas on 32°85 42-92 65-70 365-8 co 
jae er fale: 245:5 250-0 254°1 273°7 283-9 
a 83°8 86:5 88-1 89-5 96-4 


Hydrated chromic oxide can be obtained in various shades of colour ranging 


from a clear greyish-blue to a dark green. Some of these are utilized as permanent 
pigments. The so-called Gucgnet’s green has attracted some attention. This 
vivid, green pigment was prepared by E. Guignet by heating a mixture of potassium 
dichromate with three times its weight of boric acid, digesting the product with 
water, and washing it with water. Modifications of the process were described 


by A. Salvétat, M. Poussier, and A. Scheurer-Kestner ; L. Wohler and W. Becker, © 


in agreement with A. Scheurer-Kestner, said that boron is without influence on 
the colour, and that the trace of boron present is derived from the chromium 
borate first formed and subsequently hydrolyzed. If ammonium dichromate 
is employed in place of potassium dichromate, not a trace of boron remains after 
the washing, and when dried at 110°, the product has the composition 2Cr,03.3H,O, 
or Cr,03(OH).¢, ascribed to it by A. Scheurer-Kestner, and HE. Guignet. A. Salvétat 
gave CraO03.2H,O; A. Hibner and O. Hue, 2Cr203.5H,O ; and M. Shipton con- 
sidered it to be a borate, 3Cr,03.B,03.4H,O. According to L. Blanc, Guignet’s 
green is not a hydrate, but very finely-divided chromic oxide, which, when heated 
in air, or treated with chromic acid, forms 6-Cr;0,. L. Wohler and J. Dierksen 
observed that when the green is produced by fusing potassium dichromate with 
boric acid, the failure to convert the dull olive-green to the brilliant green pigment 
by heating with water under press. supported the view that the complex Cr203.3B,03 
is responsible for the colour, but boric oxide is not a necessary constituent of the 
bright green. They suggest that the bright green has a gel-structure ; X-radio- 
grams show that a lattice structure is absent. The reduction of the amount of 
water in chromium hydroxide gels with an increase in the size of particles pro- 
gressively increases the brilliancy of the product. Boric acid and silicic acid 
are effective in producing the required flocculation. The vap. press. of brilliant 
flocculated hydroxides is greater than that of the dull non-flocculated hydroxides 
of the same water-content. LL. Blanc and G. Chaudron found that Guignet’s 
green yields a black oxide, CrsO9, when heated. L. Wohler and W. Becker 
said that a green pigment resembling Guignet’s green can be obtained by heating 
the ordinary oxide with water under press. at 180° to 250°. The composition 
approximates 2Cr,03.3H,0. Whilst Guignet’s green has a vap. press. of 13 mm. 
at 75°, 16 mm. at 81°, and 26 mm. at 86°, the greyish-violet chromium hydroxide, 
which has the same composition, is found to have a vap. press. of only 2 mm., not 
increasing between 75° and 93-4°. This small vap. press. may result from the 
presence of moisture. These differences and the difference in colour of the two 
hydrates are ascribed to isomerism. The greyish-violet hydroxide is converted 
into its brilliant green isomeride on prolonged heating with water at 250°. 
H. B. Weiser added that the amorphous, hydrated oxide, obtained by precipita- 
tion, loses water continuously, and while it may be possible to dry the pigment 
under conditions such that the composition may be expressed by a single formula, 
yet this does not prove that a true hydroxide is formed. There is no evidence 
of an inversion temp. in the passage from one coloured variety to that of another 
colour ; and H. B. Weiser observed that when a soln. of chromic chloride is treated 
with just enough sodium hydroxide for complete precipitation the precipitate 
obtained at 0° is greyish-blue; that at 50°, greenish-blue; that at 100°, bluish- 


green; that at 150°, green with a bluish tinge; that at 200°, clear green; and 


that at 200°-325°, bright green. ‘The time of heating was 30 min. except in the 
last case when the heating occupied 15 hrs. Hence the colour varies continuously 
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from greyish-blue to clear green as the temp. of precipitation rises; this shows 
that the colours are not due to isomers, but rather to differences in the sizes of 
the particles, the structure of the mass, and to the amounts of water enclosed 
under different conditions of formation. As the temp. of precipitation rises, the 
oxide becomes less gelatinous, less soluble in acids, and less readily peptized by 
alkalies. For the solubility of chromic hydroxide in alkali-lye, vide infra, chromites. 

Hydrated chromic oxide freshly precipitated from cold soln. of a chromic 
salt by an alkali hydroxide or ammonia, is readily soluble in acids, and readily 
peptized by alkali hydroxides. The hydrated oxide, however, gradually suffers 
a change in physical character on ageing, and it then becomes far less soluble 
and far less chemically active. The process of ageing is attended by the growth 
of aggregates of the primary colloidal particles. The velocity of change is acceler- 
ated by raising the temp., or by the use of a medium with a slight solvent action. 
A. Recoura measured the molar heat of soln. in hydrochloric acid with an oxide 
precipitated by adding an acid to a colloidal soln. in alkali-lye, and kept for definite . 
intervals of time. Thus, the mol. ht. of soln. in cals. of the freshly precipitated 
oxide is 20-70 ; when kept 10 min., 19-0 cals. ; 1 hr., 5-80 cals. ; 2 hrs., 3-90 cals. ; 
4 hrs., 2°85 cals. ; 7 hrs., 2-40 cals. ; 1 day, 1-75 cals. ; 7 days, 1-20 cals. ; 30 days, 
0:75 cal.; and 60 days, 0-50 cal. F. Bourion and A. Sénéchal observed that the 
rate at which hydrated chromic oxide reduces hydro- 
gen dioxide becomes less on standing. The reaction 
appeared to be quadrimolecular for the first 8 hrs., 
due, it was supposed, to the transformation of the 
original oxide into complexes, so that the soluble and 
insoluble varieties represent definite allotropic forms. 
R. Fricke and O. Windhausen attributed the ageing 
to an increase in the size of the particles, and showed 
that it is not due to dehydration, or to the develop- 
ment of a microcrystalline structure. R. Fricke and 
co-workers observed no evidence of a crystalline 
structure in the ageing of hydrated chromic oxide. 
A. Simon and co-workers studied the vap. press. of 7 
the hydrated oxide. The continuous curve, Fig. 17, wah ht cqyecte ri Me .. 
was obtained with a preparation precipitated by lle of Hydra csr eee wh 
ammonia, washed with water at 60°, then with Oxides. 
acetone, and dried in air. Its composition approxi- 
mated Cr,03.6-68H,0. This curve shows a slight flattening with the tri- and 
-mono-hydrate. The other curve is obtained with a specimen precipitated by 
hydrazine, washed, and dried over sulphuric acid in vacuo for 8 weeks when its 
ocmposition was Crg03.4:87H,0. The formation of the tri- and mono-hydrates 
is clearly shown. 

M. Siewert showed that when the hydrated oxide is heated to 200°, in air, it 
takes up oxygen forming a black powder of variable composition, and it is regarded 
as a mixture of chromic oxide, chromic anhydride, and water. M. Kriiger first 
observed the tendency of the hydrated oxide to take up oxygen when heated. 
A. Geuther showed that when the hydrated oxide is deposited on the negative 
pole, it is liable to form chromic anhydride by taking up oxygen. M. Z. Jovitschitsch 
found that hydrated chromic oxide readily absorbs carbon dioxide from the 
atm. forming [Cr2(OH);|,CO3.8H,0. The light grey hydrated chromic oxide 
which is precipitated with small quantities of ammonium hydroxide dissolves 
in an excess of ammonia to form a ruby-red soln. whose solubility is affected 
by the presence of ammonium salts. If the red soln. is kept for some time, 
M. %. Jovitschitsch observed that violet-blue chromium diamminohydroxide, 
Cr,(OH),.(NH3)2.10H20, is precipitated ; it readily absorbs carbon dioxide. 

A. Recoura gave for the heat of neutralization of hydrated chromic oxide with 
hydrochloric acid $Cr(OH)3=6-865 Cals.; EH. Petersen, with hydrofluoric acid, 
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8-39 Cals.; and M. Berthelot, with sulphuric acid, $H,SO,, 8-22 Cals. W. Pauli 
and EH. Valko studied the conductivity and activity coeffi. H. R. Robinson and 
C. L. Young studied the absorption frequency of the K-series of X-ray spectrum. 
L. Havestadt and R. Fricke studied the dielectric behaviour of the hydroxide ; 
and H. R. Robinson and C. L. Young, the X-ray absorption frequencies. IF. Bourion 
and A. Sénéchal found that the paramagnetism of an alkaline soln. of chromic 
oxide diminishes slowly with time, but the diminution is small, and never exceeds 
20 per cent. 8S. Veil found that the magnetic properties of chromic hydroxide are 
decreased by heating it with water in a sealed tube between 120° and 210°; and 
another 12 hrs.’ treatment has little effect, but when the hydroxide is dissolved 
in hydrochloric acid, and reprecipitated, the modified magnetism persists and a 
further change occurs by a similar treatment with hot water. T. Ishiwara found 
the magnetic susceptibility at 15-7° to be 66-2 10-6 mass units, and at —68-3°, 
110-5 10-6 mass units. P. Hausknecht, and E. Wedekind and W. Albrecht 
observed that the magnetic susceptibility of Cr(OH)s is greater than that of the 
corresponding oxide, in agreement with the assumption that the hydroxide is a 
chemical individual. §S. Veil found that the magnetic properties of chromic 
hydroxide fall to a lower limiting value on repeated precipitation from hot soln. 
T. Graham prepared a positive colloidal solution of hydrated chromic oxide 
by peptizing the freshly precipitated oxide with chromic chloride, and dialyzing 
the liquid to remove the excess of electrolyte. The dark green soln. can be diluted 
with water or heated, but it is readily flocculated by electrolytes. In continuous 
dialysis, the diffused liquid was kept at'a constant level and not changed during the 
process, whereas in intermittent dialysis, the diffusate was continuously changed 
at the rate of 800 c.c. per hour. M. Neidle and J. Barab found that some colloidal 
particles do diffuse through the parchment membrane; although W. Biltz, and 
H. W. Fischer and W. Herz observed no such diffusion. In the dialysis of hydrated 
chromic oxide in a soln. of chromic chloride, the ratio 4Cr: Cl in the diffusate, 
with intermittent dialysis, is always greater than unity, and this the more the 
longer the period of dialysis for the same diffusate. In continuous dialysis, the 
ratio 3Cr : Cl in the diffusate increases from unity to a maximum of 1-57, and then 
gradually diminishes towards zero. In intermittent dialysis, about 6 per cent. 
of the original colloid is still associated with considerable electrolyte, and it remains 
in the membrane at the end of 56 days; but the colloid still diffuses so that by 
continuing the process, the whole of the colloid would be removed from the 
membrane. In the continuous dialysis, 75 per cent. of the original colloid remains 
in the membrane. Continuing the process for 35 days increases the purity of 
the colloid without loss of chromium. If the intervals in intermittent dialysis 
are made smaller, more satisfactory results are to be expected. In fact, by con- 
ducting the entire process in very short intervals, the efficiency may even exceed 
that of continuous dialysis. The latter procedure is, however, impractical. 
The variations in the ratio of 4Cr: Cl in the diffusates are accounted for by the 
assumption of a gradual growth of the particles. In the intermittent process, 
the particles do not grow sufficiently to be retained by the membrane, whereas 
in the continuous process they do. A. Simon and co-workers used the dialyzer 
recommended by A. Gutbier and co-workers. The process of dialysis was studied 
by N. Bjerrum by measuring the osmotic press. of the colloidal soln. It is hence 
calculated that the colloidal chromium particle consists of 1000 chromium atoms 
and carries 30 free charges. The number of chromic oxide molecules in a colloidal 
particle is about 240. For complete coagulation the necessary amount of ferro- 
cyanide corresponds exactly with the total charge on the colloid, whilst about 
15 per cent. excess of ammonium or potassium sulphate is required. The com- 
mencement of coagulation is marked by a sudden break in the curve obtained by 
plotting conductivity against c.c. of ammonium sulphate. The subject was 
discussed by A. Lottermoser and W. Riedel, and H. Rinde. R. Wintgen and 
W. Biltz gave 580 for the number of chromic oxide molecules in a colloidal particle 
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aged by boiling, and 750,000 for the case of an aged ferric oxide colloidal particle. 
These numbers are of doubtful accuracy. J. R. 1. Hepburn found that the product 
obtained after a prolonged freezing is colloidal in nature, but has some properties 
usually regarded as characteristic of the crystalline state. J. H. Yoe and 
_ E. B. Freyer measured the H’-ion cone. and viscosity of hydrosols of chromic oxide ; 
D. N. Chakravarti and N. R. Dhar, the viscosity of the sol in the presence of 
electrolytes ; E. Manegold and R. Hofmann, the permeability of membranes for 
the hydrosol ; and 8. Horiba and H. Baba, the effect of light on the osmotic pressure 
of the hydrosol. 

C. Paal prepared a colloidal soln. of hydrated chromic oxide by reducing a 
soln. of ammonium chromate with colloidal platinum in the presence of sodium 
protalbinate which acts as a protective colloid. The colloid may be partially 
purified by dialysis. Soln. of aluminium or ferric salts give a precipitate of hydrated 
oxide when boiled with sodium acetate ; but with chromic acetate soln., H. Schiff, 
and B. Reinitzer obtained no precipitate when the soln. was boiled; nor was a 
precipitate obtained in the cold with alkali hydroxide, ammonia, ammonium 
hydroxide or carbonate, sodium phosphate, or with barium hydroxide or carbonate. 
Except in the case of sodium phosphate, these reagents give precipitates with 
boiling soln. There is a slow action between chromic salt and sodium acetate 
in the cold, for, on standing some time, in the presence of alkali, the colour of the 
liquid changes and a jelly is formed. In the case of a boiling soln. of hydrated 
chromic oxide and sodium acetate, the precipitate formed is probably a complex 
acetate. Iron and aluminium acetates associated with violet chromic acetate 
do not give a precipitate when boiled or when treated with alkali-lye or aq. ammonia. 
This, said H. B. Weiser, is not due to peptizing action of the adsorbed hydrated 
chromic oxide because hydrated chromic oxide is not the primary product of the 
hydrolysis of chromic acetate, and, as B. Reinitzer has shown, green chromic 
acetate does not prevent the precipitation of hydrated ferric oxide. The 
phenomenon as probably the result of the formation of the iron-chromic acetates was 
studied by R. F. Weinland and E. Guzzmann. The alleged formation of colloidal 
hydrated chromic oxide, by B. Reinitzer and H. W. Woudstra, by dialyzing soln. 
of chromic acetate, does not seem right since basic chromic acetates are probably pro- 
duced. M. Neidle and J. Barab obtained no colloid by dialyzing chromic acetate 
soln. into which superheated steam was passed; nor was any obtained by the 
dialysis of a cold soln. of purified chromic chloride, although H. M. Goodwin and 
F. W. Grover obtained a little by the dialysis of the commercial ferric chlorides. 
W. Biltz obtained no colloid by the hydrolysis of soln. of chromic nitrate, owing 
to the small hydrolysis of the salt as observed by H. W. Woudstra. 8S. Takegami 
obtained the colloid at the cathode during the electrolytic reduction of chromic 
acid ; and B. Kandelaky, by the hydrolysis of chromic ethylate. 

H. W. Fischer studied the solubility of hydrated chromic oxide in a soln. of 
chromic chloride; R. Wintgen and H. Weisbecker, the amphoteric properties 
of the colloid; and P. Bary and J. V. Rubio, E. Manegold and R. Hofmann, and 
R. Wintgen and O. Kiihn, the structure of the colloid. F. Haber showed that if 
the rate of aggregation of a colloidal sol is high, amorphous precipitates are to be 
expected which gradually, and particularly on warming, pass into the crystalline 
condition. If, however, the rate of aggregation is depressed by only slightly 
exceeding the solubility limit, the rate of arrangement may be sufficient to cause 
the orderly formation of crystals before the formation of visible particles has 
occurred. This, however, involves an alteration in the rate of aggregation due 
to electrical phenomena at the boundary of the molecules and liquid, the net 
result of which is that the growth of the aggregates is greatly impeded and sols are 
produced. 

The colloidal soln. of hydrated chromic oxide prepared as just indicated was 
shown by W. Biltz, and W. Herz to be a positive hydrosol because it migrates 
to the cathode under the influence of an electrical stress. On the other hand, the 
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green colloidal soln. obtained by adding an excess of alkali hydroxide to a soln. 
of a chromic salt was found by R. Kremann to be a negative hydrosol because, 
under the influence of an electrical stress, it migrates to the anode. W. Reinders 
studied the electrophoresis of the colloid. The clear, negative colloidal soln. 


was found by H. W. Fischer and W. Herz to precipitate spontaneously on standing, . 


particularly if the ratio of chromic oxide to hydroxide is large. This is due to 
the ageing of the hydrated oxide. A. Hantzsch also observed that owing to ageing, 
the precipitated and washed chromic oxide is not peptized by alkalies. The 
colloid is precipitated by adding electrolytes owing to the adsorption of the cations 
as observed by H. W. Fischer. A. Lottermoser found that the ultra-filtration of 
the chromic oxide sol peptized with the corresponding chloride gives a filtrate 
which contains hydrochloric acid of the same H’-ion conc. as that of the sol. The 
mycellia therefore retains the chloride ion whose negative charge compensates 
the positive charge of the colloidal particles. The conductivity of the sol is greater 
than that of the ultra-filtrate, and the difference is taken to represent the true 
conductivity of the mycelles which are regarded as complex electrolytes. 
A. B. Dumansky and co-workers studied this subject. R. Fricke and co-workers 
found tetramethylammonium hydroxide to be a strong peptizing agent. 

C. F. Nagel, W. D. Bancroft, and N. G. Chatterji and N. R. Dhar showed that 
the colloidal oxide can be removed by the ultra-filter. W. Biltz and W. Giebel 
added that the colloidal soln. consists mainly of amicrons, only a small proportion 
of sub-microns are present. There has been some discussion as to whether the 
colloidal soln. contains alkali chromite. H. W. Fischer and W. Herz said that 
peptization, not dissolution, occurs. This is in agreement with hypothesis that the 
soln. is really the colloidal oxide and the observation of A. B. Northcote and 
A. H. Church that complete soln. occurs in the presence of 40 per cent. of ferric 
oxide; 12-5, manganous oxide; or 20 per cent. of either cobalt or nickel oxide, 
whereas complete precipitation occurs with 80 per cent. of ferric oxide; 60, of 
manganous oxide; or 50, of either cobalt or nickel oxide. Analogous observations 
were made by M. Prud’homme, and M. Kreps. H. B. Weiser and G. L. Mack 
obtained an organosol in propyl alcohol. 

According to C. F. Nagel, when an excess of potassium hydroxide is added 
to a soln. containing varied proportions of ferric chloride and chromic sulphate, 
the iron is not precipitated in presence of excess of the chromic salt, and the 
chromium is completely precipitated with the iron when the ferric salt is present 
in considerable excess. It is supposed that these effects are due to mutual adsorp- 
tion. In a similar way, the hydroxides of manganese, cobalt, nickel, copper, and 
magnesium are absorbed by colloidal chromic hydroxide, whilst this is also adsorbed 
and removed from soln. by the above hydroxides when these are present in 
relatively large quantities. In presence of copper, chromium is not precipitated 
by ammonia, and it is suggested that this may be due to the presence of colloidal 
cupric hydroxide, which adsorbs the chromic hydroxide. The peptized soln. 
gradually settles leaving only a faintly coloured liquid ; a collodion filter removes 
all the hydrated oxide leaving in soln. a little chromic chloride; and peptized 
hydrated chromic oxide cannot be extracted from soln. with benzene or light 
petroleum, but it goes into the dimeric interface. J. K. Wood and V. K. Black 
treated precipitated chromic oxide with varying proportions of a soln. of alkali 
hydroxide of varying concentration. The presence of chromate in the soln., 
after two months, indicated that some chromite had been formed; whilst a soln. of 
chromic chloride treated with a large excess of alkali-lye, after standing two months, 
gave a colloidal precipitate, and a yellow soln. of chromate formed by oxidation. 
They concluded that chromites do exist in an alkaline soln. of chromic hydroxide ; 
when the soln. is freshly prepared and is kept a little time, part of the dissolved 
hydroxide separates out in a less soluble form, and probably does, during this period 
of transition, exist for a time in the colloidal condition, but when all such precipi- 
tation has taken place, a small amount of chromite will still be present in the soln. 
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According to E. Miller, when an excess of chromic oxide or hydroxide is shaken 
with aq. soln. of sodium hydroxide for several days, the solubility is dependent 
on the time of agitation, rising to a maximum and then falling to a constant value. 
Both the maximum and final solubilities attain their highest values at 14N-NaOH. 
It is assumed that chromium hydroxide is a “ solid-liquid ”’ in which simple and 
polymerized molecules are present in homogeneous soln. On account of the 
magnitude of the internal friction, equilibrium is only slowly attained. The 
ageing process does not so much consist in the 


enlarging of single particles as in a progressive g lap epee | oA 
change during polymerization and is thus essenti- |_| 4 a4 
~ ally chemical in character. H. B. Weiser added Be RY Ae 
ve ‘ 


that even if chromic oxide does possess. slightly 
acidic properties, not all the oxide is present as 
chromite ; and it is doubtful if any chromite is 
present when slightly more alkali-lye is present 
than is needed to precipitate the chromic oxide 
completely. H.N. Holmes and M. A. Dietrich 
observed that mercuric sulphide is not precipi- 
tated by hydrogen sulphide from a 0-5N-hydro- 
chloric acid soln. containing green chromic chlo- 
ride and mercuric chloride in excess of the ratio 


joer gtatn of absorbent 


Witliequivalents absorbed 


; 4 Wy 
2:1, but is adsorbed by the colloidal chromic /0 veh ZO Te eS 
hydroxide produced by the hydrolysis of the 1 Glan ae 


chloride. The hydrolysis increases on keeping, CSIC Lee 
and after 48 hrs. precipitation does not occur “ganic Acids by Hydrated Chro- 
when the above ratio is 1:3°5, but this ratio mic Oxide! 

may be depressed by a sufficient concentration of 

hydrogen or sulphate ions. Thus, chromic sulphate has no influence on the pre- 
cipitation. The formation of colloidal chromic hydroxide is probably preceded. 
by the conversion of the green chromic chloride into the violet form. The order 
of the adsorption is reversed by using a large excess of mercuric chloride and 
precipitating from a hot 0-5N-acid soln. K.C. Sen found that the absorption of 
acids by chromic oxide can be summarized in Fig. 18. 

H. B. Weiser reported that the precipitation values for potassium salts for a 
negative colloidal soln. containing 365 grms. of chromic oxide per litre were for 
ferricyanide, 0:485 millieq. per litre; chromate, 0-525 ; dichromate, 0:535 ; sul- 
phate, 0:550; oxalate, 0-570; iodate, 0-635 ; 
bromate, 19-0; chloride, 30-0; bromide, 33-0; 0-00400 


chlorate, 33:8 ; and iodide, 37-5. M. Bjerrum ob- NU aaa70 
served that by adding a soln. of 0-1N-ammonium & fe tes 
sulphate to a soln. containing 07112 mols of Cr, KR Pere 
and 0:01 mol of nitric acid, the electrical conduc- . WODGED 
tivity of the soln. altered as indicated in Fig. 19. 8 g.gy34g 
EH. E. Porter measured the H’-ion conc. of a nega- 8 4.99339 
tive colloidal soln. of hydrated chromic oxide con- ~ g.ggzzg 
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' taining 2:5 grms. Cr,Oz per litre, when 5 c.c. were c.c. (MH,), 50, 


treated with 15 c.c. of a soln. containing salt ae Wes by Witambedr acts 
acid. A rapid precipitation of the colloid occurre ais eee ” 
when the py was between 3-5 and 6-0. The floccu- Haein <4 ph ane 
lation of the colloidal soln. was also studied by of Chromic Oxide. 

‘A. Miolati and KE. Mascetti, and N. Bjerrum, 

A. Ivanitzkaja and L. Orlova, §. L. Jindal and N. R. Dhar, K. Mohanlal and 
N. R. Dhar, W. V. Bhagwat and N. R. Dhar, 8. Ghosh and N. R. Dhar, K. C. Sen 
and M. R. Mehrotra, K. 0. Sen and N. R. Dhar, and R. Wintgen and H. Léwenthal. 
H. B. Weiser also studied the flocculation of a colloidal soln. of chromic oxide by 
mixed electrolytes; and for the precipitation value of a negative colloidal soln. 
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obtained by adding 45 c.c. of 2N-KOH to 5 c.c. of a soln. of chromic chloride 
containing 40 grms. of chromic oxide per litre, the result with barium chloride 
was 5-15 millieq. per litre; potassium chloride, 500-0; sodium chloride, 210-0; 
lithium chloride, 51-0 ; sodium sulphate, 315-0 ; and sodium acetate, 220-0. 8. Roy 
and N. R. Dhar studied the coagulation of the colloid in light. T. Katsurai observed 
that the hydrosol of chromic oxide does not coagulate like that of ferric oxide when 
heated under press. 

B. Reinitzer prepared a hydrogel by boiling a soln. of a chromic salt and sodium 
acetate, rendered alkaline by alkali-lye or ammonia, and allowing it to set to a jelly. 
E. H. Bunce and L. 8S. Finch obtained a jelly by allowing a mixed soln. of alkali- 
lye and chrome alum to stand. They did not get the jelly by using soln. of chromic 
sulphate, nitrate, or chloride; but C. F. Nagel obtained the jelly with sulphate 
by keeping down the conc. of the alkali. H. B. Weiser observed that the rapid 
addition of a slight excess of alkali-lye to a soln. of chromic chloride produces a 
negative colloidal soln. which precipitates slowly forming a jelly; if the pre- 
cipitation is hastened by heating the soln., or by adding a suitable amount of 
electrolyte, the precipitation is rapid and it is gelatinous but not a jelly; and 
finally, if the hydrated oxide has been peptized by a large excess of alkali, the 
precipitate forms slowly and is granular. R. Griessbach and J. Hisele obtained the 
gel by peptizing the hydrosol. J. Hausler and B. Kohnstein obtained the gel 
- by separately atomizing an acid soln. of chromic acid and an alkaline soln. of sucrose 
in a mixing chamber, and recovering the colloidal hydroxide. D. N. Chakravarti 
and N. R. Dhar found that during dialysis of a hydrosol of hydrated chromic oxide, 
the liquid becomes more viscid and finally gelatinizes. S. Prakash and N. R. Dhar 
found that the soln. of 4 ¢.c. 0-5.M-CrCls, and 8 c.c. of 3-57N-CH3;.COONa, mixed 
in half an hour with 2 c.c. of 2N-(NH,).S8O, and 5 c.c. of 2°34N-NH,OH added drop 
by drop, and the soln. made up to 20 c.c., sets to a jelly in 64 hrs. at 30°. The 
viscosities of the soln. were : 


Age : ee!) 30 60 90 120 150 min. 
Viscosity . 0-01465 0-01469 0:01527 0-01646 0-018738 0-02208 


K. C. Sen and M. R. Mehrotra studied the peptization of chromic hydroxide 
by arsenious acid; and K. C. Sen, by sugar. 8S. G. Mokruskin and O. A. Hsin 
examined the adsorption of aniline dyes by chromic oxide; N. Nikitin, the adsorp- 
tion of ammonia; C. H. White and N. E. Gordon, and EH. HE. Porter, organic dyes ; 
H. B. Weiser, oxalates; K. C. Sen, benzoic and acetic acids. They found that 
hydrated chromic oxide adsorbs acids and arsenious acid more than hydrated 
chromic or ferric oxides adsorbs arsenic trioxide; and N. R. Dhar and co-workers 
found that various metal salts—Zn, Cd, Co, and Ni—but not Ag salts, are adsorbed. 
According to EK. Toporescu, when chromium is precipitated by ammonia from soln, 
of its salts containing calcium or magnesium, the amounts of these salts carried 
down increase with their concentration, and tend towards limits corresponding 
with the chromites, Cr,03.3CaO and Cr203.3Mg0, respectively. The calcium or 
magnesium may be removed from such precipitates by washing them on the filter — 
or by decantation with a boiling 5 per cent. soln. of ammonium nitrate. 
H. B. Weiser and EK. EH. Porter studied the effect of the H’-ion cone. of soln. on the © 
adsorptivity of hydrated chromic oxide. 
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§ 11. Chromites 


Hydrated chromic oxide shows pronounced basic properties uniting with acids 
to form tervalent chromium salts. It is, however, an amphoteric oxide and it acts 
as a weak base forming salts—chromites—which have the spinel formula RO.Cr2Os, 
or R(CrO,),. These salts can be regarded as metachromites derived from 
metachromous acid, HCrO,, or HO.CrO; there are also indications of the forma- 
tion of orthochromites, derived from orthochromous acid, H,CrOs, or Cr(OH)s. 
According to F. Hein and H. Meininger,! chromium triphenylhydroxide Cr(CgH;),0H 
is nearly as strong a base as sodium hydroxide. R. Wintgen and H. Weisbecker 
studied the amphoteric properties of chromic oxide hydrosol. 

Z. Weyberg reported crystals of lithium chromite, LiCrO., to be formed along 
with lithium aluminate when mixtures of an excess of lithium chromate with china 
clay are calcined. The brown powder consists of microscopic, isotropic, octahedral 
crystals. As previously indicated, there are differences of opinion as to the nature of 
the green liquid obtained when freshly precipitated hydrated chromic oxide is treated 
with alkali-lye. The process is one of either peptization or dissolution ; or else it 
includes both. R. Kremann, M. Kreps, and J. K. Wood and V. K. Black consider 
that the soln. of hydrated chromic oxide in alkali is chromite ; while W. Herz and 
H. W. Fischer, A. Hantzsch, C. F. Nagel, W. V. Bhagwat and N. R. Dhar, and 
H. B. Weiser consider it to be peptized, hydrated chromic oxide. C. Fricke and 
O. Windhausen determined the solubility of hydrated chromic oxide approxi- 
mating Cry03.9H,0, expressed in grms. Cr.O3 per 100 c.c. of soln., after three days’ 
digestion in a soln. of sodium hydroxide at ordinary temp. and obtained the 
following results : 


N-NaOH 0-5 0-71 5:10 9-89 10-00 11-06 14°15 15-63 
Cr,O; 0-25 0-5 1-58 2°89 2°68 1-90 0:80 0-40 
K ord” 3°6 3°4 3:2 3°4 eat 2-6 2°3 id 
re Ty ———_—————_ 2S 
NaCrO, NagCrO3 


With 17-42N-NaOH, the soln. was almost colourless, K=[NaOH]/[Cr], and 
k’=[NaOH]?/[Cr]. The results are plotted in Fig. 20. 

According to HE. Miiller, the equilibrium condition between a soln. of sodium 
hydroxide and chromic hydroxide is very slowly attained. The curves, Fig. 21, rise 
to a maximum and then fall to a minimum value, due, it is supposed, to the chromic 
hydroxide dissolving unchanged in the lye ; it then changes by the loss of water into 
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a less soluble oxide, a change which is accelerated by heat. It is assumed that the 
equilibrium conditions are: Cr(OH); + 3NaOH = NasCrO, + 3H,0; Cr(OH)3 
+2Na0H=Na,HCr03;-+2H,0 ; and Cr(OH),;-+NaOH=NaH,Cr03+H,0 ; followed 
by NaH,Cr0,+H,0=NaCrO,+2H,0. R. Fricke and O. Windhausen studied this 
subject and found that when hydrated chromic oxide is treated with sodium 
hydroxide, the formation of chromite precedes the formation of the hydroxide. 
With sodium hydroxide below 10N, primary sodium chromite is formed, whilst 
above 10N the soln. contains also tertiary sodium chromite. Potassium chromite 
is similarly produced ; below 8N-alkali only the primary chromite is formed, whilst 
above 8N the soln. contains also secondary chromite. From soln. of potassium 
chromite which have stood for a long time, needle-shaped crystals of the formula 
Cr203.3K,0.8H,0 have been obtained. R. B. Corey found that the clear supernatant 
liquor left by chromic hydroxide settling from soda-lye contains no chromium, 
showing that chromic hydroxide is insoluble in that menstruum, and the apparent 
solubility is really peptization and not a case of soln. N. Demassieux and 
J. Heyrovsky inferred that soln. of alkali chromite are not true soln. but contain 
colloidal chromic hydroxide. The primary sodium metachromite, NaCrOz, is 
formed with alkali-lye below 10N-NaOH ; and sodium orthochromite, Na3CrOs, 
above that conc. J. d’Ans and J. Léffler obtained NaCrO, by the action of 
chromic oxide on sodium hydroxide. J. Heyrovsky obtained similar results 
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with potassium hydroxide as those obtained with soln. of sodium hydroxide ; below 
8N-KOH, only potassium metachromite, KCrO,, is formed, and ‘above that con- 
centration, potassium orthochromite, K;CrO,. Z. Weyberg found that by melting 
mixtures of china clay and alkali chromate, chromic oxide first separates out, and 
afterwards the chromite. If the soln. of potassium chromite be allowed to stand 
for a long time, needle-shaped crystals of the tetrahydrate, K,Cr03.4H,O, are 
deposited. These conclusions were confirmed by observations on the f.p., and 
- potential of the soln. M. Kreps could not prepare potassium and sodium chro- 
mites in the dry way, because in subsequently washing out the excess of alkali 
with water, the chromite is decomposed. R. Kremann found that the movements 
towards the anode of the green soln. of hydrated chromic oxide in cone. alkali-lye 
demonstrates the existence of chromites; the hydrated chromic hydroxide is not 
present merely as a colloid because it can diffuse through parchment into the 
alkaline soln. H. P. Cady and R. Taft found potassium chromite to be insoluble 
in liquid sulphur dioxide. P.C. Boudault said that potassium ferricyanide oxidizes 
a soln. of potassium chromite to chromate. The salt is sparingly soluble in 
acids. ! 

J. F. Persoz obtained cuprous chromite, CuCrO., by calcining cupric chromate 
in a crucible exposed to the reducing action of the furnace gases, and extracting the 
product with hydrochloric acid ; and L. and P. Wohler obtained it by heating one 
of the basic cupric chromites with an excess of cupric oxide above 900°, and 


198 INORGANIC AND THEORETICAL CHEMISTRY 


extracting the mass with nitric acid of sp. gr. 1-4. Cuprous chromite forms steel- — 
blue or lead-grey triangular plates of sp. gr. 5-237. It is stable in oxygen above 
875°, and in air above 770°. It does not oxidize in oxygen at a press. of 1087 mm. 
at 1020°. It is soluble in nitric acid of sp. gr. 1-4; but a mixture of nitric acid 
and potassium chlorate oxidizes the chromium to chromic acid. K. Fischbeck and 
E. Einecke prepared this salt and found that by cathodic polarization in 2 per cent. 
sulphuric acid, it is oxidized to chromate. L. and P. Wohler and W. Pliiddemann 
tried the salt as a catalytic agent for oxidizing sulphur dioxide. 

J. F. Persoz obtained cupric chromite, Cu(CrO,)., by heating to redness cupric 
chromate—L. and P. Wohler worked above 870°—and extracting the product 
with hydrochloric acid; L. and P. Wohler obtained it by heating the cuprous 
salt in oxygen below 870°, and extracting the mass with nitric acid; they 
precipitated mixed cupric and chromic hydroxides from a soln. of the mixed 
sulphates in eq. proportions by means of sodium carbonate, heated the washed 
product in oxygen at 700°, and then extracted it with dil. acids; C. H. Boehringer 
treated a soln. of basic cupric chloride with copper tetramminoxide ; and M. Gerber 
heated to redness a mixture of cupric chloride and potassium dichromate, and washed 
the product first with boiling water, and then with hydrochloric acid. The bluish- 
black amorphous or crystalline product decomposes slowly at 1000°. If the com- 
pound be mixed with cupric oxide, and heated in vacuo, oxygen begins to be given 
off at 600°. The partial press. of the oxygen is 176 mm. at 779° ; 440 mm. at 840° ; 
and 795 mm. at 875°. At 850°, 38 Cals. are needed. The salt is not soluble 
in dil. acids, or in conc. hydrochloric acid ; it is not attacked by sulphur dioxide ; 
but it is oxidized by fused potassium nitrate. HF. Wohler and F. Mahla, and L. and 
P. Wohler and W. Pliiddemann studied its action as a catalyst in the oxidation of 
sulphur dioxide. 


L. and P. Wohler and co-workers obtained a basic salt, cupric oxyoctochromite, 
CuO0.4Cu(CrO,)., by heating commercial cupric chromate, in oxygen at 650°-700°, and 
extracting the mass with nitric acid. The black product decomposes at 1000°. M. Rosen- 
feld obtained cupric trioxychromite, 3CuO.Cu(CrO,),, by heating 6CuO.Cr,O03.CrO; ; cupric. 
hexoxychromite, 6CuO.Cu(CrO,),., by heating 7CuO.2CrO,.5H,O; and cupric tridecoxy- 
chromite, 183CuO.Cu(CrO,),, by heating 7CuO.CrO;.5H,O ; and the acid salt, cupric hexa- 
chromite, CuO.3Cr,03, by heating CuCr,O,.Cr,03.12H,O. 


According to K. 8. Nargund and H. E. Watson, mixtures of calctum and chromic 
oxides, when heated in vacuo, yield calcium chromite, Ca(CrO,), ; which when 
treated with acids, yields CaO.2Cr,03. Z. Weyberg obtained the same product as 
prismatic, pleochroic, green needles by melting china clay with a large excess of 
potassium chromate and calcium oxide. M. Kreps obtained calcium chromite by 
adding ammonia to mixed soln. of calcium chloride and chrome-alum. F. de Carli 
said that the reaction between chromic oxide and calcium oxide begins at 550°. 
M. Gerber prepared calcium chromite by melting a mixture of mol. proportions of 
potassium dichromate and anhydrous calcium chloride, extracting the mass with 
water, and washing the product with boiling, conc. hydrochloric acid. EK. Dufau 
obtained it by heating a mixture of chromic and calcium oxides in an electric 
furnace. K. Fischbeck and HE. Hinecke prepared this salt by direct sintering of the 
components. EH. Dufau found that the dark olive-green product furnishes a 
crystalline powder, or pleochroic, prismatic needles, and it has a sp. gr. of 4:8 at 
18°, and a hardness of 6. When heated in oxygen, it forms calcium chromate 
and chromic oxide; the oxidation begins below 100° in air; it is attacked by 
fluorine, or chlorine when warmed; hydrogen fluoride or chloride attacks it at 
_a red-heat, but hydrofluoric or hydrochloric acid has no action, nor has sulphuric 
or nitric acid. It is decomposed by molten potassium carbonate, nitrate, or 
chlorate ; Z. Weyberg added that it is slowly attacked by potassium hydrosulphate. 
T. J. Pelouze prepared calcium oxychromite, CaO.Ca(CrO.)., by adding potassium 
hydroxide or ammonia to a mixture of a mol of chrome-alum and 2 mols of calcium 
chloride ; H. Moissan obtained calcium trioxychromite, 3CaO.Ca(CrO3)o, in yellow 
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plates, by heating chromium and calcium oxide in an electric furnace ; and KE. Dufau, 
by heating a mixture of chromic and calcium oxides in the electric furnace. 
It might, be added that the pottery colour, emerald green, is prepared by heating 
chromic oxide with a large proportion of calcium carbonate. A. Mitscherlich 
obtained barium chromite, Ba(CrO,),, by heating a mixture of chromic and barium 
oxides to a white-heat. The crystals are soluble in hydrochloric acid; and 
M. Gerber obtained it as a green crystalline powder by melting a mixture of 
anhydrous barium chloride and potassium dichromate, and washing the cold 
product with dil. hydrochloric acid. M. Kreps also prepared barium chromite by 
the action of ammonia on a soln. of chrome-alum and barium chloride. F. de Carli 
said that the reaction with chromic oxide and barium oxide begins at 220°. 
EH. Dufau obtained barium octochromite, BaO.4Cr2Oz, in black, hexagonal crystals 
of sp. gr. 5-4 at 15°, by heating a mixture of the two oxides in an electric arc-furnace. 
The product is stable. When heated in oxygen, it forms barium chromate and 
chromic oxide ; itis slowly attacked when heated with hydrogen fluoride or chloride ; 
acids are without action; but it is easily attacked by fused alkali carbonate. 

H. Mallard and J.J. Ebelmen melted together beryllium and chromic oxides in 
the presence of boric oxide, and obtained a dark green powder consisting of crystals 
of beryllium chromite, Be(CrO,),. The crystals resemble alexandrite. The 
so-called chrome spinel, (Mg,Fe)O.(Al,Cr),03, from Lherz was called lherzolite by 
J. C. Delameétherie, but it was described earlier by P. Picot de la Peyrouse, and 
hence the name picotite. G. M. Bock, M. Websky, and A. Breithaupt described 
a related mineral which was called magnochromite, or magnesiochromite—vide 
mfra, chromite. Analyses of picotite and magnesiochromite were reported by 
T. Thomson, B. Kosmann, F. Sandberger, A. Damour, A. Hilger, G. C. Hoffmann, 
C. Friedheim, and T. Petersen. KE. 8. Simpson proposed the term picrochromite 
—sxpos, bitter, in allusion to the bitter taste of magnesium salts—for members 
of the spinel-chromite series approaching in composition Mg(CrO.)o, discussed by 
T. 8. Hunt, T. Petersen, E. Glasser, etc. There are four components, and the 
end-terms are: (1) spiel, Mg(AlO,).—including spinel, ceylonite, and 
_magnesiochromite ; (2) hercynite, Fe(AlO,),—including hercynite and _picotite ; 
(3) picrochromite, Mg(CrO,),—including picrochromite and chromopicotite or 
magnesiochromite; and (4) chromite, Fe(CrO,),—including chromite, and 
beresofite. J. J. Ebelmen obtained magnesium chromite, Mg(CrO.)., by melting 
a mixture of chromic and magnesium oxide with boric oxide in a porcelain oven, 
and extracting the product with hydrochloric acid. KE. Schweitzer obtained it by 
calcining potassium magnesium chromate and extracting the residue with dil. 
and afterwards with hot conc. acid ; K. Fischbeck and E. Hinecke, by the sintering 
of the components; M. Gerber, by melting a mixture of anhydrous magnesium 
chloride and potassium dichromate, and extracting the product with hot conc. 
hydrochloric acid; W. R. Nichols, by adding an excess of ammonia to a soln. 
of a mixture of a mol of magnesium sulphate and 1-19 mols of chrome-alum and 
some ammonium. chloride—M. Kreps used a similar process—and H. Dufau, by 
heating in the electric arc-furnace a mixture of chromic and magnesium oxides. 
M. L. Huggins showed that the crystals are of the spinel type, and he discussed 
the electronic structure. §S. Holgersson found that the X-radiogram gave for the 
lattice parameter a=8-32 A. and the sp. gr. 4:45 ; L. Passerini gave a=8-29 A., the 
sp. er. 4-49, and the vol. of unit cell 569-72 x 10724 c.c._ J. J. Ebelmen said that the 
dark green octahedra have a sp. gr. 4-415 at 15° and scratch glass but not quartz. 
HK. Dufau gave 4-6 for the sp. gr. at 20°, and said that the hardness is greater than that 
of quartz. FF. Beijerinck found that it is a good conductor of electricity ; but it is 
not magnetic. EK. Dufau observed that the compound is not changed when strongly 
heated ; it is oxidized with difficulty by oxygen at a red-heat ; it is not attacked by 
chlorine or bromine ; it is attacked with difficulty by hydrofluoric or hydrochloric 
acid ; J. J. Ebelmen said that it is not attacked by conc. hydrochloric acid. HK. Dufau, 
and KH. Schweitzer found that it is easily attacked by hot, conc. sulphuric acid ; it is 
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not attacked by boiling nitric acid; it is insoluble in alkali-lye; and it is slowly 
attacked by molten potassium nitrate and chlorate—and, added W. R. Nichols, it 
is slowly oxidized to chromate by fused sodium carbonate and potassium, nitrate. 
W. R. Nichols obtained magnesium oxychromite, MgO.Mg(CrO.)o, by adding 
an excess of ammonia to a mixed soln. of chrome-alum and an excess of magnesium 
sulphate. G. Viard obtained it as a pale brown powder, by calcining at a red- 
heat either magnesium chromate, or potassium magnesium chromate. When 
further heated it passes into magnesium oxyoctochromite, MgO0.4Me(CrOs). ; 
if potassium dichromate mixed with magnesium oxide be heated to redness, 
magnesium oxytetrachromite, Mg0.2Mg(CrO,)., is formed. According to 
M. R. Nayar and co-workers, magnesium chromate decomposes at 650°, forming 
chromites from which the magnesium oxyoctochromite, MgO.4Me(CrO,)o, can be 
obtained as an insoluble residue after extraction with hydrochloric acid ; a mixture 
of equimolar proportions of magnesia and chromic oxide above 600° yields mag- 
nesium oxydecachromite, MgO.5Mg(CrO.)o. W. R. Nichols prepared magnesium 
tetrachromite, MgO.2Cr,03, by adding ammonia to a mixed soln. of a mol of 
magnesium sulphate and 2-02 mols of chrome-alum. 

J. J. Ebelmen prepared zine chromite, Zn(CrO.),, by the method used for the 
magnesium salt; M. Gerber, by heating a mixture of anhydrous zinc chloride 
and an excess of potassium dichromate; G. Chancel, and M. Groger, by adding 
potassium hydroxide to a mixed soln. of equimolar parts of a zinc and a chromic 
salt; and G. Viard, by passing the vapour of zinc chloride in a current of nitrogen | 
or carbon dioxide over heated potassium chromate, and washing the mass with 
water, and cone. hydrochloric acid. K. Fischbeck and E. Kinecke made it as in 
the case of the magnesium salt. M. L. Huggins showed that the crystals are of 
the spinel type and he discussed the electronic structure. According to J. J. Ebel- 
men, the black octahedral crystals have a sp. gr. 5-309, and they are harder than 
quartz. G. Viard gave 5-29 for the sp. gr. at 13°. L. Passerini calculated 4-436 
for the sp. gr. from the lattice data ; and found the lattice has the side a=8-280 A. ; 
S. Holgersson gave a=8-323 A. W. Biltz and co-workers discussed the mol. vol. 
K. W. Flosdorf and G. B. Kistiakowsky examined a mixture of chromic and zinc 
oxides as a catalyst. 


M. Gréger prepared violet-brown zinc pentoxyhexachromite, 5ZnO0.3Zn(CrO,),, by heating 
potassium zinc chromate, and extracting the product with water; G. Viard obtained zinc 
oxydichromite, ZnO.Zn(CrO,),, by calcining ammonium zine chromate; zinc oxytetra- 
chromite, ZnO.2Zn(CrO,)., by calcining a mixture of zine chloride and potassium chromate ; 
and zinc oxydecachromite, ZnO.5Zn(CrO,)., by calcining at a red-heat a mixture of zinc 
oxide and potassium dichromate. 


G. Viard obtained cadmium chromite, by passing the vapour of cadmium 
chloride, in a current of nitrogen or carbon dioxide, over potassium chromate at 
a white-heat ; also by heating cadmium chromate to dull redness, or likewise by 
heating a mixture of cadmium oxide and potassium dichromate. K. Fischbeck 
and K. Kinecke made it as in the case of the magnesium salt. M. L. Huggins 
showed that the crystals are of the spinel type and he discussed the electronic 
structure. S. Holgersson gave a=8-60 A. for the lattice parameter, and 5-84 for 
the sp. gr. According to G. Viard, the black, octahedral crystals have a sp. gr. of 
5-79 at 17°; they scratch glass but not quartz; and they are stable in acids. 

L. Passerini found that chromic oxide forms a series of solid soln. when it is heated 
with alumina, but no aluminium chromite is formed ; the lattice constants of the 
solid soln. range from a=4-950 A. for CrgOx to 4:740 A. for Al,Os, and c=6-806 A. to 
6-478 A. SS. Veil heated compressed mixtures of ceric and chromic oxides, and deter- 
mined the electrical conductivities and coeff. of magnetization of the mixtures. The 
resulting curves indicated the existence of ceric dichromite, CeO,.Cr,O3; ceric 
tritoctochromite, 3CeO,.4Cr.O3 ; ceric tetrachromite, CeO,.2Cr,03, or Ce(CrOs), ; 
and ceric decachromite, CeOQ,.5Cr,03; and the probable existence of ceric 
pentitadichromite, 5CeO,.Cr.0,; ceric heptitoctochromite, 7CeQ,.4Cr,0, ; and 
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ceric octodecachromite, CeO,.9Cr,03. G. Chancel mixed alkaline soln. of lead 
and chromic oxides, and obtained a green precipitate of lead chromite, Pb(CrO.)o. 
S. H. C. Briggs obtained antimony oxychromite, 2Sb.03.Cr.03, by heating 3-5 
grms. of antimony oxychloride, 2SbOCI.Sb.03, with 8 grms. of chromic trioxide 
and 8 c.c. of water in a sealed tube for 5 hrs. at 200°. The brown powder was 
thoroughly washed and dried. It was insoluble in alkali-lye, water, acids, and 
aqua regia. §. H. C. Briggs heated a mixture of 5 grms. of bismuth oxychloride, 
6 grms. chromic trioxide, and 6 c.c. of water in a sealed tube at 200° for 5 hrs. 
The brown product, bismuth oxychromite, 3Bi,03.2Cr,03, resembled antimony 
oxychromite. For tungstic chromite, wide infra, chromium tungstate. C. F. Ram- 
melsberg obtained what was thought to be a yellowish-brown precipitate of uranium 
chromite mixed with chromate by treating uranium tetrachloride with potassium 
chromate. 

J. J. Ebelmen obtained manganese chromite, Mn(CrO.). by heating a mixture 
of manganous and chromic oxides and boric oxide in a porcelain oven, and washing 
the product with hot, conc. hydrochloric acid. K. Fischbeck and E. Kinecke made 
it as in the case of the magnesium salt. M. Gerber obtained it by melting a mixture 
of anhydrous manganese chloride and potassium dichromate. M. L. Huggins 
showed that the crystals are of the spinel type and he discussed the electronic 
structure. J. J. Ebelmen found that the iron-grey, octahedral crystals have a 
sp. gr. of 3-87. S. Holgersson gave for the space-lattice a=8-487 A. J.J. Ebelmen 
found that the crystals scratch glass ; they resist attack by acids, and are oxidized 
by molten potassium hydroxide and potassium nitrate—vide infra, manganese 
chromate. 

The discovery of ferrous chromite, Fe(CrO,),, or FeO.Cr.03, by L. N. Vauquelin 2 
has been previously discussed. The occurrence and some analyses of the mineral 
have also been indicated. 


Analyses have been reported by H. Abich, E. Bechi, E. Berthier, G. M. Bock, J. C. Booth 
and C. Lea, L. H. Borgstrém, A. Christomanos, F. W. Clarke, E. Divers, L. Dupare and 
S. P. de Rubies, T. H. Garrett, A. Hilger, A. Hofmann, G. C. Hofmann, K. von John and 
C. F. Eichleitner, M. Z. Jovicic, E. Kaiser, A. Knop, F. Kovar, H. E. Kramm, A. Lacroix, 
A. Laugier, A. Liversidge, W. G. Maynard, G. P. Merrill, A. Moberg, H. Pemberton, 
T. Petersen, J. H. Pratt, G. T. Prior, C. F. Rammelsberg, L. E. Rivot, F. Ryba, H. Seybert, 
E. V. Shannon, E. §8. Simpson, J. L. Smith, W. Tassin, H. Traube, G. Tschermak, I’. W. Voit, 
T. Wada, W. Wallace and R. M. Clark, M. Websky, and A. E. V. Zeally. 


The formula was discussed by C. F. Rammelsberg, P. Niggli, E. 8. Simpson, 
N. Federowsky, and A. Lacroix. L. W. Fisher found that pure chromite has been 
found only in meteorites; with other varieties there is a wide variation in the 
proportions of acid and base. Nearly all the chromites which have been analyzed 
show one or more oxides in excess. This may be due to incomplete separation 
of chromite and gangue. Consequently, its composition can seldom be represented 
by a definite formula. Chromite is a member of the spinel family, but all the family 
cannot be represented in definite isomorphous series. 

The mineral was called wron-chrome, or rather Hisenchrom by P. Meder, and 


D. L. G. Karsten ; siderchrom, by J. J. N. Huot ; chromoferrite, by E. J. Chapman ; 


- and chromite, by W. Haidinger. Although the composition approximates Fe(CrO.)s, 


the iron may be in part replaced by magnesium to form magnochromite or magnesio- 
chromate (q.v.), specimens of which were described by A. Breithaupt, M. Websky, and 
G. M. Bock. Some of the chromium may be replaced by aluminium and by ferric 
iron as in the chromopicotite from the Dun Mt., New Zealand, described by T. Peter- 
sen. Chromite thus merges by gradations into spinel—e.g. picotite. A. Lacroix 
described a black mineral from Madagascar to which he gave the name chromo- 
hercynite, and its composition approximated Fe(CrO,),.(Fe,Mg,Mn)(A10,)z, 
and its sp. gr. 4.415. According to H. Arsandaux, the chromite of Mow Djeti, 
Togo, is a chromiferous ferropicotite, (Mg,Fe,Mn)O.(Cr,Al,Fe),.03. The muitchellite 
of J. H. Pratt can be represented by (Fe,Mg)O.(Cr,Al),03. The mineral chromitate 
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obtained by M. Z. Jovicic from Western Siberia is possibly a mixture of chromite 
and magnetite. The incomplete analysis corresponds with Fe,03.Cr,03, but 
ferric and ferrous oxides are not distinguished in the analysis. The sp. gr. is 3-1. 
H. Forestier and G. Chaudron found that ferric and chromic oxides form solid 
soln. 


The special occurrence of chromite was discussed by A. Arzruni, E. Berwerth, E. Cohen 
and E. Weinschenk, L. Colomba, J. 8. Diller, C. Doelter, E. von Federoff and W. Nikitin, 
L. Cascuel, A. C. Gill, 8. G. Gordon, H. 8. Harger, R. Helmhacker, V. Hilber and I. Ippen, 
F. C. Hochstetter, C. Hiitter, E. Kaiser, P. Kato, J. H. Lewis, A. Liversidge, L. F. Lubo- 
getzky, R. W. E. Maclvor, H. B. Maufe and co-workers, M. P. Melnikoff, A. Michel-Lévy, 
J. H. Pratt, A. Rocati, B. Simmersbach, E. V. Shannon, A. Stella, O. Stutzer, P. A. Wagner, 
W. Wallace and R. M. Clark, O. Weiss, H. E. Williams, F. Zirkel, etc.—vide supra, the 
occurrence of chromium. 


The origin of chromite was discussed by B. Baumgartel, F. Beyschlag and co- 

workers, C. Camsell, A. Himmelbauer, A. de Launay, J. H. Pratt, F. Ryba, 
G. M. Schwartz, E. Sampson, L. W. Fisher, F. EH. Keep, C. 8. Ross, J. T. Singewald, 
J. H. L. Vogt, and P. A. Wagner. The occurrence of chromite in meteorites was 
described by E. Cohen, A. Daubrée, A. Eberhard, L. Fletcher, H. B von Foullon, 
W. Haidinger, O. W. Huntington, G. F. Kunz, A. Laugier, N. S. Maskelyne, 
C. F. Rammelsberg, G. Rose, C. U. Shepard, J. L. Smith, F. Stromeyer, 
G. Tschermak, T. N. Tschernyschoff, R. D. M. Veerbeck, V. Wartha, and F. Wohler. 

J. J. Ebelmen obtained black octahedral crystals by heating in a porcelain 
oven a mixture of chromic and ferric oxides, tartaric acid, and boric oxide ; 
S. Meunier, by heating a mixture of iron filings, ferrous carbonate and potassium 
dichromate, or a mixture of alumina, colcothar, chromic oxide, and cryolite, or 
a mixture of chrome oxide, ferrous chloride, in a crucible lined with cryolite ; 
and M. Gerber, by melting a mixture of anhydrous ferrous chloride and potassium 
dichromate. Chromite was also prepared by J. A. Hedvall, and K. Fischbeck 
and HK. Hinecke, by heating an intimate mixture of the component oxides; and 
by 8S. Meunier, by heating chlorides of iron and chromium in hydrogen, and after- 
wards in steam. J. H. Pratt found a peridotitic magma, containing an excess of 
magnesia, and a little aluminium and chromic oxides, in which crystals of chromite 
were present; and J. H. L. Vogt observed that chromite and picotite seem to 
separate first from such magmas. J. Clouet, and F. Fouqué and A. Michel-Lévy 
described crystals of a product with crystals like those of chromite, but with the 
composition ferrous oxychromite, FeO.Fe(CrO.). ; they were obtained by adding 
ammonia to a mixed soln. of iron and chromium sulphates, and heating the precipi- 
tate with borax. C. Sandonnini observed that no ferrite is formed when a mixture 
of ferrous and chromic hydroxides is oxidized. 

Chromite commonly occurs in granular or compact masses of an iron-black 
or brownish-black colour, which, according to J. Thoulet, may be yellowish- or 
brownish-red when viewed by transmitted light in thin sections. Chromite also 
occurs in octahedral crystals described by EH. Hussak. J. Konigsberger proved 
that the crystals are isotropic. G. Sukkow found some crystals twinned according 
to the spinel law; and A. Knop observed some chromite crystals with growths 
of rutile and zircon. Ferrous and magnesium chromites form solid soln.; so 
also do ferrous chromite and ferrous aluminate. There is also evidence that some 
ferrites and chromites form solid soln. L. W. Fisher found that members of the 
spinel family are not always isomorphous, but that these series are so: (i) spinel, 
magnochromite, and chromite ; (ii) magnetite, kreittonite, dysluite, and jahrite ; 
(i11) spinel, magnesioferrite, and magnetite ; and (iv) gahnite, spinel, and franklinite. 
P. F. Kerr studied the X-radiograms ; and P. E. Wretblad, and L. Passerini found 
that ferric and chromic oxides furnish a complete series of solid soln. with cells 
having axial ratios and densities which are linear functions of the composition. The 
subject was discussed by G. Grenet. L. Tokody found that the cubic lattice of 
chromite has a=8-05 A., and eight mols. per unit lattice ; and 8. Holgersson gave 
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a=8319 A. P. Niggli discussed the lattice structure which is taken to be that of the 
spinels—vide magnetite. H. Schneiderhdhn discussed the microstructure of 


- polished sections of the mineral. L. W. Fisher said that the colour of these sections 


corresponds roughly with the chemical composition. With a low proportion of 
chromic oxide as in picotite, the colour is yellowish-brown; and with a high 
proportion of chromic oxide the colour is deep cherry-red or coffee-brown. 
Anastomosing black, opaque lines traversing translucent grains are due to the . 
presence of a foreign substance present either as a solid soln., or deposited as a 
cement along narrow or incipient fractures. The sp. gr. of the mineral ranges 
from 4:1 to 4:9; HE. F. Harroun and E. Wilson gave 3-88 to 4:15. J. J. Ebelmen’s 
artificial chromite had a sp. gr. of 4:97—vide infra. The less the proportion of iron, 
the smaller the sp. gr., and the harder the mineral on the octahedral face. The 
hardness is about 5-5. P. J. Holmquist obtained the following results for the cutting 
hardness on the octahedral faces when the hardness of quartz is 1000. The 
hardnesses of the samples with an asterisk are mean values for all the faces. 


Sobers weiss 36 3-2 3-6 4-116 4-283 4-283 
Hardness sent T79 1621 1531* 1232* 1031* 806* 


The hardness decreases from that spinel proper, Mg(AlO2)., as the proportion of 
iron and chromium increases. Y. Tadokoro found the coeff. of thermal expansion 
and sp. gr. of chromite bricks to be : 


20° 100° 250° 500° 750° 950° 
Ppstgrs a « s 12982 2-978 2-966 2-945 2-925 2-910 
Coeff. expansion — 0:0;70 0:0,97 0-0;90 0:0;88 0-0,90 


The thermal expansions of chromite from different sources, between 20° and 1000°, 
in oxidizing and reducing atm., were : 


Oxidizing. Reducing. 
Rhodesian . : : ; Ff aed ooo LOS 17-45 x 10-6 
African : : : F : . 8-51 10-6 39-01 x 10-§ 
Grecian ? P 5 : : ee Oran KiLOS 10:06 x 10-6 
Indian ‘ 7:29 x 10-& 15:91 x 10-¢ 


¥. H. Norton gave fox the owen sauce 


200° 400° 600° 800° 1000° 1200° 1400° 
Heat conductivity . 0:0034 0-0037 0-0039 0-0040 0-0040 0:0041 0-0041 


H. Kopp found the sp. ht. of chromite to be 0-159 between 16° and 47°. HE. D. Clark, 
and G. Spezia found that chromite fuses in the oxyhydrogen flame. A. Brun found 
samples of chromite with m.p., respectively, 1670° and 1850°. C. Doelter considered 
these results too high and gave 1450° for the m.p. of a sample from Kraubath 
and added that the mineral was liquid at 1600°. The m.p. of the mineral naturally 
depends on the proportion of iron, etc. E.S. Larsen found the index of refraction 
to be 2-08 to 2:10. W. W. Coblentz observed that the ultra-red reflecting power 
of chromite is uniformly 4 per cent. between wave-lengths Iu and llu. A. de 
Gramont studied the spark spectrum. W. T. Wherry found chromite to be a 
good radio-detector. T. W. Case said that chromite is a poor electrical conductor, 
and the conductivity is not affected by exposure to light. K. Fischbeck and 
EK. Einecke found the resistance to be about 22104 ohms. R. D. Harvey studied 
this subject. Chromite is not magnetic, but it may appear to be magnetic if 
contaminated with magnetite. H. F. Herroun and H. Wilson gave 79 x 10~6 mass 
units for the magnetic susceptibility ; and F. Stutzer and co-workers gave 244 x 10~6 
units for the coeff. of magnetization. H. A.J. Wilkens and H. B. C. Nitze discussed 
the magnetic separation of chromite. E. von Federoff observed pseudomorphs 
of hematite after chromite. According to E. Zalinsky, acids are without action 
on chromite; finely powdered magnetite was dissolved by hydrofluoric acid 
under conditions where chromite was not attacked. On the other hand, G. Piolti 
said that 200 c.c. of sulphuric acid, mixed with an equal vol. of water, dissolved 
13-42 per cent. of chromite in about 56 hrs.; and a soln. of oxalic acid in the same 
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time formed a green soln. Y. Kato and R. Ikeno discussed the processes for decom- 
posing chromite. 

R. J. Elliot obtained dark green cobalt chromite, Co(CrO,)2, by precipitating 
a mixed soln. of equimolar parts of chrome-alum and cobalt chloride by sodium 
carbonate. The product is non-magnetic. G. Natta and L. Passerini obtained 
cobalt chromite and found that the length of unit cell of the spinel type is a=8-31 A.; 
the vol. is 57410724 c.c.; and the sp. gr. 5-14. J. A. Hedvall heated a mixture 
of cobalt and chromic oxides and obtained octahedral crystals of cobalt chromite 
which are but little attacked by acids. K. Fischbeck and HE. Einecke prepared 
cobalt chromite by sintering a mixture of the component oxides; and similarly 
also with nickel chromite, Ni(CrO,),. R. J. Elliot also obtained nickel chromite 
by a process analogous to that used for the cobalt salt. The greyish-green nickel 
chromite is non-magnetic. 8. Veil found that the magnetization coeff. of mixtures 
of the constituent oxides show maxima corresponding with the pure chromites. 
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§ 12. Intermediate Chromium Oxides 


A number of oxides, with compositions intermediate between those of chromic 
oxide, Cr,O03, and chromic anhydride, CrO3, has been reported. These oxides 
include CrsO9, CrgO;, CrgOg, Crs013, Crs012, and CrgO,;. They are sometimes 
represented as chromium chromates. Their individuality is not well established. 
K. Honda heated chromium trioxide in an apparatus recording the losses in weight 
in terms of the movement of an indicator onascale. There is first the expulsion 
of moisture, and, at about 300°, CrgO 1; is formed ; then, at 420°, Cr;Og; and, at about 
450°, chromic oxide, Cr,03. The results agree with the magnetic observations 
of K, Honda and T. Sone,! who found that at about 280°, Crg0,, is formed and at 
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420°, Crg03; while between 300° and 400°, the strongly paramagnetic Cr,0j,, 
and the ferromagnetic Crz,O9 are present as a mixture. A. Simon and T. Schmidt 
could not obtain these oxides. They observed only two intermediate oxides, as 
illustrated by Fig. 22, namely, chromium pentitatridecoxide, Cr;O,3, and chromium 
pentitadodecoxide, Cr;O 9. The other intermediate oxides reported in the literature 
either do not exist or are too unstable to appear under these conditions. 

The first member, chromium pentitenneaoxide, Cr;O,, or 2Cr,03.CrO3, was 
obtained by F. Wohler by passing the vapour of chromyl chloride through a tube 
at a temp. between 300° and dull redness. If the temp. be too high, free chromic 
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oxide is formed; and A. Geuther and V. Merz said that if it be too low, free 
chromic anhydride will be present. A. Geuther and V. Merz also obtained a 
small yield of this oxide by heating chromic anhydride alone, or in a current of 
oxygen. According to O. Popp, an enneahydrate, 2Cr,03.CrO3.9H,0, is produced 
as a brown mass when a soln. of sodium thiosulphate, with potassium dichromate 
is boiled. E. Kopp said that this product is the CrgQ ;-oxide. According to 
L. Blane, if precipitated chromic oxide, a-Cr,03, be heated to 230° for some time 
it passes into chromium dioxide, CrO,, and if this product be hydrolyzed, it forms 
amorphous or a-Cr;O0,; and if this product be heated between 350° and 40U°, 
it forms a mixture of crystalline or B-Cr;O9, and 6-Cr,03. At 450°, this reaction. 
is instantaneous with the evolution of much heat. At 300°, the reaction 
2a-Cr;09+0,-+10CrO, occurs; and at 350°, 10CrO,—>2Cr;09+05. According 
to L. Blanc, if a salt of tervalent aluminium, iron, or chromium be added to a soln. 
of a neutral chromate, and the precipitate be washed with boiling water, yellow 
aluminium chromate, 2A1,03.CrO3; or brown ferric: chromate, 2Fe,03.CrQsg ; 
or brown chromic chromate, 2Cr,03.CrO3, is formed as the case may be. It is 
therefore inferred that the pentita-enneaoxide is a chromic chromate. lL. Blanc 
and G. Chaudron assumed that there are two forms of Cr;O,9 with a transition temp. 
at 440°—vide supra, chromic oxide. A. Geuther and V. Merz observed that the 
Cr;O9-oxide furnishes rhombic prisms paler in colour than chromic oxide, and having 
a violet tinge. The sp. gr. is 4:0 at 10°; and they considered that F. Wohler’s 
amorphous, black powder was probably the impure oxide. F. Wohler said that 
the compound is magnetic, but, added EH. Wedekind and K. Fetzer, not so magnetic 
as manganese phosphide. While F. Wohler thought the magnetic oxide of 
chromium is Cr30,; A. Geuther and V. Merz, Cr;O,; and I. Schukoff, Cr,Ov, 
L. Blanc showed that the magnetic oxide is probably an unstable variety of Cr;O, 
intermediate between the a- and f-forms. The magnetic susceptibility with 
between 0 and 200 gauss is nearly equal to that of magnetite. K. Honda and 
T. Sone gave for the magnetic susceptibility, y, with a field of strength H gauss: 


jm Ree ; . 294 646 1306 2012 3064 6682 9260 
x ‘ : ce soa tS) 640 487 408 300 137 99 


According to I. Schukoff, the intermediate oxides obtained by heating chromyl 
chloride or chromic anhydride are magnetic or not, according to the conditions. 
If the decomposition is controlled so that the temp. does not rise above 500°, 
the oxides obtained are only feebly magnetic. On heating, however, to 500°-510°, 
13-14 per cent. of oxygen is evolved, and the black mass, which has the composition 
2CrO3.Cr,03, is strongly magnetic. An oxide of the same composition, but 
prepared at 450°, was very feebly magnetic. A crystalline magnetic oxide was 
obtained by the decomposition of chromyl chloride; when ignited, it loses only 
3-4-4 per cent. of oxygen. According to F. Wohler, the Cr;O9-oxide is reduced 
to chromic oxide when heated in hydrogen ; and when heated in air, it forms green 
chromic oxide, and is then no longer magnetic. A. Geuther and V. Merz also 
found that the oxide is slowly reduced to chromic oxide when heated in air; 
it is insoluble in hydrochloric and nitric acids, in aqua regia, and in a mixture 
of nitric and hydrofluoric acids; boiling alkali-lye slowly decomposes it into 
chromic oxide and chromic anhydride; and it is easily decomposed by fused 
alkali hydroxides. 


According to M. Traube,? when chromic anhydride is exposed on a glass plate, it dries 
to a brown crust which is insoluble in water, and adheres strongly to the glass. Its com- 
position agrees with chromium octitapentadecaoxide, Cr,O,,, or 2Cr,O,.3CrO;; and it is 
supposed to be produced by the action of the dust in the air. It can be obtained by 
treating a moderately dil. soln. of chromic acid at ordinary temp. with an excess of alcohol, 
and heating the mixture after the evolution of aldehyde has ceased. Part of the oxide 
settles quickly and part remains in suspension for some weeks. The precipitate is 
boiled until the smell of acetic is evident, then agitated with water, and lastly with alcohol 
until nothing is dissolved out by either liquid. The dried product is a greenish-brown 
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powder; before drying, the product is readily dissolved in hydrochloric and nitric acids, 
and alkali-lye, but less readily in acetic acid. Ammonia precipitates hydrated chromic 
oxide from the soln. in acids. A. Simon and T. Schmidt observed that when Cr,0,,.nH,O 
is heated, water and oxygen are simultaneously given off between 100° and 400°. The 
brown powder obtained by C. F. Rammelsberg by mixing soln. of chrome-alum and potas- 
sium dichromate was considered to be the enneahydrate, 2Cr,03.3CrO3.9H,O ; but C. W. Eliot 
and F.. H. Storer showed that it is probably a mixture. 


L. N. Vauquelin 3 prepared brown oxide of chromium, or chromium dioxide, 
Cr.03.CrOg, or Cr,O04, or CrOz, or chromyl chromate, (CrO),CrO,4, by heating chromic 
nitrate until all the nitric acid is expelled, repeating the treatment with nitric 
acid, and finally heating the product short of redness; F. Brandenburg employed 
a similar process. M. Z. Jovitschitsch heated the nitrate to 290°; and L. Blanc 
heated amorphous chromic oxide to 280°—vide supra. A. Maus added that the 
temp. required to expel all the nitric acid results in the formation of chromic 
oxide. The product obtained by heating hydrated chromic oxide below redness, 
in air—to 200°—250°, according to H. Lowel—is, according to M. Kriiger, chromium 
dioxide but C. W. Eliot and F. H. Storer, and M. Siewert said that this product 
is only a mixture. H. Moissan, and W. Manchot prepared this oxide by heating 
hydrated chromic oxide to 330°-440° in a current of oxygen; M. Z. Jovitschitsch 
said that anhydrous chromium chromate cannot be prepared by heating the 
hydrated oxide since decomposition occurs before the last mol. of water is expelled. 
G. N. Ridley obtained it by heating chromic anhydride to 250° ; by passing sulphur 
dioxide over heated chromic anhydride; and by gently heating a mixture of 
chromic anhydride and phosphorus in a crucible until all takes fire. H. Moles 
and F. Gonzalez prepared the dioxide by heating ammonium dichromate to 225° ; 
and HK. Maumené, by heating ammonium chromate to 204°. 

A number of hydrates of chromium dioxide has been reported. According 
to C. W. Hliot and F. H. Storer, the compound is not produced by boiling an aq. 
soln. of ammonium chromate ; nor as indicated by L. N. Vauquelin, and H. Moser, 
by passing chlorine through a soln. of a chromic salt, and precipitating with potash- 
lye; nor, as indicated by H. Schiff, by treating hydrated chromic oxide, or violet 
chromic chloride with bleaching powder. K. Seubert and J. Carstens assumed 
that chromium dioxide is formed as an intermediate stage in the reduction of 
chromic anhydride by an iodide, or by hydrazine ; but R. Luther and T. F. Rutter 
preferred the assumption that the reduction proceeds through stages involving 
sexl-, quinque-, quadri-, and ter-valent chromium. The reaction was also discussed 
by W. L. Miller. According to A. Maus, hydrated chromium dioxide is formed 
by digesting hydrated chromic oxide with a soln. of chromic acid—not in excess. 
A. Maus obtained it by digesting a hot soln. of potassium chromate with chromic 
chloride, A. Bensch, with chromic sulphate, and C. W. Eliot and F. H. Storer, 
with chrome-alum. IE. Schweitzer, P. Grouvelle, and C. W. Eliot and F. H. Storer 
treated a soln. of potassium dichromate with nitric oxide ; O. Popp, and HE. Kopp, 
with sodium thiosulphate; G. N. Ridley, with stannous chloride; A. Vogel, 
and L. Godetroy, with alcohol ; J. W. Swan, with organic substances ; and H. Schiff, 
with oxalic acid. T. E. Thorpe obtained it by treating a soln. of chromium 
hexoxydichloride with ammonia. P. A. Meerburg found that colloidal chromium 
dioxide is formed when a soln. of chromic acid is treated with potassium iodide. 
The colloid is slowly modified with a decreased absorptive power. The amount 
of water absorbed over conc. sulphuric acid at ordinary temp. is greater than at 
100°. A rise of temp. over 100° increases the loss of water, and decreases the 
absorptive power. 

According to A. Vogel, the product dried at 100° is the dihydrate, CrOg.2H,0, 
while L. Godefroy represented it as a hemitrihydrate, CrO,.14H,O, which he sym- 
bolized (HO)3==Cr—O—Cr==(OH),. W. M. Horton found that by heating 
ammonium dichromate in air below 190° a hemihydrate, 2CrO2.H,O, is formed 
as a black powder. J. J. Berzelius supposed the brown oxide prepared by 
L. N. Vauquelin to be a definite oxide; T. Thomson, and J. M. Godon de St. 
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Menin seem to have regarded it as a mixture of chromic oxide and chromic 
anhydride; and J. F. John, C. W. Eliot and F. H. Storer, J. W. Dobereiner, 
and A. Maus, as a feeble compound of green chromic oxide and chromic acid— 
namely, chromium chromate. According to M. Z. Jovitschitsch, when a soln. 
of chromic oxide in nitric acid is evaporated until excess of acid is removed and 
the residue is dissolved in water and treated with ammonia, a dark brown, almost 
black product is obtained, analyses of which are in agreement with the formula, 
Cr,(OH)g.H,0, or CrO3.Cr.03.7H,0. The loss of 1H,O over sulphuric acid, of 
2H,O at 105°, and of 6H,O at 205° is more readily explained by the former, but 
the chromium content and particularly the possibility of the preparation of 
anhydrous chromium chromate from the substance, favour the formula 
Cr.03.CrO3.7H,O. The analytical data agree equally well with those required 
for the peroxide, CrO,, but the readiness with which the substance is converted 
by ammonia, alkali carbonate, or hydroxide or by boiling water into chromium 
hydroxide and chromate is interpreted in favour of a salt-like constitution. 
W. Manchot and R. Kraus said that the product obtained by heating chromic 
hydroxide to 320° to 345° for several hrs. is a hygroscopic, black powder con- 
taining 6 to 7 per cent. of water. Its general properties are those of a peroxide 
and not of a chromic chromate, and the formula is probably O:Cr:0O. It thus 
differs from the peroxide, O : Cr.0.0.Cr: O, which appears as the primary product 
of the autoxidation of chromous oxide. The existence of this chromium dioxide is 
regarded as evidence in favour of the view that chromium is quadrivalent in 
chromium trioxide. A. Simon and T. Schmidt observed that oxygen is given off, 
and the dioxide passes into chromic oxide at 380°. E. Moles and F. Gonzalez 
gave for the magnetic susceptibility 42-2 10~6 units. 

Chromium dioxide is a dark grey, almost black, solid which gives off oxygen 
at 300° forming green chromic oxide. LL. and P. Wohler said that the decomposi- 
tion of chromium dioxide in vacuo begins at about 280°. When prepared by igniting 
hydrated chromic oxide, W. Manchot and R. Kraus found that it contained 
6 or 7 per cent. of water which is evolved along with oxygen at a red-heat, and 
chromic oxide remains. EK. Hintz found that when heated with chlorine, at about 
250°, it forms chromic and chromyl chlorides; when treated with water, it forms 
no chromic acid; but M. Martinon found that with hydrogen dioxide, oxygen is 
rapidly evolved at 68°, and the addition of a few drops of sulphuric acid results 
in the formation of blue perchromic acid. This agrees with the hypothesis that 
the dioxide is chromium chromate. H. Moissan, and W. Manchot and R. Kraus 
found that it reacts slowly with hydrochloric acid liberating chlorine; and it 
likewise reacts with hydriodic acid liberating iodine. M. Kriiger said that with a 
mixture of pyrosulphuric acid and sodium chloride, chlorine and not chromyl chloride 
is formed ; and with conc. sulphuric acid and sodium chloride, C. W. Eliot and 
F. H. Storer obtained chromyl chloride. H. Moissan, O. Popp, etc., found that it is 
soluble in sulphuric acid. W.Manchot and R. Kraus found that when warmed with 
sulphur dioxide, sulphur trioxide is formed ; and warm sulphurous acid is con- 
verted into sulphuric acid. OC. W. Eliot and F. H. Storer, O. Popp, etc., observed 
that chromic dioxide readily dissolves in dil. nitric acid ; the soln. is reddish- 
brown, and gives a dirty green precipitate with ammonia. W. Manchot and 
R. Kraus found that conc. nitric acid converts the dioxide into chromic acid. 
K. Hintz found that it is scarcely attacked by phosphorus pentachloride at 250°. 
A. Maus stated that a little arsenic acid converts the dioxide into chromic arsenate, 
which is soluble in an excess of arsenic acid. The dioxide is insoluble in ether, 
acetone, and other organic liquids; and O. Popp said that the dioxide dissolves 
with difficulty in acetic acid. M. Kriiger, W. Manchot and R. Kraus, etc., observed 
that boiling potassium or sodium hydroxide converts the dioxide into a soln. of 
alkali chromate, and a precipitate of hydrated chromic oxide. This simultaneous 
oxidation and reduction furnishes an illustration of the acidic and basic properties 
of chromium dioxide. A. Maus found that when digested with lead acetate in 

VOL, Sh. ; P 


210 INORGANIC AND THEORETICAL CHEMISTRY 


the presence of acetic acid, lead chromate and chromic acetate are formed. 
K. Maumené said that the brown oxide is soluble in ag. chromic acid, or in soln. 
of alkali dichromates, and when the brown soln. are diluted with water, the brown 
oxide is re-precipitated. 


I. Schukoff 4 heated chromic anhydride to 500°-510° and obtained chromium tetrita- 
enneaoxide, CryOy, or Cr,O3.2CrO;. The magnetic qualities of this substance disappear at 
120°-130°, and reappear on cooling. For Cr,03.6CrO;, vide infra, chromium dichromate. 
For chromium pentitatridecoxide, Cr,O,;, vide supra. The heating curve of A. Simon 
and T. Schmidt is shown in Fig. 22, and the dissociation press. in Fig. 23. According 
to J. W. Débereiner, and M. Traube, chromium pentitadodecoxide, Cr,;O,,, or Cr,O3.3CrOg, 
i.e. normal chromium chromate, or chromic chromate, Cr,(CrO,)3, is formed when chromic 
anhydride is heated to about 250°. By boiling the product with water, or after standing 
a long time in contact with that liquid, it is converted into a soluble modification. The 
other reactions resemble those obtained with the preceding oxide. A. Simon and .- 
T. Schmidt’s heating curve is shown in Fig. 22, and the dissociation press. curve in Tig. 23. 
G. Rothaug’s observations were discussed in connection with the oxidation of chromic 
oxide. S. Takegami observed that chromic chromate is sometimes deposited in a colloidal 
form on the cathode during the electrolysis of soln. of chromic acid. This occurs when the 
ratio of ter- to sexivalent chromium is 1: 0-5. Observations were previously made by 
KE. Miller and co-workers who regard the film as Cr,(OH),CrO,—~de supra, the deposition 
of chromium. A. Maus found that chromium hexitapentadecaoxide, Cr,O,;, or Cr,O03.4CrOs,, 
is formed when a hydrated chromic oxide or chromic carbonate is dissolved in a cold, aq. 
soln. of chromic acid, and, the soln. evaporated. The brittle, horny product is permanent 
in air, and dissolves without change in alcohol; the soln. may be evaporated a number of 
times at 100° without decomposition, but A. A. Hayes observed that if kept for a long time 
at that temp. the compound becomes insoluble. K. Honda and co-workers obtained this 
product by heating chromium trioxide to 280°, and they said that its magnetic suscepti- 
bility at room temp. is 14°2x10—® C. D. Braun treated a conc. aq. soln. of potassium 
ferrocyanide with potassium dichromate, and on evaporation obtained a resinous mass of 
the dodecahydrate, Cr,O0,5.12H,0O. 


C. W. Eliot and F. H. Storer summed up the result of their examination of 
these intermediate oxides by saying: “ There is not a particle of evidence of the 
existence of any chromate of chromium containing more than one equivalent of 
chromic acid.” The position is very nearly the same to-day. 

According to J. Heintze,> by passing a slow current of ammonia into a dil. 
chloroform soln. of chromyl chloride and by evaporating the solvent, there remains 
brown ammonium chromochromate, NH,0.CrO,.0.Cr.0.CrO,.ONH,, which loses 
water and ammonia when heated, forming chromic oxide. The salt forms a 
brownish-yellow soln. with water, but it is insoluble in alcohol, ether, chloroform, 
and glacial acetic acid ; it dissolves in cone. acids, and the acid soln., when diluted 
with water, deposits the original salt as a brown powder. The salt is decomposed 
by soda-lye, giving off ammonia. J. Heintze prepared potassium chromochromate 
in an analogous manner, but neither A. Leist, nor A. Werner and A. Klein could 
verify this. D. Tommasi reported potassium chromic hydroxychromate, 
K,CrO4.2Cr(OH)CrO4, to be formed by the action of nitric oxide on a soln. of one 
part of potassium dichromate in 2 parts of fuming nitric acid, at 70°; evaporating 
the product to dryness on a water-bath ; extracting with hot water; and drying 
at 150°. The violet-brown, amorphous powder is without taste or smell; its 
sp. gr. at 14° is 2°28; it melts at 300°, and decomposes: K,CrO4.2Cr(OH)CrO, 
=2Cr,03-+K,CrO4,+-H,0+30. When mixed with potassium chlorate it does 
not detonate by percussion, but it burns vigorously when heated. It is insoluble 
in water, alcohol, and acetic acid; conc. nitric acid has very little action in the 
cold, but when heated the salt is partially oxidized. The salt is not attacked 
by cold, conc. sulphuric acid, but the hot acid forms a green soln. ; and with hot, 
conc. hydrochloric acid, chlorine is evolved. 
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§ 13. Chromium Trioxide, and Chromic Acid 


The oxidation of chromic oxide, or hydrated chromic oxide furnishes chromium 
trioxide, or chromic anhydride, CrO;; it was discovered by A. Mussin-Puschkin,! 
and afterwards investigated by L. N. Vauquelin, H. Moser, and J. B. Richter. 
Chromic oxide is oxidized to chromium trioxide, as previously indicated, by heating it 
in the presence of bases in air. J. Milbauer found that with oxygen at 12 atm. press., 
and 300°, only a partial conversion of chromic oxide to chromium trioxide occurs ; 
and the conversion is complete at 460° and 12 atm. press. in the presence of the 
oxides of silver, magnesium, zinc, cadmium, and lead. The oxidation occurs more 
readily than with oxygen if chromic oxide be heated with oxidizing agents—e.g. 
alkali nitrate, chlorate, dioxide, etc. A. Mailfert found that ozone converts 
chromic hydroxide into chromium trioxide. In alkaline soln., chromic oxide or 
hydroxide is oxidized to the trioxide by chlorine or hypochlorite (A. J. Balard, 
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H. Vohl), fluorine (F. Fichter and E. Brunner), bromine (F. H. Storer, F. Melde), 
iodine (E. Lenssen), hydrogen dioxide or alkali dioxide (KH. Lenssen), potassium 
persulphate (H. Marshall, and D. M. Yost), potasstum ferricyanide (HK. Lenssen), 
potassium permanganate (A. Reynoso, 8. Cloez and EH. Guignet, and EH. Bohlig), 
perchloric acid (J. J. Lichtin), lead dioxide (G. Chancel), manganese dioxide 
(F. H. Storer), mercuric oxide (F. H. Storer), copper oxide (O. W. Gibbs), and silver 
oxide (D. Meneghini). In acidic soln., according to F. H. Storer, A. Terni, and 
M. Salinger, chromic oxide is oxidized by potassium permanganate, or by lead or 
manganese dioxide; and, according to M. Holzmann, by ceric nitrate. O. Stumm 
found that chromic salts in alkaline soln. can be oxidized by molecular oxygen, 
using manganese hydroxide, copper hydroxide, cerium hydroxide, silver oxide and 
iodide, and amalgamated copper as catalytic agents. For the electrolytic oxidation, 
vide supra, the extraction of chromium. 

K. Fischbeck and E. Einecke found that the cathodic polarization of ferrous, 
cuprous, calcium, and magnesium chromites produces chromic acid, whilst the other 
chromites are unaffected, and natural chrome ironstone behaves in a like manner, 
but other commercial chromites are reduced on cathodic polarization, and yield 
chromic acid on anodic polarization. Chromites behave as an intermediate elec- 
trode. O. Unverdorben observed that chromyl fluoride, prepared by heating a 
mixture of fluorspar, lead chromate, and sulphuric acid, when passed into water, 
furnishes an aq. soln. of this oxide. The soln. was treated with silver nitrate, and 
the washed precipitate of silver chromate decomposed by hydrochloric acid. 
A. Maus said that anhydrous sulphuric acid or fuming sulphuric acid is not suited 
for the preparation because of its volatilization with the chromyl fluoride. 
J. J. Berzelius employed a somewhat similar process using either lead or barium 
chromate. A. Maus treated a hot soln. of potassium dichromate with insufficient 
hydrofluosilicic acid to precipitate all the potassium ;: the filtered soln. was 
evaporated and again treated with hydrofluosilicic acid, and evaporated to dryness 
in a platinum dish. The residue was taken up with a little water, filtered, and 
evaporated for chromic anhydride. D. G. Fitzgerald and B. C. Molloy precipi- 
tated the potassium as potash-alum by adding aluminium sulphate, and removed 
the sulphuric acid by ignition. J. Fritzsche added a warm soln. of potassium 
dichromate to an excess of conc. sulphuric acid; the chromic anhydride separates 
in small red crystals. The liquid is drained from the crystals, which are then 
dried on a porous tile over sulphuric acid. The crystals are then recrystallized 
from an aq. soln. P. A. Bolley said that the chromic anhydride so prepared 
contains a little sulphuric acid as impurity and the Metals Protection Corporation 
removed the sulphate by means of barium hydroxide, carbonate, or chromate. 
R. Bunsen, A. V. Rakowsky, A. Dalzell, F. Dietze, O. Ficinus, H. Moissan, 
A. Schafarik, M. Traube, J. Voisin, G. Vulpius, R. Warmeton, and E. Zettnow 
employed modifications of these processes. 

G. P. Baxter and co-workers purified chromium trioxide suitable for at. wt. deter- 
minations by repeated filtration, and recrystallization from aq. soln. M. Siewert 
treated barium chromate with nitric acid, crystallized out the barium nitrate ; 
removed the nitric acid by evaporation to dryness ; and recrystallized the product. 
HK. Duvillier used a similar process, and afterwards substituted lead chromate for 
barium chromate. K. F. W. Meissner, F. Kuhlmann, J. W. Dobereiner, and 
W. A. Rowell treated barium chromate with sulphuric acid; and A. Schrétter, 
lead chromate. The filtered liquid in each case was evaporated for crystallization. 
J. Thomsen, and J. Krutwig similarly treated silver chromate with hydrochloric 
acid. A. Mailfert found that chromium trioxide is formed when soln. of chromic 
salts or chromic oxide are treated with ozone. M. Prud’homme and F. Binder 
observed that if barium chloride is added to a soln. of barium dichromate, normal 
barium chromate is precipitated, and potassium chloride and chromic acid remain 
insoln. In preparing chromic acid, V. V. Polyansky first obtained calcium chromate 
by addition of calcium hydroxide paste, followed by calcium chloride soln., to 
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aqueous sodium dichromate ; the mixture is concentrated on the water-bath, the 
precipitate of calcium chromate being collected and dried. Two parts of the aq. 
soln. is treated with one part of sulphuric acid (sp. gr. 1-84), kept on the water-bath, 
decanted, and this procedure repeated until no more calcium sulphate is precipitated, 
when chromic anhydride is crystallized. The product is treated with nitric acid 
(sp. gr. 1-4), and dried at 60°-100°. 

For the electrolytic oxidation of soln. of chromic salts to chromic acid or the 


chromates, vide supra. According to E. Miiller and M. Soller, a soln. of chrome- 


alum in N-H,SO, is not appreciably oxidized to chromic acid with a smooth platinum 
anode, but when traces of a lead salt are present in the soln., lead dioxide is deposited 
on the anode, and oxidation then occurs. About one-third of the oxidation which 
occurs with a lead dioxide anode occurs when an anode of platinized platinum is used. 
With a lead dioxide anode, the oxidation occurs quantitatively in fairly conc. soln. 
of chrome-alum, when the current density is not too high—about 0-005 amp. per 
sq. cm. is suitable. The difference in the results is not due to the lead dioxide 
anode having a higher potential than the platinum anode, since the reverse is rather 
the case. The effect is attributed to the catalytic action of lead dioxide which 
oxidizes the chrome-alum chemically. P. Askenasy and A. Révai showed that in 
regenerating soln. of chromic sulphate, at first, when the conc. of the chromic acid 
is small, it is better to use low-current densities at the cathode, and to increase the 
current density as the conc. of chromic acid increases. Temp. has little influence 
on the process. The addition of magnesium sulphate prevents a reduction at the 
cathode when dil. soln. and low current densities are employed, but if there is only 
a small percentage of chromic acid present it has the opposite effect, and if high 
current densities are used, it has no effect. The influence of chromium sulphate is 
to prevent reduction with both high and low-current densities except in soln. which 
contain very little chromic acid. The addition of sodium and potassium sulphates 
is without influence on the reaction. Dilution is favourable to the oxidation under 
all circumstances, but more especially with high-current densities and in the presence 
of magnesium sulphate when low-current densities are employed. A high cone. 
of sulphuric acid has a slightly favourable action. A. R. y Miro found that the 
presence of potassium fluoride favours the electrolytic oxidation of chrome-alum 
to potassium dichromate. 

It is doubtful if hydrated chromium trioxide has been prepared in the solid 
state. H. Moissan ? said that if an almost sat. aq. soln. of chromium trioxide be 
kept for several hrs. at about 90°, and then cooled below 0°, small red crystals of 
chromic acid, H,CrO,, collect on the walls of the containing vessel. This does not 


agree with J. J. Berzelius’s observations, while F. Mylius and R. Funk, T. Costa, 


and HK. Field were unable to confirm H. Moissan’s observation. H.C. Jones showed 
that the f.p. of aq. soln. of chromium trioxide agreed with the assumption that 
the solvation for soln. with m mols of CrOg per litre, can be represented by the mols 
of water in combination with a mol of CrO,: 


Mols CrO, per litre . 0-10 0-50 1-00 2-00 3:00 4-00 
Mols H,O per mol CrO; . 27:8 20-6 ETT el S95 11-65 10-41 


The crystals are chromium trioxide, CrOz, not chromic acid, H,CrO,. The 
solubility of chromium trioxide in water was measured by R. Kremann who found 
that sat. soln. at 6° contained S grms. of CrOs per 100 grms. of soln. 


~74-0° —64:0° —52-0° — 43:0° — 28:3° se i ee -U Uf 
Duvina : - 55:00 54-00 52-00 49-10 40-80 30-20 8-00 


There is a eutectic at —105° with 57-2 per cent. of CrO3. EH. H. Biichner and 
A. Prins gave —155-0° for the eutectic with 60-5 per cent. of CrO3. At higher temp. 
J. Koppel and R. Blumenthal, F. Mylius and R. Funk, and R. Kremann found : 
0° 15° 30° 50° g2° 100:0° —-:127-0° 
rs eager : kee 62°40 62-52 64-60 66-00 67:40 71-20 
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The results of E. H. Biichner and A. Prins are plotted in Fig. 24; there is no sign 
of the formation of a definite hydrate. C. F. Hiittig and B. Kurre also failed to 
find any evidence of the formation of any definite hydrate. Analyses of chromium 
trioxide by L. N. Vauquelin, 8. M. Godon de St. 
Menin, C. F. Rammelsberg, J. J. Berzelius, and 
A. Schrétter are in agreement with the empirical 
formula CrOg,. W. Ostwald’s observations on the 
electrical conductivity, and the lowering of the 
f.p. indicate that the molecular weight in aq. soln. 
of chromium trioxide corresponds with dichromic 
acid, H,Cr,0,; and this is in agreement with a 
BL | aig Ug TARE aS comparison of the absorption spectra of aq. soln. 
Per cent. Cr; of chromium trioxide and potassium dichromate, 
wh ata for H. Settegast found these spectra are very 
Pea cermin ee reset of much alike. According to R. Abees and A. J. Cox, 
the electrical conductivity and f.p. of soln. of the 
dichromates agree with the assumption that dichromic acid, H,Cr,0,7, chromic 
acid, HjCrO,, and chromium trioxide are present. EH. Spitalsky, however, inter- 
preted the results of his observations on the ionization of the aq. soln. to mean 
that the soln. is ionized H,Cr.0,=2H'+Cr,0,”.. The resolution of the dichromate 
into chromate ions was not observed with a mol of CrOz in 5800 litres. E. Field’s 
observations on the raising of the b.p. of aq. soln. indicate a mol. wt. of 171-85 
when H,CrO, requires 118-4, and H,Cr,O7 requires 218-8. T. Costa’s ebulliscopic 
measurements show that soln. which are not too concentrated, at 100° contain 
H,Cr,0,, not H,CrO,; and that a soln. of chromic acid has the same electrical 
conductivity when cooled to 0° either directly or after heating to 100°, so that no 
chromic acid, H,CrO,, is formed in soln. K. Seubert and J. Carstens explained 
the action of hydrazine on the assumption that the soln. contained H,Cr.Ovz, or 
Cr,0,"-ions. M. 8S. Sherrill found that the fp. of soln. of ammonium chromate 
agreed with the assumption that HCrQ,’-ions are present. W. V. Bhagwat and 
N. R. Dhar, N. R. Dhar, and F,. Auerbach assumed the existence of HyCrO, in 
aq. soln. H. Lessheim and co-workers, and P. Niggli discussed the electronic 
structure. 

The generally accepted view—vide supra—is that chromium is sexivalent in 

the trioxide ; but W. Manchot supposed that it is quadrivalent : 


WA ‘O we O 
O = CG < = e 
T \ O O Cr NO 
Sexivalent Cr Quadrivalent Cr 


he supported this hypothesis by comparing the reactions of the trioxide with those 
of the peroxides, but R. Luther and T. F. Rutter did not agree. A. Geuther 
supposed that the polychromates are salts of hypothetical polychromic acids : 


O\,.70\,,,0H OY, /O\? , /OH ONE / OA ORE 
0o7®\0/"\ on ODO box OE oZXo/ oxo» Cate 
Dichromic acid. Trichromic acid. Tetrachromic acid. ~ 


A. Miolati represented chromic acid on the co-ordination theory by H,[CrO,], 
and the polychromic acids by H.[Cr(Cr0,)O3], in which the oxygen atoms of the 
Os-group are replaced by CrQ,-radicles : 


CrO,) (CrO,) (CrO,) 
H. | ex, 4 H 4/2 H 4/3 
eee Oe 2] Oro 
Dichromate, —H,Cr,0,. Trichromate, —H,Cr30;. Tetrachromate, —H,Cr,0,3. 


In addition to a number of inorganic polychromates, R. Weinland and H. Staelin 
prepared dichromates of quinoline and guanidine ; and trichromates of quinoline, 
pyridine and guanidine. A. Werner represented dichromic acid as a derivative 
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of dimolecular chromium trioxide (CrO3)., and on his co-ordination theory, dichromic 


acid becomes: 
O O 
OGr fie OGEs ocO4n, 


O O 


The physical properties of chromium trioxide.—The evaporation of the aq. 
soln. of chromium trioxide furnishes a dark red mass. The colour was found by 
-F. Rinne 3 to darken with a rise of temp., and to be restored on cooling. When the 
trioxide is crystallized in the presence of sulphuric acid, dark red, needle-like crystals 
are formed, which, according to A. KE. Nordenskjéld, are rhombic bipyramids with 
the axial ratios a:b: c=0-692:1:0-628. The fused trioxide furnishes a hard, 
brittle, coral-red, crystalline mass, which forms a scarlet-red powder. L. Playfair 
and J. P. Joule gave 2-676 for the specific gravity of the crystallized trioxide ; 
C. H. D. Bodeker gave 2-737 at 14°, and for that which had been fused, 2-629 at 
14°, while A. Schafarik gave 2-819 at 20°; W. A. Roth and G. Becker, 2-80 at 21° ; 
and HK. Zettnow, 2°775 to 2-804. H. C. Jones and H. P. Bassett measured the 
sp. gr. of soln. with from 0-10 to 4:00 mols of CrOs, per litre with the idea of cal- 
culating the solvation of chromium trioxide in soln.—vide supra. The sp. gr. of 
aq. soln. of the trioxide were determined by D. J. Mendeléeff, and Ki. Zettnow ; the 
following are averages of the two sets of observations, at 15° : 


CrOae <7276 10 15 20 30 40 50 60 per cent. 
Speer. 10365, 1-0760 . 1-1185. 1°:1640 | 1-2680 1-3780. 1:5110 1-656 


H. R. Moore and W. Blum found the sp. gr. at 25° of soln. of chromic acid con- 
taining at 25°, C mols of CrOg per litre: 


Cs) Si2 2 3 4 5 6 7 8 9 10 
Sp. gr. . 11-0125 1-1383 1-2041 1-2699 1-3358 1-4016 1-4674 1-5332 1-5990 1-6648 


W. Biltz discussed the mol. vol. ; and C. del Fresno, the contraction in vol. which 
occurs when the compound is formed. The viscosity, 1 (water unity) dynes per 
cm. for aq. soln. of chromium trioxide containing w grm. CrO3 per 100 grms. of 
water, is: 


pe § ® 111-4 72-86 51-38 29-59 
17 1-482 1:195 1-110 1-057 
igo J @ 98-8 71-01 35-92 16-71 
v7 1-5116 1-2849 1:1017 1:0349 
o5° ) ® 147-4 89-40 42-68 12-05 
ln 2-3360 1-4880 1-1360 1-024 
49° § 111-4 72-86 51-38 16-55 
dn 1-328 1-164 1-1055 1:027 


S. A. Mumford and L. F. Gilbert found the sp. gr..of soln. of chromic acid containing 
M mols per litre at 25°/4°, to be: 


M : seri Leek hy 208, 5:176 2°322 0-842 0-206 0-060 0-013 

Sper. ¢ - 1-7042 1-48385 1-3479 1-1530 1-0602 1-0119 1-0012 0-9981 
and at 45°/4° : 

M : 5 10°768 7-034 5-890 2°829 2-069 1-082 0-459 0-226 

Spar. . 16954 1:4593 1-3813 1:1831 1-1306 1-0599 1-0226- 1-0063 


G. G. and I. N. Longinescu calculated the sp. gr. of the soln. considered as a binary 
mixture. C. del Fresno, and D. Balareff studied the mol. vol. R. Dubrisay 
measured the surface tension during the progressive neutralization of chromic acid 
soln. by soln. of sodium hydroxide, and by ammonia, and found that chromic acid 
differs from a strong dibasic acid, such as sulphuric acid, in exhibiting a constant 
surface tension only until the first acid function is neutralized, after which the 
surface tension decreases gradually but slightly until the second is neutralized, 
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when, as usual, a great decrease occurs. T. Graham made observations on the 
rate of diffusion of chromium trioxide in aq. soln. 

The specific heat of aq. soln. of chromium trioxide, between 21° and 53°, was 
measured by J. C.G.de Marignac.4 HE. H. Buchner and A. Prins gave for soln. with 
the molar ratio CrOsg : nH,O: 


an = . 3:55 5-02 O41 25-2 50 87-9 100:5 200 
Sp. ht... 0:b06 0:557 0-665 0-803 0-876 0-927 0-942 0-970 


The last two sets of data are by J. C. G. de Marignac. The subject was discussed - 
by N. de Kolossowsky. O. Unverdorben, J. J. Berzelius, H. Moissan, E. Hintz, 
and A. Schafarik observed that when chromium trioxide is heated, it becomes 
almost black and then melts to a reddish-brown liquid. M. Traube gave 180°-190° 
for the melting point; F. M. Jager and H. C. Germs, 198°; and E. Groschuff said 
that the trioxide melts at 196° with a little decomposition, and that the molten 
mass can be easily under-cooled 26°; HE. Zettnow gave 170°-172° for the f.p., and 
said that on solidification, the temp. may rise to 193°; and that there is a large 
contraction on solidification. The freezing points of aq. soln. of chromium trioxide 
are indicated in Fig. 24. J. Koppel and R. Blumenthal gave : 
Cron”: ; se | 28°6 44-4 50-0 54-5 per cent. 
Freezing point : — 6° —9-3° . —24° — 36° — 51° 
and W. Ostwald, and R. Abegg and A. J. Cox made observations on the mol. lowering 
of the f.p. of aq. soln. H.C. Jones and H. P. Bassett found that with soln. con- 
taining m mol of CrOg per litre, the lowering of the f.p. was: 
m : ‘ 0-10 1-0 2-5 4-00 
Hall ot tap a. ; one iay ive 6:78° 9-00° 14-40° 

HK. Cornec measured the lowering of the f.p. of aq. soln. of chromic acid during 
its progressive neutralization with sodium hydroxide. There is a break in the 
curve corresponding with the formation of the dichromate, and another break 
corresponding with the chromate. J. J. Berzelius, A. Schafarik, H. Moissan, and 
HK. Hintz noticed that when heated to near the b.p. of sulphuric acid, chromium 
trioxide volatilizes forming reddish fumes. O. Unverdorben, A. Schafarik, and 
J. J. Berzelius observed that chromium trioxide decomposes above its m.p. into 
oxygen and chromic oxide with a glow, but if the chromium trioxide has been 
obtained by evaporation no glowing occurs. H. Arctowsky said that decom- 
position occurs at 200°; and J. Schukoff added that the trioxide decomposes 
with deflagration at 300°, with the evolution of oxygen. LL. and P. Wohler said 
that below 1200°, the reaction 2CrO,=Cr,03+30 is not reversible and is probably 
exothermal; but in the presence of potassium sulphate, at 1000°, the reaction, 
2K5S04,+Cr,03+30=2(K,S0,.CrOg), is reversible, and at 1009°, the press. of the 
oxygen is 878 mm. ; at 1029°, 785 mm. A. Simon and T. Schmidt’s heating curve, 
and dissociation press. curve are shown in Fig. 22. K.8. Nargund and H. HE. Watson 
found that 2 hrs.’ heating at 300° resulted in a 28 per cent. decomposition ; at 350°, 
48 per cent. ; at 400°, 52 per cent.; at 550°, 100 per cent.; 9 hrs. at 350°, 52 per 
cent., and 18 hrs. at 350°, 55 per cent. R. Read observed that in the non-luminous 
flame chromium trioxide decomposes with a bright, white incandescence. 
H. Arctowsky noticed that when heated to 125°, under 16 mm. press., chromium 
trioxide volatilizes forming a sublimate of long, red needles. J. Koppel and 


R. Blumenthal observed the boiling points of aq. soln. of chromium trioxide, 
at ordinary press. : 


CrO. .. Nee RUTH! 24-08 45-15 61-54 71-24 per cent. 
Boiling point 102° 102° 110-5° 120° 127° 


~ and T. Costa found the mol. rise of the b.p. of aq. soln. to be: ; 


CLO, = a. 1-5233 1-7886 3:8212 11-5159 per cent. 
Rise of temp.. = 15-6° 143° 14-1° 1s i gs 
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Observations were also made by E. Field—wide supra. W. G. Mixter gave for 
the heat of formation of chromium trioxide, CrOz, from its elements, 140 Cals. ; 
amorphous chromic oxide, 36-2 Cals. ; and from crystalline chromic oxide 26-1 Cals., 
whilst M. Berthelot gave 26-2 Cals. W. A. Roth and G. Becker gave (Cr,20.)=147-1 
Cals. ; and for the heat of reduction of CrO; to Cr.03, —6-1 Cals. J. Thomsen gave 
for the heat of formation in aq. soln., 18-913 Cals., and M. Berthelot, 10-6 Cals. The 
subject was discussed by A. Berkenheim. According to F. Morges, the heat of 
solution of CrOz in water is CrO,+H,O—H.Cr0,+580 cals. ; for H,CrO,-+-H,0, 
340 cals. ; for H,CrO,.H,0+H,O0=260 cals. ; for H,CrO,.2H,O-+H,0, 135 cals. ; 
H,Cr0,4.3H,0-++-H,0, 171 cals. } H,CrO,.4H,O0+H,0, 80 cals. c H,Cr0O,4.5H,0 
+H,0, 35 cals.; H,Cr0,.5H,O+25H,0, 500 cals.; and H,Cr0,.30H,0+25H,0, 
210 cals. P. Sabatier gave 1-9 cals. for the heat of soln. in 40 times its weight of water 
at 19°. KH. H. Biichner and A. Prins gave for the heat of dilution from CrO3.nH,O 
to CrO3.80H,O, and the total heat of soln. when the heat of soln. for a mol of solid 
CrO; and 80 mols of water is 24-67 cals. : 


Wt 3. : - 3:32 4-03 4-96 10-1 25-2 49-9 
Heat dilution . 1447 1111 866 469 122 16 
Heat solution . 1020 1356 1601 1998 2345 2451 


J. Thomsen gave for the heat of neutralization, (CrO3,NaOH,,,)=13-134 Cals. ; 
for (Cr03,2NaOH,,)=24-720 Cals.; P. Sabatier gave (2Cr03,K.0,q.)=27-0 
Cals.; (2Cr03,2K50,q,.)=50°8 Cals.; while M. Berthelot gave (2CrOs,K 0,q,) 
=26°8 Cals. ; (2Cr03,2NH3aq,)=24-0 Cals. ; for solid chromium trioxide, (CrO3,K,0) 
=95°6 Cals.; (2Cr03.K,0)=106-8 Cals., when for solids (SOs,K,0)=141-4 Cals., 
and (280s, K,0)—167-6 Cals. 

EK. Cornec measured the index of refraction of a soln. of chromic acid during its 
progressive neutralization with potassium hydroxide and with aq. ammonia. 
The results show that the aq. soln. of the acid first furnishes dichromate, and as 
the proportion of base increases, chromate is formed. W. J. Pope® gave 37-13 
for the refraction equivalent of the CrO,-radicle. J. Piccard and E. Thomas dis- 
cussed the colour of chromate and dichromate ions. The absorption spectrum of 
aq. soln. of chromium trioxide was examined by J. H. Gladstone.6 J. M. Hiebendaal 
showed that the green and blue rays are absorbed by the soln. According to 
A. Ktard, there is a fine absorption band between A=6870 and 6800 with conc. 
soln.; but soln. of potassium chromate and dichromate do not show this band. 
H. Settegast measured the absorption spectrum ; and P. Sabatier found that the 
coeff. of absorption, a, for light of different wave-lengths, A, is not sensibly affected 
by the thickness, A, of the layer of liquid through which the light is passed. Here, 
1=/,10—A with light of intensity Ig : 


Ne . 5450 5480 5550 5620 5690 5770 5850 5930 
aon. - 0-005 0-025 0-143 0-351 0-628 0-812 0-900 0-950 


Beyond wave-length 5450 the coeff. becomes practically zero; in very dil. soln., 
the coeff. for wave-length 5180 is about 0-000013. The values are the same for the 
acid as for the salts, for solid potassium dichromate as for its soln., for the ammonium 
salt as for the potassium salt, and it follows that the absorption exerted by solid 
or dissolved alkaline dichromates is sensibly identical with that of the chromic 
acid which they contain. With soln. of potassium chromate, the absorption is in 
the blue and the violet, and with dilution, the absorption extends more in the 
direction of the red. Thus, O. Knoblauch found that in conc. soln., the absorption 
begins at 4900, and in dil. soln., at 5100. W. Bohlendorff obtained similar results ; 
while J. M. Hiebendaal observed that the absorption begins at 5050, and in dil. 
soln. at 4770. K. Vierordt, P. Pogany, F. Griinbaum, A. Hantzsch, P. Bovis, 
N. R. Tawde and G. R. Paranjpe, G. Jander and T. Aden, M. N. Saha, C. P. Snow 
and F. I. G. Rawlins, and H. Settegast made observations on this subject ; and 
_ P. Sabatier found that with potassium chromate soln., the coeff. of transmission, @, 
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for soln. with one eq. of salt per litre, and, ag, for soln. with 2 eq. per litre, 
were : 


A . 4940 4990 5030 5060 5080 5110 5130 5180 5240 
Qbe« — 0-06 0-18 0-325 0-44 0-61 0-69 0°85 0-92 
5 look Uae 0-108 0:207 0:43 0-51 0-62 0°69 0-84 0:93 


The absorption is slightly greater in the more dil. soln., and this points to slight 
dissociation with formation of some dichromate, which, however, is only produced 
in very minute quantity. H. Becquerel found-that soln. of potassim chromate are 
transparent for the ultra-red rays ; and G. Massol and A. Faucon studied the trans- 
mission of ultra-violet rays. D. Brewster investigated the absorption spectrum of 
soln. of ammonium chromate; and J. H. Gladstone, soln. of metal chromates. 
H. von Halban and H. Siedentopf found that a soln. of potassium chromate in 
0-O5N-KOH had the extinction coeff., ¢, for light of wave-length, A, when 
I[=I10~€C4, where C denotes the conc. in mols per litre. 


A . 2540 2650 2970 3130 3340 2800 4360 
€X10—% 2-35 3°00. 5 02927 0-1935 0-9850 3-290 0:3138 


H. C. Jones and W. W. Strong found that the absorption spectra of cone. soln. 
of potassium chromate shows a stronger absorption than the value calculated from 
Beer’s law. G. Rudorf discussed the applicability of Beer’s law. F. Weigert, 
and H. von Halban and H. Siedentopf studied the absorption of light by mixed 
soln. of potassium chromate and copper sulphate. Observations on the absorption 
spectrum of soln. of potassium dichromate were made by H. Bremer, P. Glan, 
F. Griinbaum, H. C. Jones and W. W. Strong, B. K. Mukerji and co-workers, 
F. Melde, J. Miiller, P. Pogany, P. Sabatier, H. Settegast, C. P. Smyth, G. Jander 
and T. Aden, and K. Vierordt. According to J. Formanek, aq. soln. of potassium 
dichromate absorb the blue and violet rays, and with decreasing concentration, the 
absorption extends in the direction of the red rays. O. Knoblauch found that with 
conc. soln., the absorption begins at 5200, and is complete at 4940, while with dil. soln., 
absorption begins at 5070, and is complete at 

/ 000 4840. W. Bohlendorff gave for the limit 5000, 


2890 
2-086 


3600 
4-416 


and J. M. Hiebendaal, 5250. A. Hantzsch’s 
| ae observations are summarized in Fig. 25. 
ee G. Hantzsch and R. H. Clark found that soln. 
BN . . : ° ° 
oe of chromium trioxide in water and in aq. sul- 
&x phuric acid are at all conc. optically identical 
&& with each other and with feebly acidic soln. 
ae of potassium dichromate. Soln. of the latter 
in water deviate very slightly in the direction 


of monochromate soln. Soln. of monochro- 
mates in water, in alkalis, and in methyl 


Vibration treguenty x” alcohol, are at all conc. quite different from 


Fia. 25.—Absorption Spectra of 
Chromate Solutions. 


dichromate and chromic acid soln. in their 
optical characteristics, but are identical among 


themselves, except for a slight deviation of 
the aq. soln. in the direction of the dichromate soln. The optical characteristics are 
independent, not only of the conc. and the solvent, but also of the temp. The 
chromophoric group in all acidic soln. is the completely saturated complex Cr.0, ; 
in all alkaline soln. the corresponding complex is CrO,. From the optical point of 
view, it is immaterial whether these complexes are combined with hydrogen or 
alkali metal, ionized or non-ionized; the colour of the ions must be the same as 
that of the non-ionized molecule. A. Hantzsch and C. 8. Garrett explain the slight 
divergence from Beer’s law with very conc., alkaline soln. of chromates by incomplete 
hydration rather than by ionization changes. All variations from the colorimetric 
law are attributed either to experimental errors, or to chemical changes between 
solvent and solute. H. M. Vernon estimated the degree of ionization from the colour 
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of aq.soln. of the trioxide. KE. Viterbi and G. Krausz measured the absorption spectra 
of soln. of chromic acid, and of potassium chromate and dichromate. There are seven 
feeble lines in the ultra-violet spectra of chromic acid and potassium dichromate 
which do not occur with soln. of the chromate. The bands with the chromate soln. 
are sharper than those with chromic acid or the dichromate. Except for a few 
minor differences, the spectra of the dichromate and of chromic acid are similar, 
- and conform to Beer’s law. Hence it is assumed that in these soln., the chromium 
is nearly all present as Cr.0,7"", which has the same absorption spectrum either as 
an ion or as a non-ionized molecule ; but probably with dil. soln. of the dichromate, 
there is some dissociation either as Cr,07’’+H,0=2CrO,’’+-2H’, or as Cr,07’’-+H,0 
=2HCr0,’. Soln. of potassium chromate do not follow Beer’s law, but the results 
with dil. soln. approach those with soln. of the dichromate, owing, probably, to a 
reaction 2CrO,’’+H,0=Cr,0,7""+20H’; and the addition of a large proportion 
of alkali displaces the equilibrium towards the left and restores the results for the 
absorption spectrum of the chromate. R. Robl observed but a faint luminescence 
in ultra-violet light ; and A. Karl found the crystals triboluminescent. W. Spring 
found that there is a slight change of colour when soln. of potassium dichromate 
are allowed to stand. This shows that there is a change in the constitution of the 
soln. A. M. Taylor examined the ultra-red spectrum ; D. M. Yost, the K-absorption 
spectrum ; and N. Nisi, the Raman effect. 

Both H. Buff,” and L. Bleekrode said that molten chromium trioxide is a good 
conductor of electricity, but J. W. Hittorf showed that the trioxide is a conductor 
only when it is contaminated with impurities, particularly water; the purified 
trioxide is a non-conductor. The electrical conductivity of aq. soln. was measured 
by R. Lenz, W. Ostwald, R. Abegg and A. J. Cox, E. Spitalsky, H. C. Jones and 
H. P. Bassett, etc. P. Walden found that with soln. containing a mol of the salt 
in v litres of water at 25°, the mol. conductivities, pz, are : 


v <a O 32 64 128 256 512 1024 
ee - d47-1 354-7 358-9 361:3 360°8 358-4 353°7 


H. C. Jones gave for the molar conductivity, , at 0°, and the percentage degree of 
ionization, a, 


ae 0-286 0-500 1-000 2-500 5:00 10-00 20-00 40-00 
Ha ea lL OS: 206-8 312-4 388-9 420-0 436-0 440-0 452:0 
iad Seems 39-3 59-7 74:3 80:3 83:4 84-1 86-4 


The conductivity at infinite dilution is 523. The assumption that the ionization 
is represented by H,CrO,=H'+HCrO,’—2H'+CrO,”, does not explain the 
facts. The nature of the molecules formed in aq. soln. depends on the composi- 
tion, concentration, and temp. of the soln. This has been the subject of many 
investigations and the results are usually expressed in the language of the ionic 
hypothesis. Whatever be the equilibrium condition, that state is quickly attained ; 
and the result was shown by K. Beck and P. Stegmiiller, T. Costa, M. 8. Sherrill, 
and P. Walden to be independent of the mode of preparation of the soln. 
A. Hantzsch’s optical measurements show that it is very improbable that chromium 
trioxide exists in aq. soln. as CrOs, or in the ionic form CrO,” or HCrO,’. He 
therefore assumed that in solid, and in aq. soln., the equilibrium condition: 
nCrO3-++H,0=(CrO3)n.H,0, is almost wholly in favour of the polymerized product. 

With the most concentrated soln. of chromium trioxide in water, it is probable 
that trichromic and tetrachromic acids are formed, but in more dilute soln., only 
monochromic and dichromic acids are involved; the former may be ionized : 
H,CrO,=H +HCr0,’=2H'+Cr0,”, and the latter: H,Cr,0,=H’+HCr,0,' 
=2H'+Cr,0,”. It was, therefore, inferred that chromic acid, H,CrO4, exists 
in soln., and that it behaves as a monobasic acid H(HCrQ,), ionizing: H,CrO, 
=H'+HCrO,’. R. Abegg and A. J. Cox took a similar view, and added that even 
with soln. of the dichromates, there is a relatively small proportion of Cr2,07"’-ions, 
and that as the temp. rises, the Cr.0,7’’-ions form Cr0Q,’’-ions and chromic acid. 
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H. Carriére and P. Castel studied the ionic equilibrium 2CrO,” +2H'’=Cr,07'’++ H,0 
at 20° by the conversion of barium chromate into barium dichromate by the addi- 
tion of a measured amount of hydrochloric acid, the end-point being reached when 
the soln. becomes clear. The hydrogen-ion conc. of the equilibrium mixture was 
calculated from the law of mass action applied to the ions concerned assuming 
complete ionization, and good agreement was found between the observed and 
calculated values for low conc. The conc. of acid required decreases with temp., 
and the equilibrium constant at 18° is 3x10~15. P. Walden concluded from the 
small change in the electrical conductivity of the soln. between the dilutions y=32 
and v=1024, that a strong monobasic acid is involved and that this is almost 
completely ionized with the dilution v=32. W. Ostwald, however, concluded that 
the acid exists in aq. soln., not as H,CrO,, but as H,Cr.0, ; and in support of this 
he showed that an aq. soln. which contains a mol of a compound per kilogram 
lowers the fp. —1-85°. Acetic acid gives nearly the normal value —1-92°; nitric 
acid gives —3-70°, nearly twice the normal value, in agreement with the assumption 
that it is almost completely ionized into H’ and NO,’ ions; sulphuric acid gives 
—2-00° in agreement with the assumption that it is ionized H,SOz=2H' +80,” 
to the extent of about 0-6 ; and chromic acid gives —1-34° in agreement with the 
assumption that it is completely ionized H,Cr.0,=2H'+Cr,0,”, and this is in 
accord with the observations of P. Walden. According to W. C. D. Whetham, the 
eq. conductivity, A, of soln. of potassium dichromate containing m eq. per litre is: 


m ; 0:00001 0-0001 0-001 0-01 0-1 0-2 
A Codes 76°3 71-4 70-4 64:3 61-5 


The rise of the conductivity with dilution up to m=0-0001 is unusually small, and this 
is attributed to the hydrolysis of the Cr.0,’’-ions to the slow-moving HCrOy,’-ions. 
The unusually large rise in the conductivity when the soln. is diluted from m=0-0001 
to m=0-00001, is attributed to the ionization HCrO,’=H'+CrO,” or possibly 
HCr,0,’=H'+Cr,0,”. H. R. Moore and W. Blum found the electrical con- 
ductivity « mhos of soln. of C mols of chromic acid per litre at 25° to be: 


1 2 3 4 5 6 | 8 9 10 
- 0-219 0-342 0-418 0:440 0:485 0-420 0-387 0-345 0-289 0-225 
kK 25° . 0-315 0-513 0-616 0-657 0-662 0-641 0-600 0-545 0-477 0-402 
0-389 0-632 0-763 .0-818 0-831 0-817 . 0°769 0-708 “0-625 0-025 


The resulting curves show a maximum for about 4M-soln. at 0°; for 4-8M/-soln. 
at 25°; and for 5-0M-soln. at 45°. This shift is greater than can be explained by 
‘the change in sp. gr. or in vol. conc. caused by the difference in temp. ; it must 
therefore involve a difference in the degree or type of dissociation of the chromic 
acid. R: N. J. Saal found the equilibrium constant of the reaction CrgQ7” 
+H,0=2HCr0,’ to be 0:019. The decomposition of dichromate to chromate 
may occur (i) in the alkaline region: CrgO,7’’-+OH’—>Cr0O,”+HCrO,’; (ii) in 
the acidic and neutral region: Cr,O,’’+H,0>2HCrO,’; and (iii) diluting the 
soln. with acid and water: Cr,0,”+H’ +H,O(@HCr,0,7’+H,0)—-2HCrO,’+H. 
N. R. Dhar studied this subject. According to E. Spitalsky, the hydrogen-ion 
concentration, [H'], in dil. soln. of chromic acid of [Cr], is: 


[Cr] . 0-002446 0:001218 0-000609 0-000602 0:000344 0-000172 
[HW] . 000249 0-00121 0-000606 0:000595 0-:000342 0-000166 


so that the ratio [H’]: [Cr] is nearly unity in harmony with the assumption that 
with dil. soln. of chromic acid, the ionization is: H,CrO,=H’+HCr0O,’. The 
electrometric titration of chromic acid soln. was made by A. Miolati and E. Mascetti, 
N. H. Furman, R. N. J. Saal, Y. Kato and T. Murakami, W.S. Hughes, N. Westberg, 
and L. Margaillan. H.'T.S. Britton obtained the results summarized in Fig. 26, by 
means of the hydrogen electrode ; analogous results were obtained with the oxygen 
electrode. It follows that chromic acid ionizes as a normal dibasic acid. The 
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reaction H,CrO,=H’+HCr0,’ is almost complete in dil. soln., whereas the reaction 
HCrO,’=H'+CrO,” is extremely small. A. Miolati and E. Mascetti measured the 
conductivity of soln. of chromic acid during its progressive neutralization with 
sodium hydroxide ; EH. Cornec made 


analogous observations with respect S a4 : 
to the f.p., and indices of refraction & sed Ki 
of soln. of chromic acid being & bsg tg . 
neutralized with sodium, potas- & | 8 S 
. . . . HS) 
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Fia. 26.—Electrometric Titration of Chromic 
Acid Solutions. 


chromate appears. This agrees H 
with the assumption that the aq. 
soln. contains dichromic acid; and 
the result was confirmed by the 
observations of A. K. Datta and N. R. Dhar with respect to the index of refraction, 
and mol. vol. in soln.; by T. Costa, with respect to the b.p. of the soln.; and by 
H. C. Jones and H. P. Bassett, with respect to the f.p. of the soln. 

M. S. Sherrill attempted to reconcile the opposing hypothesis as to the nature 
of the ions in aq. soln. The depression of the f.p. of dil. soln. of chromic acid and 
potassium dichromate corresponds with their complete ionization into Cr,O,’-, 
and H’- or K’-ions, but the presence of some HCrQ,’-ions was assumed. The 
ionization constant for 2HCrO,’=Cr,07"+2H’, was K,=[Cr,07""]/[ HCrO,’}?, where 
K,=27 with chromic acid soln., and 61 with soln. of potassium dichromate. From 
observations with ammonium chromate in dil. soln. in the presence of enough 
ammonia to prevent hydrolysis, Ky=[H ][CrO,4""]/[HCrO,'], where Ky=5:7 x 1077 
at 18°; and from the partition of ammonia between aq. soln. of ammonium 
chromate, and chloroform, K,=6:2x10~7 at 18°, and 7:4X1077 at 25°, so 
that the strength of chromic acid is about 3th of that of acetic acid. 
H. T. 8. Britton gave 4:.4x10~’ for the second ionization constant at 18°; 
N. R. Dhar gave Kz==5x1078; and W. S. Hughes, Kz,=10~%. W. V. Bhagwat 
and N. R. Dhar studied the subject. For H. Moissan’s, and H. H. Riesenfeld and 
H. E. Wohler’s observations on the electrolysis of soln. of chromic acid, wide infra, 
perchromic acid. 

Attempts have been made to find the strength of chromic acid relatively with 
those of other acids. H. Settegast showed spectroscopically that chromic acid 
is displaced from chromates by sulphuric, formic, acetic, butyric, and tartaric acids. 
P. Sabatier showed colorimetrically that sulphuric, hydrochloric, phosphoric 
H(H,PO,), and trichloracetic acids completely displace chromic acid from 
chromates. With acetic acid and the three equal acidic hydrogen atoms of citric 
acid, the action does not proceed quite so far. It is still less with the first acidic 
hydrogen of carbonic acid and the second acidic hydrogen of phosphoric acid, whilst 
the second acidic hydrogen of carbonic acid, boric acid, and the third acidic hydrogen 
of phosphoric acid have very little action at all. If the normal chromate is treated 
with an excess of solid boric acid, there is considerable formation of dichromate, 
owing to the production of an insoluble acid borate, the precipitation of which 
tends to make the action complete. From thermal data: (K,CrO,,HCl)=2-4 Cals. ; 
and (K,Cr,07,2HCl)=—0-2 Cal., M. Berthelot showed that. hydrochloric acid 
should convert chromates into dichromates. He also found (K,CrO4,6H,SO,)=0-76 
Cal.; (K,Cr0,,CH,COOH)=1:5 Cals.; and (K,CrO4,CO,)=—0-4 Cal.; and 
added that in soln. of neutral potassium chromate, strong acids cause the total, 
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and weak acids the partial displacement of one of the two potassium-atoms, potas- 
sium dichromate being formed at the same time. This displacement is due not so 
much to the smaller heat of formation of the chromates compared with other acids 
capable of displacing chromic acid, as to the fact that the heat of formation of the 
dichromate is much greater than that of the neutral chromate, and that hence there 
is always a great tendency to the formation of the dichromate. This tendency 
renders the one potassium-atom in the neutral chromate easily replaceable—vide 
infra, the action of acids on potassium chromate. W. V. Bhagwat and N. R. Dhar 
favoured the view that chromic acid exists in soln. as H,CrO,, and potassium 
dichromate as KHCrQy,. 

K. Spitalsky measured the catalytic effect of soln. of chromic acid on the decom- 
position of ethyl diazoacetate by G. Bredig’s process. Dil. soln. of chromic acid 
contain almost exclusively the dibasic acid H,Cr,0,7, which in a dilution of 500 
litres is dissociated almost completely into H’- and Cr.QO,’’-ions. Dil. soln. of 
potassium dichromate contain almost exclusively the ions of the normal salt, 
K,Cr,07. In accordance with this view, dil. soln. of potasstum chromate, K,CrO,, 
behave like alkalies to chromic acid, inasmuch as the CrO,’’-ions are changed almost 
quantitatively into Cr,O,’’-ions, and the soln. remains neutral. Conc. soln. of 
potassium dichromate are slightly acid, probably owing to slight hydrolysis accord- 
ing to the equation : Cr,07'’4+-H,0=2Cr0,""++2H’ ; the corresponding equilibrium 
constant K,=[CrO,4" ?[H ]2/[Cr,07"] is 5-1 10712. In a 0-1 molar soln. of the 
dichromate, the Cr,0,’’-ions are hydrolyzed to the extent of 0-13 per cent. and in a 
0-017 molar soln. to 0-28 per cent. so that the degree of hydrolysis does not alter 
much with dilution. Besides the hydrolysis, another reaction represented by the 
equation CrO,’’+H'=HCrO,’ takes place to some extent in dichromate soln. ; 
the corresponding constant Ky=[CrO,”’ ][H ]/[HCrO,'] is 2-7x10-’. There is no 
evidence of the existence in dichromate soln. of complex ions such as Crs0j9’. 
J. Sand and K. Kastle showed that the acid resulting from the hydration of 
chromium trioxide is of medium strength, and suggested that in dichromate soln. 
there is the hydrolytic equilibrium: Cr,O07’’4+H,O0=2Cr04”+2H’, and in that 
case, from observations on a mixture of potassium iodate and iodide, the reaction 
3Cr,07'’+51’+10,’=6CrO,"+-31, is accelerated by H-ions. The value of 
K=[Cr0O,” 2[H}2/[Cr,0,7'"] calculated from these results is only approximately 
constant, and amounts to about K=1:5 10718 at 25°; and hence it follows that 
0-1N-K,Cr,0, is hydrolyzed to the extent of about 0-18 per cent. The deviation 
from constancy is not due to the direct action of dichromate on potassium iodide, 
as the rate of reaction between these substances is much slower than the main 
reaction. The disturbance is probably due to the catalytic effect of some product 
formed during the reaction. 

J. Lundberg studied the effect of chromate soln. on the hydrolysis of ethyl 
acetate. Ifthe hydrolysis of potassium chromate proceeds : CrO,4’’-+H,0=HCrO,’ 
+OH’, the equilibrium constant K,=[HCr0O,'][(OH']/[Cr0,"] ; and if 2CrO,’’+-H,O 
=Cr0O,"+20H’, then K,=[Cr,0,""]2?/0H’]/[CrO,"] ; both values were too irregular 
to decide which is correct, but conductivity measurements favour the former, and 
for 0-1N-K,CrO,, A;=1-368 x 1077, and 0-012 per cent. of the salt is hydrolyzed ; 
and in a 0-1N-K,Cr,O,7, containing chiefly HCrQ,’-ions, the salt is hydrolyzed 
to the extent of 0-094 per cent. in accord with HCrO,’=H’+CrO,”. Unlike 
K. Spitalsky, J. Lundberg assumes that a comparatively large proportion of 
HCrOy,’-ions is present in aq. soln. of potassium dichromate. For the observations 
of V. K. la Mer and C. L. Read, vide infra, sodium dichromate. 

Observations on soln. of sparingly soluble chromates and dichromates have been 
made. Thus, R. Abegg and R. J. Cox studied the hydrolysis of mercuric chromate ; 
M. 8. Sherrill, silver chromate ; and K. Beck and P. Stegmiiller, lead chromate. 
From these results M. 8. Sherrill calculated [H’][CrO,4’’]/[HCr0O,']=8-4 x 10~7 at 
25° and [HCrO,'}?2/[Cr,0,7’"]=0-013 at 25°; and K. Beck and P. Stegmiiller, 
[H"][CrO4” |/[H1Cr0,’]=5-7 x 10-7 at 18°, and [HCrO,4’]2/[Crg07’]=2-5 at 18°. 
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Transport experiments on potassium chromate were made by J. F. Daniell 
and W. A. Miller, J. W. Hittorf, R. Lenz, O. Masson, B. D. Steele, R. B. Denison, 
and A. Charpentier; F. Kohlrausch calculated 72 for the transport number of 
4CrO,” from the conductivity data of calcium chromate ; and M. S. Sherrill, 76-7 
from the data of ammonium chromate; and 40 for the HCrQ,’-ion. W. Hittorf, 
Hi. H. Riesenfeld, and A. Charpentier made observations with potassium dichromate ; 
and C. W. D. Whetham found the velocity of migration of the Cr,O,-ion to be 
0-00047 cm. per sec. for a potential difference of one volt; and the transport 
number to be 91. 

F. Morges found that the electrolysis of aq. soln. of chromium trioxide furnishes 
oxygen at the anode, and hydrogen and chromic chromate at the cathode. 
H. H. Riesenfeld found that in sulphuric acid soln. a perchromic acid is formed at 
the cathode. According to EK. Liebreich, the thin layers of oxide or hydroxide on 
the cathode, which give rise to the periodic phenomena observed during the elec- 
trolysis of chromic acid are colloidal in nature; the oxide is drawn to the cathode 
just so long as a negative tension lies on it. The addition of chlorides brings about 
a displacement of two curves which make up the decomposition voltage curve of 
chromic acid. G. 8. Forbes and P. A. Leighton studied the cathodic reduction of 
chromic acid to a chromic salt, and found the electrochemical yields with the 
cathode in light were about half per cent. greater than in darkness. Part or all 
this can be attributed to local heating in the thin diffusion layer above the cathode. 
The absence of any increase in the photochemical yield in light is compatible with 
light-sensitive chromate if the latter is equally reactive electrochemically before 
and after excitation. Granting that the slightly greater electrochemical efficiency 
in light is in part due to excited chromate, any estimate of the quantum yield 
requires several assumptions, especially one concerning the life of the excited 
individual upon which its chance of reaching the cathode depends. The subject 
was investigated by E. Miller and P. Ekwall, D. T. Ewing and co-workers, and 
A. Lottermoser and H. Walde. E. Liebreich showed that the thin layers of oxide 
or hydroxide, formed in the cathode during the electrolysis of soln. of chromic acid, 
are colloidal; they may give rise to colloidal phenomena; and the addition of 
chlorides displaces the two curves which make up the decomposition voltage of 
chromic acid. According to G. P. Vincent, the depolarizing action of a sat. soln. 
of potassium dichromate on hydrogen liberated at a smooth platinum electrode 
commences only when about 0-28 per cent. by vol. of conc. sulphuric acid is present. 
With a clean mercury cathode, the neutral soln. shows 100 per cent. depolarization 
_ of the hydrogen set free. The corrosion of zinc, iron, and copper by sat. soln. of 
potassium dichromate is produced only when the soln. is acidified. No corrosion 
occurs with sat. soln. of potassium dichromate when copper is short-circuited with 
mercury or platinum; or when iron is short-circuited with mercury. Zinc when 
short-circuited with mercury corrodes slightly, and more rapidly in 0-02 per cent. 
acetic acid soln. than in 0-02 per cent. sulphuric acid soln. 

The data of L. Scherbakoff and O. Essin favour the view that in the electrolysis 
of conc. sulphuric acid soln. of chromic acid chromium is deposited by the discharge 
of chromic ions, but, according to EK. Liebreich, with soln. in dil. acids, the data for 
current efficiencies favour the view that the metal is deposited by the discharge of 
chromous ions. 8. Takegami studied the anodic oxidation of cathodically reduced 
chromic acid. 

W. D. Bancroft measured the oxidation potential of potassium dichromate and 
chromic acid respectively at 16°-18°, and in 0-2M-soln. with the following results : 
stannous chloride and potash-lye, 1-37, and 1-70 volt ; stannous chloride and hydro- 
chloric acid, 0-57, and 0-90 volt ; sodium sulphide, 1-15, and 1-49 volt; hydroxyl- 
amine and potash-lye, 1-12, and — volt; hydroxylamine and hydrochloric acid, 0-43, 
and — volt; chromous acetate, 0-70, and 1:03 volt ; chromous acetate and alkali-lye, 
1-09, and — volt; pyrogallol and potash-lye, 0-98, and 1-32 volt ; hydroquinone and 
potash-lye, 0-83, and 1-17 volt ; sodium hyposulphite, 0-78, and 1-12 volt ; sodium 
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thiosulphate, 0-49, and 0-89 volt; sodium sulphite, 0-48, and 0-81 voit; sodium 
hydrosulphite, 0-40, and 0-73 volt; sulphurous acid, 0-35, and 0-68 volt; sodium 
hypophosphite, 0-55, and 0-88 volt; sodium phosphite, 0-47, and 0-80 volt; potassium. 
arsenite, 0:56, and 0-89 volt; potassium ferrous oxalate, 0-78, and — volt. potas- 
sium ferrocyanide, 0-47, and 0-80 volt ; potassium ferrocyanide and potash-lye, 0-59, 
and 0-93 volt ; iodine and potash-lye, 0-57, and 0-91 volt; ferrous sulphate and sul- 
phuric acid, 0:27, and 0-60 volt ; ferrous sulphate, 0-43, and 0-76 volt ; and cuprous 
chloride, 0-50, and 0-84 volt. B. Neumann measured the potential of the chromate 
electrode towards a normal electrode, and found for N-K,Cr,07, 0:79 volt; and 
for N-H,Cr,0,7, 1-11 volt. R. Ihle gave for sulphuric acid soln., —1-44 volt, and for 
alkaline soln., —0-46 volt ; W. Hittorf, 1-2 volt; and F. Crotogino, 1-1 to 1-2 volt. 
. The subject was investigated by K. F. Ochs. According to G. 8. Forbes and 
E. P. Bartlett, certain reducing agents increase the oxidation potential of dichromate 
ions on platinum by amounts up to 0-2 volt—e.g. ferrous salts; and, according to 
L. Loimaranta, iodides. The phenomenon was discussed by R. Abegg, and R. Luther. 

R. Luther emphasized the fact brought out by the observations of W. D. Ban- 
croft, and B. Neumann, that the potential of chromic acid, and dichromates is 
augmented by increasing the acidity of the soln. Thus, if [H’] denotes the conc. 
of the hydrogen ions, then, the oxidation potentials, H volt, referred to the 
hydrogen electrode, are: 


CHa Sane 0-1 0-01 0-001 0:0001 0-00001 0-000001 
vo en28 1:05 0-91 0°86 0-81 0:75 0°66 


The chromic oxide-chromic acid potential given by R. Abegg and co-workers 
for Cr’+4H,0+3@0=HCrO,’+7H is nearly 1:3 volt. In alkaline soln., the 


potential referred to the normal electrode for Cr(OH)gso1ig + 50H’ +3QG=—CrO,” — 


+4H,0, is —0-1 volt, and E. Miiller gave 0-908 for the e.m.f. of the cell Pt | Hg, 
0-01N-KOH | 0-01N-KOH, 0-025K,CrO, | Pt. E. Spitalsky found the potential of 
a dichromate soln. to be about 0-85 volt in the presence of an H’-ion concentration 
of 10-3 to 10-4. R. Luther observed that the oxidation of chromium, and bi- 
and ter-valent chromium to chromate ions yield an e.m.f. corresponding with 
0-6 volt for Crmetai>CrO,” against a normal electrode; 1-1 volt for Cr°—CrO,” ; 
and 1-5 volt for Cr’>CrO,”. In acidic soln., the CrO,’’-ion plays only a secondary 
part. In the case of HCrQ,’-ions, the e.m.f. are 0:4 volt for Ormetaj+4H.O 
+6@—-~HCrO,’+7H ; 0-9 volt for Cr°+4H,0+4@—-HCr0,’+7H ; and 1:3 
volt for Cr” +4H,0+38@->HCrO,’+7H. These changes furnish Crpeta>Cr’’, 0-3 
volt; Crmetar2Cr’, 0:2 volt; Cr°—>Cr°”’, 0-1 volt. If an intermediate oxidation 
compound exists under the conditions of observation, this compound is a stronger 
oxidizing agent than the highest oxidation product, and a stronger reducing agent 
than the lowest oxidation product. — 

H. Moissan 8 said that aq. soln. of chromium trioxide are photosensitive, for they 
decompose with the evolution of oxygen, when exposed to light. M. Ponton found 
that although chromates are stable in light, they are rapidly reduced if organic 
substances be present—e.g. ammonium or potassium dichromate in contact with 
paper. J. M. Eder observed that glue, albumin, gum arabic, dextrine, cane-sugar, 
grape-sugar, glycerol, casein, alcohol, etc., act in this way. EH. Kopp said that 
chromic oxide is formed. The reaction was observed by W. H. F. Talbot, A. Poite- 
vin, and J. C. Schnauss. HE. Goldberg said that the reaction between quinine 
and chromates is activated by light; but R. Luther and G. 8. Forbes showed that 
the photoactivation of the chromate is negligibly small in comparison with 
that of the quinine. The subject was discussed by J. Plotnikoff, H. C. Winther, 
EK. J. Bowen and C. W. Bunn, H. Zocher and K. Coper, B. K. Mukerji and 
N. R. Dhar, F. Weigert, G. 8. Forbes and co-workers, M. Schiel, F. Schémmer, 
G. 8S. Forbes and P. A. Leighton, and R. HE. Liesegang. J. Plotnikoff found that 
the chromate of ammonium, potassium or sodium suffers no decomposition when 
exposed to the most intense sunlight provided substances capable of oxidation 
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are absent; if organic substances are present, reduction occurs even in the light 
from an electric arc ; the reduction results in the formation of a brown precipitate 
or of a green soln. according to the nature of the oxygen acceptor; and gas may 
be evolved in some cases—e.g. ammonia from ammonium chromate. The photo- 
sensitiveness of mixtures of gelatine or glue and chromates is of industrial import- 
ance—the organic substance becomes insoluble and the chromium trioxide is 
reduced. J. M. Eder showed that in this respect, the dichromates are more sensitive 
than the chromates. A. Popovicky suggested that the substance obtained when 
gelatin treated with a dichromate is exposed to sunlight is the compound, 
4Cr,03.3CrO3; the tanning action on gelatin is attributed to this compound. 
J. M. Eder found that the action of light on chromated gelatin begins at 550up, 
reaches a maximum between 470uu and 430up, and becomes very slight beyond 
380up. This is in contrast with J. Plotnikofi’s result with collodion sensitized 
with potassium dichromate and cresyl-blue in which the action was found to 
begin in the yellow at 595uy, and reached a maximum in the green between 540uy. 
and 5804p. A photographic reproduction process is based on the reaction; and 
chromated and insolated glue can in some cases be used as a substitute for wood, 
leather, or celluloid. According to T. Swensson, the potential of soln. of potassium 
dichromate against a platinum electrode, and exposed to the ultra-violet light of a 
mercury lamp, rises rapidly, and on removing the light, it slowly falls. The same 
result is obtained whether or not the platinum electrode is illuminated. A soln. 
with 4 mols of sulphuric acid and a mol of potassium dichromate per litre, gives an 
increase of potential of 0-2280 volt by illumination. The cause of the large change 
in potential is in some way due to a mutual action of the dichromate and sulphuric 
acid, since both potassium dichromate soln. and sulphuric acid when submitted 
alone to the action of the light only give a lowering of the potential, whereas chromic 
acid soln. gives a slight increase. The increase of potential is independent of the 
conc. of the soln. EH. Miiller studied the potential-current curves of 30 per cent. 
soln. of chromium trioxide, from which it is inferred that a film of chromic oxide 
is formed at cathode potentials not exceeding 0-3 volt. This film hinders the 
excess of chromium ions, but is permeable to hydrogen ions. At about —0-7 volt, 
the film begins to be permeable and an almost continuous reduction of sexivalent 
to tervalent chromium sets in; and with still more negative values, the deposition 
of chromium begins, and the film disappears. In the presence of SO,-, NOs-, 
ClO,-, and Sikg-ions, the film is imperfect and may be swept away by the gaseous 
hydrogen which is evolved—hence the presence of sulphates favours the deposition 
of bright, coherent chromium. The periodic phenomenon in the electrolysis of 
chromic acid was discussed by J. E. Liebreich, G. J. Sargent, A. Klefiner, and 
K. Oyabu. A. V. Pamfiloff discussed the réle of chromates in the electroytic 
production of chlorates; and D. J. MacNaughtan and R. A. F. Hammond, in the 
electrodeposition of nickel. : 

According to EH. Wedekind and C. Horst,9 the magnetic susceptibility of 
chromium trioxide is 0-75 x 10-6 mass units ; K. Honda and T. Sone gave 0-51 x 10~6 
at 18°, and at 225°, L. Blanc, and L. A. Welo made some observations on this 
subject. P. Pascal gave —0-5x10-5 for the mol. magnetic susceptibility of 
chromic acid. 
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§ 14. The Chemical Properties of Chromium Trioxide 


According to J. J. Berzelius,1 and O. Unverdorben, chromium trioxide has no 
smell; it tastes first acidic, then harsh, but not metallic; and it stains the skin 
yellow—the stain is not removed by water but it is removed by alkalies. Chromium 
trioxide solid or in aq. soln., or in sulphuric acid soln., or in the form of its salts, 
is a strong oxidizing agent, and is therefore reduced by many agents. EK. Ludwig 
observed that hydrogen quickly reduces a conc. soln. of chromium trioxide, but 
acts only slowly on adil. soln. W. N. Ipatieff and co-workers found that an acidic 
neutral or alkaline soln. of chromium trioxide at 280° to 300° is reduced by hydrogen 
under a press. of 200 atm. to form crystals of Cr,03.H,O. In the presence of free 
sulphuric acid at 300° and 80 atm., small violet-grey crystals, soluble in neither acid 
nor alkali, are formed and, in the latter case, appear to have the composition R,O. 
2Cr,03.8803.H,0. At 280° and 150 to 200 atm., the compound 2Cr,03.3803.6H,O 
is obtained as dark green, cubic crystals. In the presence of ferrous or ferric sulphate, 
complex isomorphous mixtures containing iron and chromium are obtained in the 
form of dark green, cubic crystals. Iron pyrites frequently accompanies such mix- 
tures-—vide supra, chromic oxyhydroxide. OC. L. Reese observed that in the absence 
of a catalytic agent, a soln. of chromic acid, alone or in the presence of | to 15 per cent. 
by vol. of sulphuric acid, is not reduced by hydrogen below 50° ; and only very slowly 
below 100°. After 116 hrs.’ exposure, at 100°, 70 per cent. of hydrogen is oxidized ; 
and at 156°, with 7 hrs.’ exposure, 11 per cent. of hydrogen is oxidized and much 
oxygen is evolved owing to the decomposition of the chromic acid. The oxidation 
is not dependent on the thermal decomposition of chromic acid because it occurs 
at a temp. below that at which oxygen is evolved. An aq. soln. of chromic acid is 
not reduced by the hydrogen evolved by passing an electric current through the 
liquid, but if a trace of sulphuric acid or a sulphate be present, reduction occurs 
until a certain limit is reached, and this is dependent on the conc. of the acid. 
A. C. Chapman found that acidic soln. of chromates are reduced to chromic salts 
by hydrogenized palladium. J. Hargreaves and T. Robinson observed the reduction 
of chromates to chromic oxide when heated in hydrogen. Purified chromium 
trioxide exposed to air slowly becomes moist, and deliquescent. A. Mailfert found 
that in the presence of ether, ozone furnishes perchromic acid; but H. Moissan 
could not obtain blue perchromic acid by the action of ozone on a soln. of chromic 
acid. Chromium trioxide was found by H. Rose to dissolve in a small proportion 
of water forming a dark reddish-brown soln., and with a larger proportion of water, 
the colour is lemon-yellow. The aq. soln. reddens litmus. For the solubility in 
water, vide supra. According to M. Traube, in acidic soln., chromium trioxide is 
reduced by hydrogen dioxide to chromic oxide: 4Cr03+8H,0.+6H,SO, 
=2Cr,(SO,)3+70,+14H,0. L. C. A. Barreswil observed that a transient blue 
colour is produced before the evolution of oxygen begins—vide infra, perchromic 
acid. The reaction was discussed by A. Bach, H. Spitalsky, A. von Kess and 
F. E. Lederer, E. Spitalsky and N. Koboseff, and HE. H. Riesenfeld and A. Wesch. 
The catalytic decomposition of potassium dichromate and hydrogen dioxide by 
cobalt salts is represented: K,Cr.0,+H,0.=2KCr0,+H,0, and 2KCr0O,+H,0, 
—K,Cr,0,+H,0+0,. The velocity of the reaction is promoted by copper, 
manganese, nickel, and cerium salts. In that case, the reaction 2KCrO,+H,0. _ 
—K,Cr,0,+H,0+0, then gives way to the rapid reaction 2K CrO,-++CoCl,+2H,O 
—H,Co00,+K,Cr,07-++2HCl, and H,Co03+H,0.+2HCl=CoCl,+3H,0+0., in 
agreement with the observation that a definite H’-ion conc. is necessary for the 
promotion. This explanation agrees with the observation that a definite hydrogen- 
ion conc. is necessary for the promotion. Oxidation of the cobalt is indicated by a 
decrease in the conc. of the perchromic acid in the promoted reaction. The 
cobalt may. be in the ter- or quadri-valent state during the promotion. The 
catalytic decomposition of hydrogen dioxide by potassium dichromate was studied 
by E. Spitalsky and N. Koboseff; and its acceleration by manganese salts by 
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A. C. Robertson. According to E. Spitalsky and N. Koboseff, during the catalysis 
of hydrogen dioxide by chromic acid or by acidified soln. of potassium dichromate 
the conductivity at first decreases sharply to a value which remains approximately 
constant during the major part of the reaction and then returns to its initial value 
as the reaction approaches completion. These changes are due to the formation 
and decomposition of catalytic intermediate compounds, and are, as is the catalysis 
itself, completely reversible, so that for each initial conc. of the substrate a definite 
value is obtained for the conductivity decrease and for the minimum conductivity. 
That the conductivity changes afford a parallel with the complicated kinetics of 
the reaction in dil. acid soln. is indicated by the coincidence of the maxima of the 
velocity of catalysis and of the velocity of the conductivity change. From the 
decrease of the conductivity the extent to which the hydrogen ions are used up in 
the formation of intermediate compounds may be calculated ; the flat portion of 
the velocity curves represents the complete removal of the hydrogen ions, whilst 
the velocity maximum expresses their liberation near the end of the reaction. 
The relationships have been determined at constant substrate conc. of the reaction 
velocity and of the conductivity decrease with (1) variation of the dichromate conc. 
at constant acid cone. ; (2) variation of the acid conc. at constant dichromate cone. ; 
and (3) variation in constant ratio of both the acid and dichromate conc. In the 
third case only the reaction velocity and the conductivity decrease are influenced 
in the same manner by the conc. changes. The nature of the curves obtained leads 
to the hypothesis that during the course of the reaction two intermediate compounds, 
M, and Mg, are formed reversibly, which require no hydrogen ions for their forma- 
tion and possess relatively small affinity constants, together with a third compound 
M3, which is much more stable and requires hydrogen ions for its formation. From 
the initial acid and dichromate concentrations and the decrease of hydrogen-ion - 
conc. during the catalysis the most probable nature of the more stable compound 
Mz is given by the equation: 2Cr,0,7’’+2H,0,+K +H =KH;Cr,0;9”, the 
affinity constant of the reaction being 1013, The velocity constants 4;=—42, and 
ky=5-6. On the flat portion of the velocity curve, where, at high concentrations 
of hydrogen peroxide, the more stable additive compound M3 is but little dis- 
sociated, the catalysis is effected simultaneously by two intermediate compounds, 
viz., Mz and the compound M,, which is the active agent in the catalysis in neutral 
soln. Towards the end of the reaction, as the hydrogen peroxide conc. becomes 
very small, 3 decomposes and releases the hydrogen ions ; very active but short- 
lived intermediate compounds are then formed, and account for the sharp maximum 
in the reaction velocity. From the affinity constants of M, and Ms, bearing in 
mind the possible existence of another substance M., the reaction velocity curves 
agree fairly well with part of the experimental curves. 

According to H. Moissan,? chromium trioxide does not react with chlorine free 
from hydrogen chloride; and K. H. Butler and D. McIntosh observed that the 
trioxide is insoluble in liquid chlorine, and has no effect on the b.p. of the liquid. 
According to A. Michael and A. Murphy, a soln. of chlorine in carbon tetrachloride 
in a sealed tube at 175° forms chromyl and carbonyl chlorides. H. Moissan 


- observed that bromine has no action on the trioxide. I. Walz found that a conc. 


soln. of chromium trioxide, when poured on iodine, rapidly turns black and assumes 
a syrupy consistency, and the liquid thus formed does not respond to the tests for 
' free iodic or hydriodic acid; chromium hypoiodite may be formed. A mixture 
of sulphuric acid and chromium trioxide oxidizes iodine to iodic acid. O. Ruff and 
H. Krug found that the trioxide is vigorously attacked by chlorine trifluoride. 
L. Henry showed that hydrogen chloride forms chromyl chloride: CrO,;+2HCl 
=Cr0.Cl,+H,0. The water so formed reacts with the chromy] chloride producing 
a dark oily liquid. W. Autenrieth added that the reaction with dry hydrogen chloride 
is vigorous and chromyl chloride is formed ; with 35 to 40 per cent. hydrochloric acid, 
30 per cent. of the acid forms chromyl chloride : CrO3+-2HCl=CrO,Cl,+H,0; with 
20 per cent. hydrochloric acid, chlorine, as well as chromyl chloride, is produced : 


CHROMIUM 231 


2CrO3+-12HC]=2CrCl,;-+3Cl,+6H,0. F. Penny said that with boiling hydrochloric 
acid chromic chloride and chlorine are formed. J.W. Thomas found that hydrogen 
chloride reduces chromates and dichromates. R. J. Meyer and H. Best obtained 
chromyl chloride by the action of 


hydrogen chloride on an acetic /2N-Fes(S0;), 6N-Fez (S0;), 

acid soln. of chromium trioxide. Mega sa GM MnS0; 7 —_ 4N-Fe, (Sth); 
H. Moissan found that dry hydro- ea A ‘aie (SQ); aes ey ) 
gen bromide does not act on fe ee ae 1 Boze EAS 4-501 
chromium trioxide ; while, accord- e [| / | ZZ | IB We by), 
ing to F. Penny, boiling hydro- TV YE | ZEON EN 
bromic acid yields bromine. ry yy CSO), 
M. Bobtelsky and A. Rosenberg Le She, 


found that the velocity measure- 
ments agreed with the typical 
formula for a reaction of the second 
order; and the effects of salts on 
the speed of the reaction are sum- 
marized in Fig. 27. The action of 
the salts decreases in the order: 
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mercuric chloride is catalytic, and Sana —/-25 N-COSO; 
zinc chloride exerts a neutral salt ee i oS pep cae 
effect. The subject was also dis- OH LO ON GDS AO BAN) VED 


cussed by M. Bobtelsky, and by Time ih minutes 
M. Bobtelsky and D. Kaplan. Fie. 27.—The Effect of Salts on the Reaction : 


L. L. de Koninck noticed that 6HBr-+ 2CrO;=Cr,03,+ 3H,0+3Br,. 


when potassium bromide is melted with a chromate, bromine is liberated. 

H. Moissan found that dry hydrogen iodide has no action on chromium trioxide ; 
and F. Penny, C. F. Mohr, E. Donath, and M. M. Richter observed that with boiling 
hydriodic acid, and iodides, iodine is set free. According to W. Ostwald, the 
reaction 2CrO3-+6HI=2Cr(OH)3+3I, is accelerated by the presence of free acids 
proportionally with the affinity constants of the acids. R. HE. de Lury found that 
the velocity of oxidation of potassium iodide by potassium dichromate is propor- 
tional to the conc. of the dichromate, and to the square of the conc. of the acid 
employed. The temp. coeff. of the reaction is about 1-4. The presence of ferric 
salts strongly accelerates the reaction. The theory of R. Luther and co-workers is 
that the induction of the reaction between chromic acid and iodides by ferrous 
salts is due to the formation of quinquevalent chromium by the reaction between 
ferrous ions and sexivalent chromium ions, these then oxidizing other ferrous ions 
and also iodide ions. According to C. Wagner and W. Preiss, the equilibrium 
CrVl+-Fell=CrV+Felll is established very rapidly, and C. C. Benson, having 
shown that the oxidation of ferrous salts by chromic acid is proportional to the 
square of the conc. of the ferrous salt, said that the reaction between CrV-ions and 
Fe*-ions can primarily involve only one of the latter, somewhat as follows: 
CrV+2Fel!>Cril+2Felll, The reaction with the iodide ion also proceeds in two 
stages with hypoiodous acid as an intermediate product: CrY+I!4+ HO! sCrlll 
+HIO; and HIO+H’+I’-I,+H,0. The values of the velocity cosntants 
indicate that there is a side reaction involving the splitting up of some CrV-ions 
possibly into CrUl and CrYlions. The reaction was also studied by K. Seubert 
and J. Carstens, K. Seubert and A. Henke, C. Wagner and W. Preiss, P. A. Meer- 
burg, R. H. Clark, W. Manchot and R. Kraus, R. F. Beard and N. W. Taylor, 
W. Preiss, A. Schiikareff, C. C. Benson, J. M. Bell, W. C. Bray, R. A. Gortner, 
R. Luther and T. F. Rutter, M. H. Golblum and L. Lew, M. Bobtelsky, and 
N. A. Orloff. W.B. Morehouse found the X-ray absorption of aq. soln. is greater 
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by 0-25 per cent. after than before the reaction: K,Cr,07,+12KI+14HCI—8KCl 
+2CrClz+3I,+6KI+7H,0. N. Schiloff studied the catalytic action of chromate 
ions on the reaction between potassium bromate and potassium iodide. N.R. Dhar 
showed that the speed of the reaction between chromic acid and potassium iodide 
is increased in sunlight ; and 8. 8. Bhatnagar and co-workers, that it is accelerated 
by a magnetic field. F. E. E. Germann and D. K. Shen studied the action of 
chromic acid on silver iodide photographic plates. 

H. Moissan? found that when chromium trioxide is heated with sulphur, the 
mixture inflames, forming sulphur oxides and chromium sulphide. K. Briickner 
said that chromic oxide and a little sulphide are formed. J.B. Senderens observed 
that when the mixture is triturated in the cold, sulphur dioxide and a brown mush 
of chromic chromate and sulphate are formed—if water be present, the reaction does 
not occur in the cold. According to O. Harten, when hydrogen sulphide is passed 
over heated chromium trioxide, decomposition occurs with incandescence: 2CrO3 
+6H,S—Cr,8,+6H,0+38. H. B. Dunniclifi and C. L. Soni studied the 
mechanism of the reaction, which they represented : 2H,CrO,+3H,S=2Cr(OH)3 
+2H,0+38. H. Rose found that an aq. soln. of chromic acid reacts with hydrogen 
sulphide forming water, sulphur, and hydrated chromic oxide; aq. soln. of 
chromates mixed with acid become green when treated with hydrogen sulphide, 
and sulphur is precipitated ; hot soln. are rapidly decomposed forming sulphuric 
acid. M. Traube found that dry sulphur dioxide does not react with dry chromium 
trioxide at 100°, and at 180°, sulphur trioxide and chromic chromate are slowly 
formed. P. Berthier said that aq. soln. of potassium dichromate and chromate are 
changed rapidly into a mixture of sulphate and dithionate ; with the chromate soln., 
brown chromium hydroxide is first formed and then dissolved as more sulphur 
dioxide is passed into the soln. According to H. Bassett, when potassium dichromate, 
potassium chromate, or chromic acid is reduced by sulphurous acid, 94 to 95 per 
cent. of sulphate is formed together with 5 to 6 per cent. of dithionate, the amount 
of the latter produced being independent of the temp. The freshly reduced soln. 
do not give the reactions of chromium or of SO,-ions, and appear to contain a 
compound (KSO,)Cr(SO4)o(KSOs), or the corresponding acid, which slowly 
decomposes into chromic sulphate and potassium sulphite. If sulphuric acid or 
potassium sulphate is added to these soln., the reactions of SO, are not given by 
the resulting mixture. It seems possible that one mol of chromium sulphate may 
mask the reaction of as many as six mols of sulphuric acid. A. Skrabal said that 
if chromic acid be rapidly reduced by sulphur dioxide an unstable, green chromic 
salt is formed; and if slowly reduced with a feebly acid soln., a violet 
chromic salt is formed. H. Rose found that conc. sulphuric acid dissolves 
chromium trioxide forming, in the cold, a brownish-yellow soln. which gradually 
deposits crystals of chromium trioxide ; if the soln. is heated to the evaporation 
temp. of sulphuric acid, oxygen is evolved and chromic chromate and sulphate are 
formed. A. Wesch observed that when warmed with sulphuric acid, chromium 
trioxide is decomposed more turbulently than potassium dichromate—oxygen is 
evolved but no ozone. C. Weltzien, and C. T. Kingzett observed that when conc. 
sulphuric acid and potassium dichromate are heated together, ozonized oxygen 
is evolved; J. C. G. de Marignac denied this. L. I. de N. Ilosva attributed the 
reaction to the presence of chlorine, not ozone, but R. Kraus found that when 
powdered potassium dichromate, free from chlorine is triturated with conc. sul- 
phuric acid, ozone is formed. O. Brunck also observed a formation of ozone. 
A. W. Rakowsky and D. N. Tarassenkoff measured the solubility of chromium 
trioxide in sulphuric acid between 0° and 100°, and they said that the smooth curves 
with high concentrations of sulphur trioxide suggest the existence of only one solid 
phase. A. Schrotter, and P. A. Bolley observed the solubility of chromium trioxide 
in sulphuric acid respectively of sp. gr. 1-660 and 84:5 per cent. ; and J. Fritzsche 
found it to be very soluble in sulphuric acid of sp. gr. 1:85. L. F. Gilbert and 
co-workers found the solubility expressed in molar percentages at 25° to be : 
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SO; : 0 1-47 16-41 32-04 33-17 37°79 38°97 45-80 58-94 
CrO; ropa S 21-10 Iedd 1-62 1:58 0-43 0°36 0-44 0-88 
Solid phase CrO3 Cr03.S03 CrO3.803.H,O 


The results are plotted in Fig. 75, in connection with chromyl sulphate. The 
solubilities at 45° are : 

SO, 525 16-73 22-0 
re Igo. 00. Ori 


] 31-05 33°55 34:67 37:07 42-26 45°67 
7 1-16 1-15 i cal | 0-63 0°38 0:30 


Solid phase CrO, Cr03.803 Cr03803.H,0 


The results of A. W. Rakowsky and D. N. Tarassenkoff between 0° and 100°, are 
plotted in Fig. 28. The hydrate SO3.2H,O forms metastable mixed crystals with 
chromium trioxide. J. Fritzsch said 

that the trioxide is slightly soluble in a SY Crd, 

soln. of potassium hydrosulphate. Ac- — 
cording to O. Brunck, chromium tri- 

oxide and chromates are immediately 
reduced by sodium hyposulphite at 
ordinary temp. forming chromic oxide 

or chromic salts. A. Longi and L. Bo- 

navia observed that in the reaction be- 
tween chromium trioxide and thiosul- 
phates, W. Diehl’s equation : 4K,Cr,07 

+ 3NagS20z —- 13H,SO, = 3Na SO, 
+-4Cr,(SO,)3-+-4K,80,+13H,0 is not WERKE 
correct. On adding a mineral acid and /7 a by, 
potassium dichromate to a dil. soln. of Pe i arias 
sodium thiosulphate, A. Longi found ei ae Dy SEGEIET 
that the reaction: SHyCr0,-6H,8,0,  CTsS0s-H.0 between 0° and 100°. 
=3H.8,0¢+2Cr(OH)3+2H,O, occurs; small quantities of sulphuric acid are 
simultaneously formed in accordance with the secondary reaction: 3H,S,0¢, 
+14H,CrO,+16H,0=12H,80,+7Cr.(OH)s. Hydrogen sulphide is also pro- 
duced, and both sodium thiosulphate and tetrathionic acid give this gas when small 
quantities of an acid or a chromic salt are added to their soln.; more hydrogen 
sulphide is obtained at high than at low temp., and tetrathionic acid is more stable 
than the thiosulphate, for sodium thiosulphate gives hydrogen sulphide when 
treated with hydrogen dioxide or acetic acid, or when carbon dioxide is passed 
through its hot soln. The reaction was studied by F. J. Faktor; and G. Powarnin 
and M. Chitrin showed that in conc. soln., the oxidation proceeds most readily in 
the absence of an excess of acid—+.e. no more than 8H’ per 2Cr. No more than 
4-2 mols of thiosulphate per mol of potassium dichromate take part in the first stage 
of the reaction; the proportion of sulphur separated increases with the conc. of 
the H’-ions; in neutral soln. no sulphur is formed and the reaction proceeds : 
2Cr,07"’ +803’ =Cr0,"+2803"+3CrO,. When the proportion of H’-ions is 
raised from 8 to 14 per 2Cr, the amount of thiosulphate which undergoes change 
is altered, and more sulphur is separated. This indicates that when the conc. of 
the H’-ions is low, tetrathionate is formed, and the tetrathionate is decomposed 
when the conc. of the H’-ions is high. H. Moissan observed that selenium reacts 
violently with the trioxide. 

H. Moissan ¢ said that nitrogen has no action on chromium trioxide. O. Unver- 
dorben, and R. Béttger showed that ammonia gas decomposes the dry trioxide with 
incandescence at ordinary temp. forming chromic oxide. M. Berthelot examined 
the heat of the reaction. E. C. Franklin said that the trioxide is slightly soluble 
in liquid ammonia. According to A. Rosenheim and F. Jacobsohn, liquid 
ammonia acts on chromium trioxide in a sealed tube at ordinary temp. forming a 
brown complex-chromium triamminotrioxide, CrO3.3NH3, or more probably 
ammonium imidochromate, NH : CrO(O.NH,4),—vide amido compounds, 8. 49, 21. 


Mig 
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For the action of ag. ammonia, vide the ammonium chromates. F. Ephraim 
observed that the trioxide reacts vigorously when triturated with sodium amide. 
T. Curtius and F. Schrader observed that hydrazine is decomposed explosively by 
chromates ; U. Roberts and F. Roncali said that 2 mols of potassium dichromate 
develop 3 mols of nitrogen, while K. Seubert and J. Carstens represented the reac- 
tion: H,Cr,0,+N,H,—2Cr0O,.+3H,O0+N.,—chromium dioxide is formed as an 
intermediate product. E. J. Cuy and W. C. Bray represented the reaction with 
_ hydrazine in acidic soln. by 38N,.H;’+2Cr,07"+13H =3N,.+4Cr’+14H,0. 
HK. Schweizer represented the reaction in aq. soln. with nitric oxide by: 2K,Cr,07 
+2NO=2KNO0,+K,Cr0,+Cr,03.CrO3. The reaction was also studied by 
H. Reinsch, and C. W. Eliot and F. H. Storer. P. Grouvelle, and F. Wohler found 
that nitrous acid reduces chromium trioxide in aq. soln. H. Rose said that nitric 
acid does not change the chromic acid of the chromates, but in conc. soln. red 
fuming nitric acid reduces chromic acid to chromic oxide and brown chromic 
chromate. EH. Zettnow said that chromic acid is insoluble in nitric acid of greater 
sp. gr. than 1-46; and R. Bunsen, in fuming nitric acid containing no nitrous 
oxides. S. A. Mumford and L. F. Gilbert found that the solubilities of chromic 
acid in nitric acid of different conc., when compositions are expressed in grams per 
100 grms. of soln., are, at 25°, 

HNO.” a 38 2°28 5:95 13-25 35°35 59°11 74-47 82-90 91:36 
CrO, 2; 62°85 60:31 56°47 48-10 25°54 4°88 0-27 0-06 8:29 
there is a minimum at 0-06 per cent. CrO3. At 45°, there is a minimum with 
0-44 per cent. CrOsz : 


HNOS- 22.0 2°05 5:58 19°53 50:69 73°81 81-55 91-83 98-06 
CrO, - 53°51 61-27 57°93 43-41 13°15 0-88 0-44 3°39 9-42 


The minimum solubility occurs with nitric acid approximating 18N-HNOs, or 
HNO3.H,0. The curves are simple and continuous. The sp. gr. of the mixed soln. 
are only approximately additive. H. Moissan observed that phosphorus reacts ex- 
plosively with molten chromium trioxide; and A. Oppenheim found that an aq. 
soln. of chromic acid at 200° is reduced by red phosphorus to chromic chromate. 
According to J. Jacobson, phosphorus dissolves in a soln. of chromic acid to form 
chromic phosphate. HE. Kopp observed that a soln. of potassium dichromate when 
heated, or exposed to sunlight, is reduced by phosphorus. Observations on this 
subject were made by A. Stiassny, and J. W. Slater—vide phosphorus. According to 
G. Viard, the rate of the reaction between chromic acid and phosphorous acid can 
be represented by dx/dt=k(a—zx)4. The initial velocity varies according to a 1:4 
power of the concentration. 8. 8S. Bhatnagar and co-workers found that the 
reduction with phosphorous acid is accelerated by a magnetic field. A. D. Mitchell 


represented the reaction with hypophosphorous acid (q.v.) : H3PO0,-+-Cr,07”=H3PO3 ~ 


+ Cr,0¢6"; followed by 2H3PO.+Cr,0,’+8H =2H3P03+2Cr+4H,0. Vide infra, 
for the phosphochromates formed by condensation with phosphoric acid. H. Schiff 
represented the reaction with phosphorus pentachloride by CrO,+ PCl,=CrO.Cl, 
+POCls, and by a secondary reaction, chromic chloride is formed. P. Walden 


showed that chromium trioxide is virtually insoluble in phosphoryl chloride. 


H. Moissan found that arsenic reacts with chromium trioxide with incandescence, 
forming arsenide. According to C. Reichard, an aq. soln. of chromium trioxide is 
reduced by arsenic trioxide ; and the reaction was studied by R. E. de Lury, and 
W.L. Miller. A. Skrabal showed that if the reaction proceeds slowly, violet chromic 
salt is formed, and if rapidly, a green salt—vide 9. 51, 22, for the arsenic chromates 
formed by condensation with arsenic acid. 

M. Berthelot 5 found that when heated with conc. chromic acid, carbon furnishes 
carbon dioxide and oxalic acid. EH. B. Alekseevsky and A. P. Musakin studied 
adsorption of chromic acid by charcoal. J. Hargreaves and T. Robinson noted that 
alkali chromates are reduced to chromic oxide by carbon monoxide, and an alkali 
carbonate is formed. B. Neumann and C. Exssner studied the conversion of soln. 
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of sodium chromate to dichromate by carbon dioxide under press. H. EH. Armstrong 
observed that with carbon disulphide at 180°, a little carbonyl sulphide is. 
formed; and R. Bottger observed that heated chromium trioxide is reduced by 
carbon disulphide. J. Guareschi found that cyanogen bromide is decomposed 
by chromic acid, forming bromine, chromic oxide, carbon dioxide, and ammonia. 
K. Someya studied the electrometric titration of potassium dichromate and 
potassium ferrocyanide. EH. Ludwig observed that methane is not attacked 
by chromium trioxide; while ethylene furnishes carbon dioxide, water, formic 
acid, probably acetic acid, and, according to M. Berthelot, some aldehyde. 
M. Berthelot also observed that with acetylene, a conc. soln. of chromic acid 
gives carbon dioxide and formic acid, while with dil. soln. some acetic acid is 
formed; allylene yields propionic and acetic acids, etc.; and propylene, pro- 
plonic acid, acetone, etc. R. Fittig found that the side-chains of the aromatic 
hydrocarbons are oxidized to CO.OH groups by chromic acid or a mixture of 
sulphuric acid and potassium dichromate. According to A. Schafarik, commercial 
benzene inflames in contact with powdered chromium trioxide, but petroleum, 
rectified over sodium, shows scarcely any signs of action after some weeks’ contact 
with chromium trioxide ; R. Boéttger observed that the heated trioxide is reduced 
by petroleum or turpentine. A. Gawalowsky said that while chromium trioxide 
and chromates oxidize aleohol to aldehyde, a highly purified aq. soln. of chromic 
acid does not act on alcohol, but it does so if a drop of sulphuric acid be added. 
J. M. Eder added that a soln. of ammonium dichromate in absolute alcohol decom- 
poses more rapidly than a soln. in 50 per cent. alcohol. The reaction is favoured by 
light. EH. J. Bowen and C. W. Bunn studied the photochemical oxidation of the 
alcohols—methyl, ethyl, n-propyl, and 7so-propyl—by dichromates. H. Wienhaus 
observed that chromic esters can be obtained by shaking a soln. of an aromatic 
tertiary alcohol in light petroleum or carbon tetrachloride with an excess of 
chromium trioxide. Aromatic secondary alcohols were decomposed by treatment 
with chromic acid ; thymol was coloured blue ; and eugenol was oxidized without 
coloration. S. Takegami observed that colloidal chromic chromate, Cr(CrO,)s, 
is formed when alcohol is added to a soln. of chromic acid. EK. Miiller and co- 
workers also studied the reaction. B. V. Tronoff and co-workers studied the velocity 
of oxidation of alcohol; and D. 8. Morton examined the photochemistry of the 
reaction. A. Schafarik said that chromium trioxide is soluble in dried ether, freed 
from alcohol. R.M. Isham and C. HE. Vail said that when chromic acid is added to 
ether, a violent reaction takes place with evolution of acetaldehyde vapour and 
the separation of green chromic oxide. If the chromic acid is introduced into 
ether previously cooled to —10°, a yellow soln. is first produced, but oxidation 
begins almost immediately with the same results as those obtained at the ordinary 
temp. B. V. Tronoff studied the velocity of oxidation of ethers and esters. 
A. Naumann said that the trioxide is soluble in acetone. N. R. Dhar, and G. Ulrich 
and T. Schmidt studied the reducing action of formic acid on chromium trioxide. 
C. Wagner observed that the reaction with formic acid progresses in stages, CrO3 
—>CrY-sCrill; and if a manganous salt is present as negative catalyst, CrO3 
—>CrY—>2CrU+ Crit, The retarding action of manganous salts on the oxidation 
of formic or lactic acid by chromic oxide is ascribed to their promoting the trans- 
formation of the quinquevalent chromium into sexivalent and tervalent chromium. 
A. Pictet found that glacial acetic acid forms acetochromic acid, HO.CrO9.C,H30s% ; 
and A. Pictet and P. Genequand could not prepare a similar compound with formic 
acid or with valeric acid because of their reducing action; but with butyric acid, 
butyrochromic acid, HO.CrO,.C,H,Og, is formed. The oxidation of oxalic acid by 
chromium trioxide was observed by H. Vohl, W. P. Jorissen and L. T. Reicher, 
B. K. Mukerji and co-workers, A. K. Bhattacharya and N. R. Dhar, H. Kunz- 
Krause and P. Manicke, N. R. Dhar, and M. Prud’homme. K. Jablezynsky 
deduced an equation for the reducing action of oxalic acid on the assumption that 
it occurs in three stages; CrV!—>CrV (i), CrY->Cr!V (ii), and Cr!V—>Cr!4 (iii). The 
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velocity constants are respectively k,=0-0344, k,=—0-1322, and k3=—0-0238. 
N. R. Dhar found the reaction is about four times as fast in tropical sunlight as in 
darkness. The reaction was also studied by A. K. Bhattacharya and N. R. Dhar. 
C. Wagner observed that if a soln. of chromic acid is added to a mixed soln. of 
potassium iodide and sodium hydrocarbonate, no free iodine is formed, but a 
reacting mixture of oxalic and chromic acids will liberate appreciable amounts 
of iodine from the iodide. It is therefore to be concluded that some active inter- 
mediate product is formed in the reaction between chromic acid and oxalic acid, 
and the same is true for the reaction between chromic acid and tartaric acid. This 
substance is so unstable that it can scarcely be hydrogen peroxide, or a compound, 
of the nature of percarbonic acid, and attempts to detect the formation of these 
substances have, in fact, been futile, nor is there any evidence in favour of the 
existence of chromic acid-oxalic acid complexes. In the reaction between chromic 
acid and lactic acid, however, the intermediate product is more stable, probably 
owing to the formation of a complex compound with the lactic acid. Intermediate 
products are also formed in the oxidation of oxalic, lactic, tartaric, and thiocyanic 
acids by chromic trioxide. Chromium trioxide decomposes tartaric acid, and 
citric acid as observed by W. P. Jorissen and L. T. Reicher, and W. G. Vannoy. 
A. K. Bhattacharya and N. R. Dhar studied the photochemical decomposition of 
citric, tartaric, and lactic acids by chromic acid. H. 8S. Fry found chromium 
trioxide to be soluble in acetic anhydride ; and that acetyl chloride dissolved in 
carbon tetrachloride forms chromyl chloride; acetyl bromide forms chromyl 
bromide ; but acetyl iodide does not react. A. Naumann observed that chromium 
trioxide is soluble in benzonitrile, and in methyl acetate ; but is sparingly soluble 
in ethyl acetate. R. Bottger found that ethyl acetate, and ethyl nitrate reduce 
hot chromium trioxide to chromic oxide. M. Prud’homme showed that the oxida- 
tion of indigo is greatly accelerated by the presence of oxalic acid. The reducing 
action of paper was observed by A. Maus; wool, by G. Ulrich and T. Schmidt ; 
sugar, by W. P. Jorissen and L. T. Reicher; vegetable products, by J. Jacobson ; 
gelatin, by EH. P. Wightman and 8. E. Sheppard ; and animal fibres, by M. A. Ilinsky 
and D.I. Kodner. EH. Goldberg found that the velocity of the reaction with quinine 
in light is proportional to the intensity of light; only those rays are active which 
are absorbed ; Beer’s law holds good ; and the temp. coeff. of the reaction is small. 
R. Luther and G. 8. Forbes showed that the quinine is alone sensitive to the light 
so that the first stage of the reaction is the formation of sensitized quinine with a 
velocity proportional to the light absorption ; and the second stage is a reaction 
with the sensitized quinine with a velocity which is proportional to the conc. of 
the chromic and sulphuric acids. The reaction was studied by D. 8. Morton. 
A. K. Bhattacharya and N. R. Dhar, and B. K. Mukerji and co-workers studied 
the reaction with quinine sulphate. L. Cohn, and A. Windhaus indicated the use 
of chromium trioxide in the oxidation of organic compounds in the laboratory, 
and A. N. Dey and N. R. Dhar studied the kinetics of the oxidation of organic acids 
by chromic acid. Chromic acid and soluble chromates give precipitates with basic 
dyes, but not so with the insoluble chromates. 

According to P. Lebeau,® silicon is not attacked by chromium trioxide. 
R. Bunsen said that chromates heated before the blowpipe flame impart a green 
colour to beads from borax, or microcosmic salt ; and L. Méser and W. Eidmann, 
that boron nitride reduces the trioxide to a lower oxide. L. F. Gilbert studied the 
system CrO3-B,03-H,O0 at 25° and 45°. For the solubility of borie acid and 
chromic acid in grams per 100 grms. of soln., and the sp. gr., he found: 


CrO, » . .G2-40 99-90 43°80 33°05 18-07 9-42 4-90 
73 eae ton 8 0 Plates 0-10 0-16 0-65 1-02 1-58 2-28 Pat 
Spar. 3 1-699 1-657 1-420 1-296 1-156 1-086 1-052 
CrO, . 61°56 58°10 57°50 07°34 53°80 25-60 2°40 
dO BBO WS 0-90 0-92 0°87 0-12 0°85 2°33 4-76 
Sp Hors 1-674 1-612 1-603 1-603 1-528 1-219 1-038 
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J. L. Gay Lussac and L. J. Thénard observed that sodium or potassium reacts with 
chromium trioxide with incandescence. R. G. van Name and D. U. Hill found 
that the values for the monomolecular velocity constant k, in dz/dt=k(a—z), 
when copper dissolves in 0-015 molar soln. of chromium trioxide with 0-05, 
0-25, 1-25, and 5:0 molar proportions of sulphuric acid, were, respectively, 5-58, 
6°95, 5:34, and 2-072; silver and the 0-015 molar chromium trioxide with 0:25, 
and 5:0 molar H,SO,, gave the constants 4:31, and 1-23 respectively. The 
initial velocity of the dissolution of silver in chromic acid is greater than that 
which characterizes the normal process of dissolution. This indicates that the 
velocity depends on the physical state of the metal, and is not entirely deter- 
mined by the process of diffusion. The reduction of chromic acid by copper 
was discussed by V. H. Veley,? E. Murmann, and F. Fischer. According to 
R. G. van Name and D. U. Hill, in the action of 0-015M-CrO3 and 5:0M-H,SO, 
on tin, the velocity constant was 2-74; with nickel, 2:67; while with cad- 
mium and 0:015M-CrO, and 0-25, 1-25, and 5:0M-H,SO,, the velocity con- 
stants were, respectively, 7-02, 5-32, and 2-67; and with iron and 0-015M-CrO, 
with 0-25 and 5-0M-H,S80,, the velocity constants were, respectively, 11-68, and 
4-20. H. Moissan found that zine reduces chromium trioxide and chromates to 
chromic oxide or salts ; iron also reacts with the evolution of much heat. E. Heyn 
and O. Bauer observed that iron dissolves in dil. chromic acid, and iron treated with 
a certain conc. of the chromic acid, may be partially protected from rusting. 
R. G. van Name and D. U. Hill studied the rate of dissolution of copper, silver, 
cadmium, tin, and nickel in chromic acid. J. F. John found that manganese dis- 
solves in chromic acid. J. Jacobson observed that mercury reduces an aq. soln. 
of chromium trioxide ; and also soln. of chromates and dichromates. A. Charriou 
studied the adsorption of chromic acid by aluminium hydroxide. According to 
A. Scheurer-Kestner, stannous chloride is oxidized by chromium trioxide: 6SnCl, 
+4Cr03=38nCl,+3Sn0,+2Cr,03; F. Penny found that dichromates are also 
reduced by stannous chloride. M. Neidle and J. C. Witt found that the stoichio- 
metric relations in the reaction between stannous chloride and potassium dichromate 
are the same in the absence of acid as in its presence ; when potassium dichromate 
is added in the theoretical quantity to a soln. of stannous chloride in the absence 
of acid, brownish- and greenish-blue, gelatinous masses are formed, which dissolve 
and form a clear, deep olive-green soln. when the whole of the dichromate has been 
added. These soln. appear red by transmitted light. Dialysis, and extraction 
with alcohol, showed that the soln. consists of potassium and chromium chlorides, 
together with colloidal soln. of hydrated stannic and chromic hydroxides. On 
dialysis a clear sol, of the approximate composition 6SnO, : 1Cr2Os, is obtained, 
and this sol contains the whole of the tin and about one-half of the chromium used 
in the reaction. The course of the reaction is given by the equation: 2K,Cr.0, 
R. Kraus studied the action of soln. of uranous salts and molybdous salts on 
chromium trioxide soln.; and K. Someya, soln. of titanous salts. A. Geuther 
represented the reaction with anhydrous ferric chloride by : 2FeCl3+3Cr03—Fe,0s 
+8CrO2Cly. S. Orlowsky found that, in alkaline soln., potassium dichromate 
oxidizes manganous salts to manganic: K,Cr.0,+6MnS80O,+10NH,0H+7H,0O 
=2Cr(OH)3+6Mn(OH)3+ K,80,+5(NH,)oSO,4, and the more conc. the alkali, 
the smaller the oxidation produced. The reaction was studied by R. Lang and 
co-workers. For the action on permanganates, vide permanganates. Chromium 
trioxide is reduced by ferrous salts. M. Neidle and J. C. Witt found that the 
stoichiometric relations in the reaction between potassium dichromate and ferrous 
sulphate are the same in the presence or absence of acid. In the absence of acid 
the reaction is instantaneous, except in very dil. soln. The reaction may be 
expressed by the equation: 3K,Cr,07,+18FeSO,+(x+6y)H,0=3K.S80, 
+Cr,03.7H,O0+2Cr,(SO,)3+3Feo(SO,)3+6(Fe,03.yH,0). The colloidal chromic 
and ferric oxides are precipitated by the sulphate ion in the soln., and adsorb a 
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large quantity of ferric sulphate and smaller quantities of the other two sulphates. 
The electrometric titration of ferrous salts with potassium dichromate was studied 
by R. G. van Name and F. Fenwick, and E. Miiller and H. Kogert. C. Rube 
observed that potassium ferrocyanide is converted into ferricyanide. 

F. Penny, H. Schwarz, and J.Schabus found that a soln. of ferrous sulphate gives 
a yellowish-brown precipitate with chromates or dichromates, which ultimately dis- 
solves and a green soln. of a chromic salt remains. C.C. Benson observed that the 
rate of oxidation of ferrous sulphate is proportional to the second power of the conc. 
of ferrous salt and of acid ; and approximately proportional to the 1-7 power of the 
conc. of the potassium dichromate. The presence of ferric salts retards the reaction. 
In the presence of iodide, the rate of oxidation of the ferrous salt is proportional 
to the conc. of the dichromate and ferrous sulphate, and to the third or fourth 
power of the conc. of the acid. Increasing the conc. of iodide causes at first a 
decrease and later an increase of the rate. The results are not in accord with the 
peroxide theory of W. Manchot, which assumes the primary product of oxidation 
of the ferrous sulphate to be a peroxide, which then reacts with the iodide and the 
remaining ferrous salt; but they agree with the assumption that the iodide takes 
part in the reaction, and the two reactions are suggested as occurring together 
(i) between Cr,0,7"’, Fel’, I’, and 4H’, and (ii) between Cr,0,7’”’, 2Fe”’, and 2H. 
The reaction was discussed by W. L. Miller, and R. A. Gortner. The reaction 
between chromic acid and hydriodic acid in dil. soln. has been studied by N. Schiloff, 
R. Luther and N. Schiloff, and R. Luther and T. F. Rutter in the presence of 
hydriodic acid as acceptor, and vanadium salts as inductors. Bi-, ter-, and quadri- 
valent salts of vanadium are ultimately oxidized to quinquevalent vanadium. 
The inductor factor is 2, meaning that for one eq. of vanadium oxidized, two eq. 
of iodine are set free. Vanadic acid does not effect the rate of oxidation of hydriodic 
acid by chromic acid, and only acts comparatively slowly on hydriodic acid, so 
that the process is not greatly complicated by side reactions. With uranous sul- 
phate as inductor, and a large excess of potassium iodide, the induction factor is 
0-74. While W. Manchot supposed that the inductor is oxidized by chromic acid 
to a peroxide, R. Luther and T. F. Rutter assumed that the inductor reduces 
chromic acid to quinquevalent chromium, which is a more rapid oxidizing agent 
than the acid itself. Whereas W. Manchot’s theory requires the formation of 
intermediate peroxides of very diverse formule, the assumption of the intermediate 
formation of quinquevalent chromium alone accounts for nearly all the reactions 
so far investigated. It is suggested that the reduction of chromic acid proceeds in 
the following stages CrY'>CrY—>CrlV-sCrll, and that chromic acid contains 


sexivalent and not quadrivalent chromium as W. Manchot has suggested. . 


N. R. Dhar studied some induced reactions, e.g. the action of chromic acid on the 
reduction of mercuric chloride by oxalic acid. 
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§ 15. The Chromates. Monochromates 


The normal chromates are to be regarded as salts of the dibasic chromic acid, 
or rather metachromic acid, H,CrO, ; it is possible that the hypothetical para- 
chromic acid, H,CrO;, is represented by some of the basic salts—PbO.PbCrO, : 
and the hypothetical orthochromic acid, HCrg0¢, represented by other basic salts— 
e.g. 2PbO.PbCrO,. : 
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L. N. Vauquelin,! J. B. Richter, and H. Moser obtained what was regarded as 
ammonium chromate, (NH,),CrO,, by evaporating an aq. soln. of chromic acid 
mixed with an excess of ammonia. J.J. Pohl said that with the ammonia in large 
excess, yellow crystals of ammonium oxychromate, (NH4)20.4(NH4),CrO,, are formed ; 
which, according to J. Schabus, are monoclinic prisms with the axial ratio a:b: ¢ 
—0-7458 : 1 : 0-4955, and B=106° 15’. C. F. Rammelsberg doubted whether this 
compound really exists; J. J. Pohl’s analysis was imperfect—only the chromium 
was determined. KH. Jager and G. Kriiss showed that when an aq. soln. of chromic 
acid is evaporated with ammonia, the salt is partially decomposed with evolution - 
of ammonia, and a mixture of chromate and dichromate is always obtained ; even 
when the soln. is evaporated at 50° to 60°, reddish-yellow crystals containing 59-19 
per cent. of chromic oxide are obtained, and at ordinary temp., also, a mixture of 
the two salts is produced. According to Y. T. Gerasimoff, the salt cannot be 
conveniently prepared by double decomposition, 
but it can be made by neutralizing chromic acid 
with ammonia. Ammonium chromate can be 
prepared by treating chromic acid, free from 
sulphuric acid, with aq. ammonia of sp. gr. 0:9, 
adding ammonia and warming gently until the 
solid salt which separates is redissolved, and then 
placing the soln. in a freezing mixture. It 
crystallizes in long, golden needles. EH. Maumené 
said that a conc. soln. of chromic acid or potassium 
dichromate neutralized by ammonia, deposits 
ammonium chromate in yellow, crystalline tufts, Fie. 29.—Equilibrium Diagram 
which resemble those of the potassium salt, but na the Ternary System : 

: : r0,-NH,-H,0 at 30°. 

soon lose ammonia, and change into the di- Fue 

chromate. The salt is best crystallized by evaporating the slightly ammoniacal 
soln. over quicklime, and should be kept in sealed vessels. H. Hirzel obtained 
ammonium chromate by gradually adding chromyl chloride to an excess of aq. 
ammonia, and evaporating the soln. below 60°. The first crop of crystals is 
ammonium chromate; and the next crop, ammonium chloride. The salt was 
purified by recrystallization. Analyses by HE. Kopp, 8. Darby, and E. Jager and 
G. Kriiss agreed with the formula (NH4).CrO,. E. Maumené, L. N. Vauquelin, 
H. Moser, and E. Jager and G. Kriiss showed that when the aq. soln. of the salt 
is repeatedly evaporated, it is first converted into the dichromate, and then into 
a brown oxide. H. Jager and G. Kriiss could not prepare any basic salt like that 
reported by J. J. Pohl; nor did ¥. A. H. Schreinemakers observe the formation 
of any basic salt during his study of the ternary system: CrO3-NH;—-H,0, at 30°. 
The following is a selection from the solubility data for sat. soln.—concentrations 
are expressed in percentages : 


CrO, . : 6°933 9:966 14-486 18-98 27-09 25-43 42-437 

NH, . . 22°348 16°529 10-780 6-49 6°87 4°34 3°1483 

Solids (NH,),0rO, (NH,),Cr,0, 

CrO, . . 44:08 52°41 56°62 58°87 63-60 62-94 62-28 

INES. re od 1-107 0:9496 0:6485 0°3991 0-2094 — 
SS Sa eee ae Se SN eee 

Solids (NH,),Cr,04o -  (NH,)oCr,049 CrO, 


The results are shown respectively in Fig. 29. The region above the line abcdef 
refers to unsaturated soln. ; ab represents soln. in equilibrium with solid chromium 
trioxide ; bc, with solid ammonium tetrachromate; cd, with solid trichromate ; 
de, with solid dichromate ; and ef, with solid monochromate. Ammonia was here 
selected as one of the components because (NH,),0 is not stable. 
According to H. Jager and G. Kriiss, the golden-yellow needles are monoclinic 
VOL. XI. R 
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prisms with the axial ratios a: b: c=1-9603 : 1 : 2-4452, and B=64° 47’. EH. Her- 
linger studied the structure of the crystals. J. W. Retgers said that ammonium 
chromate is not isomorphous with the potassium chromate family. The other 
measurements of G. N. Wyrouboff made it appear as if the salt is dimorphous, like 
potassium chromate ; but more data are required to confirm these results ; however, 
he found that ammonium chromate forms an isomorphous series of solid soln. with 
anhydrous, rhombic sodium sulphate, and another series with anhydrous, monoclinic 
sodium sulphate. There is a gap between the two series, and hence, the salt exhibits © 
what has been called a labile dimorphism. T. Ishikawa studied the system : 
(NHy4).CrO,—(N Hy)28O,-K,SO,-K,CrO,. 8. Araki found that the solubility curve 
in the system: (NH,),.CrO,-(NH,4).80,-H,O at 25° has two branches with two 
series of solid soln. No solid soln. occur with ammonium sulphate between 2-90 
and 21-50 molar per cent.—BC, Fig. 30. He also 
studied the system: (NH,).CrO,-K,CrO,-H,0. 
H. G. C. Schroder gave 1-866 for the sp. gr. of 
ammonium monochromate; F. W. Clarke, 1-917 at 
12°; and HK. Jager and G. Kriiss, 1-886, at 11°. 
K. F. Slotte found the sp. gr. of aq. soln. with 
10-52, 19-75, and 28-04 per cent. of (NH4),CrO, to 
be respectively 1-0633 at 13°, 1:1197 at 13-7°, 
and 1:1727 at 19-6°; and the viscosity (water 
100) respectively 108-3, 120-3, and 137-9 at 10°; 
fs Temes eet 85-2, 95-5, and 110-1 at 20°; and 57-8, 66-1, and 
Per cent (WH), Crd, in solid 76-9 at 40°. The sp. ht. of aq. soln. of a mol of 
Fitehos ioe ra Si wen Fi it eases Mees Be chromate with n mols of water was 
ee ee Y found by J. C. G. de Marignac to be 0-7967. for 
(NH,),CrO,-(NH,),SO, at 25°. %=25; 0:8767 for n=50; 0-9304 for n=100; 
and 0-9630 for n=200. The subject was discussed 
by N. de Kolossowsky. F. Morges gave for the heat of neutralization : 
(HCrO4aq.,2NH,OHaq.)=22:2 Cals. at 12°; and M. Berthelot, 24-42 Cals. at 
19:5°. FF. Morges also gave (NH,)oCroOvzaq.,2NHyOHag,)=20°4 Cals. at 12°. 
P. Sabatier found —5-8 Cals. for the heat of soln. of a mol of ammonium 
chromate in 200 parts of water at 18°. The spectroscopic observations of 
D. Brewster, and J. H. Gladstone have been previously discussed. M. G. Mellon 
studied the colour of soln. of different concentration. I. Plotnikoff and M. Kar- 
shulin measured the absorption spectrum and the region of photochemical 
sensitivity for collodion films with methyl] alcohol as acceptor. M. S. Sherrill found 
the eq. conductivity, A mho, corrected for hydrolysis, for m grm.-equivalents of 
_ the salt per litre at 18°, to be. 


Fer cent(NH,),CrQ, in soln. 


™m : : 0-005 0-01 0-02 0:04 
A : . 123-4 118-4 112°5 105°5 


and C. Watkins and H. C. Jones gave for the molar conductivity, w mho, of a mol 
of salt in v litres, 


v . ria 8 16 32 128 512 1024 
See 99:8 109-3 117°8 126-9 144-0 154-1 152-4 
1p tee ay 159°7 173°9 187-9 214 227 227 
le 20° oe — 193i9 213 230 263 280 279 
BO, ran — 230 282 274 312 333 333 


The calculated percentage ionizations at 0° and 35° are: 


Dies 4 . A 8 16 32 128 512 
0° ‘ sO 70°8 76°4 82:3 93-4 100-0 
35° ; oo 68-8 75:7 82-2 93:6 100-0 


M. 8. Sherrill calculated the hydrolysis of a 0-05 molar soln. at 18° to be 2-7 per cent. 
According to A. Naumann and O. Riicker, a not very exact distillation process 
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showed that the hydrolysis expressed in percentages of the ammonia content, for 
soln. containing m gram-equivalents of salt per litre, was: 
m ; : 1-0 0-4 0-1 0-025 0-0025 
Hydrolysis . 31:0 32°6 36°8 42-0 49-0 

K. Jager and G. Kriiss said that ammonium chromate is not particularly stable 
in the dry state, and on exposure to air, it gradually turns reddish-yellow owing 
to the formation of the dichromate ; it also decomposes in a dry atm., or when 
gently heated. A. Maus observed that decomposition occurs with glowing, when 
heated, and the green chromic oxide which remains is readily soluble in acids. 
W. C. Ball observed that when heated, it decomposes like the dichromate (¢.v.). 
According to EH. Maumené, ammonium chromate yields a brown oxide, CrO,, when 
heated at 204°, identical with the oxide which was described by L. N. Vauquelin as 
precipitated on heating the aq. soln., although in all probability it is formed only 
on the superheated sides of the vessel. When the temp. is raised to 220° or 225°, 
explosive decomposition occurs, and the oxide CrO is formed, which, however, 
takes fire at once, and burns to the green oxide Cr,03; it is probable that the 
compound N,H,CrO3 is formed as an intermediate product. F. A. H. Schreine- 
makers found that 40-46 grms. of the salt dissolve in 100 grms. of water at 30°-— 
vide supra. In consequence of hydrolysis, the soln., as noticed by L. N. Vauquelin, 
H. Moser, and E. Jager and G. Kriiss, reacts alkaline, and gradually loses ammonia. 
Consequently, as pointed out by E. Maumené, it should be crystallized from aq. 
soln. in an atm. of ammonia. M. Gréger observed that the aq. soln. containing 
the molar proportions 2NHz;: CrO3 is orange coloured, not yellow. He therefore 
assumed that the soln. contains a large proportion of dichromate: 2(NH,).CrO, 
=2NH3+H.0+(NHy,)oCr,07. C. Paal and G. Briinjes found that in the presence 
of colloidal palladium, a soln. of ammonium chromate is reduced by hydrogen. 
W. Miller found that the vapour of carbon disulphide converts it into chromium 
sulphide and oxide. H. Stamm measured the solubility of the salt in aq. ammonia 
and found that soln. with 0, 1-818, and 3-436 mols of NHg per 100 grms. of water 
dissolve, respectively, 0-200, 0-066, and 0-043 mol of (NH4).CrO,. HE. C. Franklin 
found that the salt is sparingly soluble in liquid ammonia; and A. Naumann, 
sparingly soluble in acetone. 

G. C. Gmelin,? C. F. Rammelsberg, and L. Schulerud prepared lithium chromate, 
Li,CrO,.2H,O, by evaporating an aq. soln. of lithium carbonate in chromic acid. 
J. W. Retgers said that if the soln. be evaporated 
at this temp., or if the salt be heated to 150°, the 
anhydrous salt is formed, and it consists of needle- 
like crystals probably isomorphous with anhydrous 
lithium sulphate. F. Mylius and R. Funk said 
that a soln. of the salt sat. at 18° contains 52-6 
erms. of Li,CrO, per 100 grms. of water; W. Kohl- 
rausch said that 100 c.c. of soln. at 18° contain 
85 erms. Li,CrO,; P. P. von Weimarn, 100 grms. 
of water at 20° dissolve 111 grms. of salt, and 
F. A. H. Schreinemakers said 99-94 grms. at 30°. Pahl 
The salt deposited from its aq. soln. is the di- Fc. See a eae 
hydrate, LigCrO,4.2H,O, as proved by the analyses ae anit ik: re sae 
of C. F. Rammelsberg, and lL. Schulerud. idan waa 
F. A. H. Schreinemakers observed that the ternary system: Li,0-CrO3-H20, at 
30°, contains the following percentage proportions of lithium oxide and chromium 
trioxide : 
oe i 22-51 37-50 38:55 43-40 49-60 67°73 63-26 
1i,0~. 7-09 988 16:34 11:44 11-81 7-33 5-69 2-14 


DV ———$ — pe 


62-28 


—=—2 


I ee 
Solids LiOH.H,O Li,Cr0,.2H,O Li,Cr,0,.2H,O CrO3 rier 
The results are summarized in Fig. 31; the curve ab refers to soln. in equilibrium 
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with solid chromium trioxide; 6c, with solid Li,Cr,07.2H,O; cd, with solid 
Li,CrO,.2H,O ; and de, with solid LiOH.H,O. G. C. Gmelin said that lithium 
chromate furnishes orange-yellow, rhombic prisms, or dendritic masses, which, 
according to C. F. Rammelsberg, have the axial ratios a: b: c=0-662 : 1 : 0-466. 
F. Mylius and J. von Wrochem found that the soln. sat. at 18°, has a sp. gr. 1-574 ; 
A. Heydweiller gave for the sp. gr. of gram-equivalent soln. at 18°/18°, 
O°0815N-  0°1629N- O°4115N- 0°823N- 2057N- 4°115N- 
Spier - 1:00458 1-00902 1:02052 1-:04437 1-10746 1-20659 


C. F. Rammelsberg said that the salt is deliquescent, but when confined over conc. 
sulphuric acid, it effloresces ; and, added L. Schulerud, it loses its water of crystal- 
lization at 130°, and melts at a higher temp. P. P. von Weimarn added that when 
the molten mass is rapidly cooled, it furnishes a transparent glass. G. Tammann 
found that 4-63, 20-23, 41-93, and 59-09 germs. of lithium chromate in 100 grms. of 
water lower the vap. press. respectively 11-5, 53-6, 131-2, and 205-2mm. A. Heyd- 
weiller found the indices of refraction of 0-1, 0-5, 1:0, and 4:0N-Li,CrO, are 
respectively 1:33529, 1-343807, 1-35251, and 1-40612 for the D-line at 18°; and the 
eq. electrical conductivities, A mhos, of 0:0815, 0-4115, and 4:115N-soln. are respec- 
tively A=76-02, 59-67, and 22-73 at 18°. C. Watkins and H. C. Jones gave for 
molar conductivity, » mhos, for a mol of salt in v litres of water, 


v A ; 8 16 . 32 128 512 1024 2048 
OTe : 80 88 96 108 113 115 122 

han F ott L220 132 146 165 175 Ah ae 179 

A Ws eee Ae ae F2 164 181 206 129 220 223 
So age 2 LOO 200 219 252 265 267 268 


The percentage ionizations at 0° and 35° are : 


v : : 8 16 32 128 512 —1024 2048 
0° : . 65-4 72-4 ford 89-0 93-2 94-7 100-0 
BY eter A AAR eye 74-5 81-7 94-0 99-0 99-5 100-0 


H. Traube said that complex lithium potassium sulphatochromate, Li,CrO,.K.SO,, 
furnishes hexagonal crystals. C. F. Rammelsberg prepared what he regarded as 
ammonium lithium chromate, (NH,)LiCrO,.2H,O, in non-deliquescent crystals 
from a soln. of the component salts. 

Methods indicated in connection with the extraction of chromium from chromite 
can be made to yield sodium chromate, Na,CrO,. H. Moser ® obtained it by fusing 
chromite with sodium hydroxide and nitrate, and crystallizing from an aq. soln. 
of the cold cake ; and H. Kopp, by fusing chromic oxide with sodium nitrate, etc. 
J. d’Ans and J. Loffler obtained the chromate amongst the products of the action of 
chromic oxide on sodium hydroxide. M. R. Nayer and co-workers found that 
sodium carbonate and chromic oxide readily interact to form chromate at temp. 
below 660°; the salt melts at 800° and remains undecomposed after prolonged 
heating at 1000°. Ferric oxide and, to a greater extent, calcium oxide, accelerate 
the formation of chromate in mixtures of sodium carbonate and chromic oxide 
by preventing the mass from fusing and thus allowing better access of air. H. Moser 
obtained sodium chromate by neutralizing a soln. of chromic acid with sodium car- 
bonate; and 8. W. Johnson, by saturating a soln. of potassium dichromate with 
sodium carbonate and crystallizing the liquid. The salt can be so obtained free 
from potassium salts. M.de K. Thompson and co-workers, and A. J. B. Jouve and 
A. Helbronner obtained sodium chromate by electrolyzing sodium hydroxide soln. 
with ferrochromium anodes. If the aq. soln. be evaporated above 30°, H. Kopp, 
and J. W. Retgers said that the anhydrous salt is obtained ; H. Traube gave 60° 
to 70°. Actually, the transition temp. is near 68°, Fig. 33. T. W. Richards and 
G. L. Kelley gave 62:8°. H. Traube added that the dihydrate, NagCrO,4.2H,0, 
reported by G. N. Wyrouboff, is the imperfectly-dried, anhydrous salt. 

J. W. Retgers said that the anhydrous sodium chromate forms yellow, columnar 
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crystals, probably rhombic, and not isomorphous with sodium sulphate ; H. Traube 
said that the two salts are isomorphous; and gave for the rhombic, bipyramidal 
crystals the axial ratios a: b : c=0-4643:1:0-7991. The (010)-cleavage is perfect. 
J. Traube and W. von Behren studied the i 
crystallization of the salt. E. Flach showed that °” 
sodium chromate and sulphate are completely 
miscible and isomorphous. The effect of the 
sulphate on the transition points of the chromate 
is illustrated by Fig. 32. ©. Leenhardt studied 
the speed of crystallization of the hydrates. 600° 
The existence of three hydrates has been 
established. F. W. Clarke gave 2-710 to 2-736 500° 
for the sp. gr.; and I. Traube added that the 
drop weight of the. salt, at its UP, 199282) 700 > 
The tetrahydrate, NagCrO,.4H,O, was prepared 
by D. Gernez by evaporating a supersaturated 300 
soln. of the decahydrate, or by contact of the 
soln. with the anhydrous salt. H. Traube ob- °" 0 mw #7 6. &% 00 
tained it from a conc soln. at 50°; and Per cent. Nétz50, 
_ G. N. Wyrouboff, at 25° to 29°. J. Zehenter Fie. 32.—Effect of Sodium Sul- 
neutralized a soln. of potassium dichromate with phate on the Freezing and oad 
sodium carbonate, and crystallized the mother- ae See a Oh ee 
liquor after the separation of the 3K,CrO,. 
NaCrO,. The sulphur-yellow, acicular crystals were found by H. Traube to be 
monoclinic prisms with the axial ratios a: 6: c=1:1112: 1: 1-0624. E. Herlinger 
studied the structure of the crystals. T. W. Richards and W. B. Meldrum 
observed the formation of isomorphous mixtures of Na,SO44H,O and 
NasCr0,.4H,0. L. Delhaye measured the optical properties of the monoclinic 
crystals of the tetrahydrate prepared by allowing a soln. of sodium chromate, 
sat. at 50°, to cool to about 27°, filtering, and keeping for several days with 
occasional shaking. He gave for the optic axial angle 2V=30° 50’ for A=462up ; 
29° 52’ for A=502uu; 25° 33’ for A=536uu; 21° 49’ for A=563uy; and 
16° 56’ for A=582up ; and for the indices of refraction, 


A : . 535 573 589 600 625 650 670 up 
a ; MeeeLO 1-566 1-561 1-559 1-551 1-545 1-536 
B ; ate 1471 1-457 1-447 1-440 1-383 1-291 1-285 
y : . 1-342 1-328 1-321 1-317 1-308 1-297 1-221 


G. N. Wyrouboff gave for the optic axial angle 2H=16° 10’ for red-light, and 36° 22’ 

for green-light; he also said that the salt is 
somewhat deliquescent, and loses 2 mols. of 
water at 110°, and the rest at 250°; while 
H. Traube said that the salt loses water if 
allowed to stand in air for some time, and all 
the water is expelled at 150°. F. Mylius.and 
R. Funk gave for the percentage solubility of 
the tetrahydrate—stable between 25-9° and 
68°, Fic. 33— 


25-6° 36-0° 
Do. ; - 46-08 47-98 
ee ae as LG CaO OE 
Se: er 1. OU 24) 52-28 55°23 ; 
spe Fer cert. Na,Cr0, 
H. Salkowsky obtained the hexahydrate, pry 33.—Solubility Curve of Sodium 
Na2Cr0,.6H,0, accidentally from the mother- Chromate. 


liquors of a soln. out of which the salt, hae 
Na,CrO,.4H,O, had been crystallized. It crystallized in triclinic plates, and 
further crops were obtained by seeding sat. soln. of sodium chromate with it. 
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The percentage solubility of the hexahydrate—stable between 19-526" and 25-90°, 
Fig. 33—is : 
17-7° 19-2° 21-2° 24-7° 26-6° 
S 2 . 43°65 44-12 44-64 45:75 46-28 


The decahydrate, NagCrO,4.10H,0, is the salt obtained when the soln. is crystal- 
lized at ordinary temp., and it is the form stable below 19-526°. The crystals 
obtained by H. Moser, and J. F. John were lemon-yellow, and had a rough, metallic 
taste, and alkaline reaction. H. J. Brooke found that the monogelinic crystals, 
isomorphous with decahydrated sodium sulphate, have the axial ratios a:b: ¢ 
—1-1127: 1: 1-:2133, and B=107° 43’; V. Rosiczky gave 1:1038:1:1-2351, and 
B=72° 28°. I. Takeuchi thought that a definite sodium trisulphatochromate, 
2Na.SO,.Na.CrO,.30H,O, was formed at 25°, but Y. Osaka and R. Yoshida found 
that it is not a definite compound. Rather is it a solid soln. No solid soln. exists 
at 33°. At 28° and 31°, the chromate exists as the tetrahydrate and its solubility in 
the sulphate as the decahydrate decreases as the temp. rises, the molar fraction being 
0-16 at 28° and 0-04 at 31°. G. N. Wyrouboff gave for the optical axial angle of 
the decahydrated chromate 2 Y=83° 56’ for red-light, and 82° 20’ for green-light. 
F. W. Clarke gave 1-483 for the sp. gr., and V. Rosiczky, 1-526. H. Kopp said that 
the crystals melt by the heat of the hand; S. W. Johnson gave 20°-21° for the 
m.p.; W.A. Tilden, and M. Berthelot gave 23°; J. L. R. Morgan and H. K. Benson, 
19-92°; and F. Mylius and R. Funk said that there is a congruent m.p. at 21°. 
The m.p. lies in the region of instability of the hydrate since at 19-525°, there is a 
transformation into the hexahydrate with partial melting. T. W. Richards and 
G. L. Kelley suggested this congruent m.p. as a fixed point in thermometry. 
G. Tammann found that the transition temp., 0, for NagCrO4.10H,0O=Na,CrO,4.6H,0 
+4H,0, is lowered by an increase of press. p kgrms. per sq. cm., so that: 


Dee Pal 400 600 1000 2300 3050 
ORE os 19-60° 18-50° 17-50° 14-90° 7-00° 0-00° 
Eplgre >, isis 350 200 150 165 110 


This agrees with R. Hollmann’s observations that the decahydrate contracts on 
fusion 0-010 c.c. per.gram of salt. H. J. Brooke, and T. Thomson said that the 
crystals effloresce very rapidly in cold, dry air; and, added H. Moser, they become 
moist only ina damp. atm. H. Lescoeur found that the vap. press. of the sat. soln. 
is 10-6 mm. at 20° so that if the partial press. of the water-vapour in atm. air 
exceeds this, the salt will be deliquescent. F. Mylius and R. Funk found the 
percentage solubility of the decahydrate—stable below 19-256°—is : 
0° 10°0° 18°5° 19°5° 21°0° 

SS eed: Seea08 33-41 41-65 44-78 47-40 
Observations on the solubility were made by F. Kohlrausch, F. Mylius and R. Funk, 
I. Takeuchi, and H. Salowsky. T. W. Richards and co-workers gave for the 
transition point between the decahydrate and the hexahydrate 19-525° to 19-63° 
with 44-2 per cent. Na,CrO,; T. W. Richards and R. C. Wells, 26-6°; 
T. W. Richards and G. L. Kelley gave 25-90° and H. Salkowsky 26-6° with 46-3 
per cent. Na ,CrO, for the transition point between the hexahydrate and the tetra- 
hydrate; and F. Mylus and R. Funk, about 68° with 55-2 per cent. Na,CrO, 
for the transition temp. between the tetrahydrate and the anhydrous salt. — 
J. Zeltner gave —4-9 for the eutectic temp. between ice and the decahydrate. The 
percentage solubilities can be summarized : 


0° 10° 19-5252 21-2 25:90" > 40° 68° 80° 100° 
S : «sae k 33°4 44-2 44:6 46:3 49-0 55-2 55:3 55:8 
2 a en, ae 

Na,Cr0,.10H,O0  Na,Cr0,.6H,O Na,Cr0,.4H,0 Na,Cr0, 


The results are plotted in Fig. 34. There is a metastable region; F. Mylius and 
R. Funk gave for the solubility in this region 47-4 per cent. Na,CrO, at 21° with 
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the decahydrate as solid phase ; and the transition point 19-987° for the decahydrate 
and tetrahydrate. H.W. Washburn and H. R. Smith gave 19-51 for the transition 
temp. Ff. A. H. Schreinemakers observed that in the ternary system: Na,O- 
CrO3.H,O at 30°, when concentrations are expressed in percentages, 
CrO, : 0 2-0 10-21 10-22 10:74 19:26 28-82 48-70 
Na,O - 42-0 41:44 29-70 29-39 25:55 22-98 17-88 16-49 


i en ee ed ee 


Solids NaOH.H,O Na,CrO, Na,CrO;.13H,0 Na,Cr0,.4H,O 
CrO, ~ 48:70 55:09 - 66:13 67°37 68:46 66°88 65:72 64:43 
Na,O . 1649 14:44 13:70 12-50 10-95 9°85 6-31 4-51 
I i a 
Solids Na,Cr,07.2H,0 Na,Cr30;9.H,0 Na ,Cr,0,,.4H,O Cro. 


The solubility curve ab refers to the solid phase chromic acid; bc, to NagCr,013.4H,0 ; 
cd, to NagCr3019.H,0; de, to NagCrg07.2H,0; ef, to Na,CrO,.4H,0; fy, to 
Na,CrO;.13H.O ; gh, to NagCrO,; and hi, to NaOH.H,O. The basic salt, sodium 
oxychromate, Na,CrO;.13H,0, or NagO.Na,CrO,4.13H.0, was obtained by F. Mylius 
and R. Funk from an aq. soln. of chromium trioxide sat. with sodium hydroxide. 
The pale-yellow crystals melt at 50° with the separation of sodium chromate. The 
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S 
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8 
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ey 
S 40 
S 
& 20 
7 pellet 3b 
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Fie. 34.—Equilibrium Diagram Fie. 385. — Crystallization of 
for the Ternary System : . Mixed Solutions of Alkali 
Na,O-CrO,—H,0 at 30°. ; Chromates and Sulphates. 


aq. soln. saturated at 18° contains 37-5 per cent. of the anhydrous salt, and has a 
sp. gr. 1-446 ; and in soln. the salt is probably hydrolyzed. F. A. H. Schreinemakers 
said that it dissolves undecomposed in water, and the aq. soln. at 30° has 41-3 per 
cent. of the salt. F. Mylius and R. Funk gave for the percentage solubility : 
0° 10° 20°5° 27-7° 35° 37° 
S . - 33°87 35°58 38-05 40-09 44-09 45°13 


K. Flach studied the equilibrium between mixed soln. of sodium chromate and ~ 
sulphate at 70° and the results are summarized in Fig. 35. With soln. containing 
22, 62, 82, 91-5, and 96-5 per cent. of NagCrO,, the separated crystals had, respec- 
tively, 0-21, 1:79, 3-45, 10-99, and 62:91 per cent. Na,CrO,; 99-16, 96-14, 94-58, 
84-43, and 31-50 per cent. Na,SO,; and 0:63, 2-07, 1:99, 4:58, and 5-59 per cent. 
of water. 

F. Mylius and R. Funk gave 1-409 for the sp. gr. of a soln. sat. at 18°; A. Hey- 
dweiller, for soln. with 0:0533, 0:1066, 1-066, and 2-132 mols Na,CrO, per litre 
at 18°, respectively 1-0077, 1-0152, 1-1442, and 1-2758; and H. C. Jones and 
H. P. Bassett, for soln. at 18°, 


Wa,CrO, . 0-81 1-60 3°15 6-14 8:98 11-69 14-28 per cent. 
Sp. gr. - 1:0075 1:0152 1-0287 1-0561 1-0834 P1100" F-71366" "5; 


K. F. Slotte found the sp. gr. of aq. soln. containing 5-76, 10-62, and 14-81 per cent. 
sodium chromate to be respectively 1:0576 at 17-4°/4°, 1-1125 at 17-1°/4°, and 
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1-1604 at 20-7°/4° ; and the viscosities (water 100), respectively at 10°, 117, 140-9, 
and 174; at 20°, 90-8, 108-3, and 132°5; at 30°, 72:8, 86:6, and 105-5; and at 
40°, 59-8, 71-3, 85-9. J. L. R. Morgan and E. Schramm gave for the surface tension 
6 dynes per cm. : 


Na,CrO, . 4:45 12-67 24:05 34:91 45-25 49°81 53-13 per cent. 
6 : 71-64 73°35 76:48 81-52 89-73 95-36 97-46 #9 


For the observations of L. J. Simon on the viscosity of the soln. vide infra, potassium 
chromate. J. J. Coleman found that normal soln. of sodium molybdate, chromate, 
and tungstate diffused so that respectively 28, 25, and 17 per cent. rose 75 mm. in 
30 days at 12:5°. J. C. G. de Marignac found for the sp. ht. between 21° and 52°, 
for soln. with 25, 50, 100, and 200 mols of water per mol of Na, CrO,, respectively 
0-7810, 0-8560, 0-9134, and 0-9511. The subject was discussed by N. de Kolos- 
sowsky. G. Tamman observed the lowering of the vap. press. for soln. with 7-50, 
30°88, 47-19, and 72-43 grms. of NagCrO, per 100 grms. of water, respectively 13-3, 
61-6, 102-2, and 159-3 mm. of mercury—vide supra, for H. Lescoeur’s observation. 
H. C. Jones and H. P. Bassett found the lowering of the f.p. for soln. with 0-1, 0-3, 
0-6, and 1-0 mols of NagCrO, per litre to be respectively 0:450°, 1-230°, 2-345°, and 
3°800°. F. Morges gave for the heat of neutralization of aq. soln. (HyCr04,2Na0H) 
=23-67 Cals. at 18°; J. Thomsen, (H,Cr0,(400 aq.),2NaOH(400 aq.))=24-72 Cals., 
or, according to M. Berthelot, 28:72—30(0—18) Cals. at 0°; and 2H,Cr0,4(800 aq.) 
+8Na0H(1600 aq.)>2NagCrO, aq.+4Na0H aq.+50-328 Cals. at 18°. W. G. Mixter 
gave for the heat of formation: Cr+3Na,0,.=Na,Cr0,+2Na,0+158°8 Cals. ; 
CroOgeryst, +3Nag0.=2Na,CrO,+Na,0+108:0 Cals.; and (CrO3,Na,O)=77-0 
Cals. M. Berthelot found for the heat of soln., NagCrO, with 360 to 720 mols of 
water, 2-2 Cals. at 10°5°; Na CrO,.4H,O with 650 mols of water, —7-6 Cals. at 
11°; and Na,CrO,4.10H,O with 760 mols of water, —15-8 Cals. at 10-5°. Accord- 
ingly, the heat of hydration is (NagCrOggoia, 10 HgOtiquia)=18-0 Cals. at 10-5° ; 
and the heat of fusion of the decahydrate is —12°3 Cals. at 10-5°, and —13-4° Cals. 
at 23°. A. Heydweiller found the eq. conductivity, A mhos, at 18° for 0-1066/-, 
0:5383N-, 1-066N-, and 4:264N-soln. to be, respectively, 81-84, 65-73, 56-96, and 29-05. 
R. Lenz, and H. C. Jones and H. P. Bassett made some observations on this subject, 
and C. Watkins and H. C. Jones gave for the mol. conductivity, w mhos, for a mol 
of salt in v litres of water : 


v . 5 4 8 16 32 128 512 1024 
0° 2 74-76 83°56 90-74 98°16 110-40 118-32 114-60 
Loe? Vl le4 125°3 137-8 148-6 168-4. | 176-2 173-6 

ne) SOB ay — 156-5 171-3 185-1 206:7 219-5 216-9 
Siete — ISP9 207°6 224-3 252-2 270-1 262-3 


The percentage ionizations at 0° and 35° are: 


v j wie Se. hese 16 32 | 128 512 
0° : £6332 70-6 76-7 82-9 93-3 100-0 
35° : ; — 69-6 76°8 83-0 93°4 100-0 


A. Berthoud observed no maximum in the conductivity curve. P. Diillberg — 


studied the electrometric titration with hydrochloric acid. For the electrolysis 
of soln. of the chromate, vide infra, sodium dichromate. H. Ollivier studied the 
paramagnetism of the salt. H. Stamm measured the solubility of the salt in 
aq. ammonia, and found that soln. with 0 and 3-3079 mols NHgs per 100 grms. 
of water dissolve 0:3595 and 0-1147 mol Na CrO,, respectively. B. Neumann and 
C. Exssner studied the conversion of sodium chromate to dichromate on aq. soln. 
by carbon dioxide under press. J. F. John, and H. Moser said that the decahydrate 
is sparingly soluble in alcohol; C. A. L. de Bruyn found 100 grms. of absolute 
methyl alcohol dissolve 0-345 grm. of NagCrO, at 25°; and A. Naumann observed 
the salt to be insoluble in acetone. F. EK. Brown and J. EH. Snyder observed no 
reaction with boiling vanadium oxytrichloride and anhydrous sodium chromate. 


CHROMIUM 249 


L. Kahlenberg and W. J. Trautmann observed no reaction when the chromate is 
mixed with silicon and heated in a hard glass tube by a bunsen burner, but a strong 
reaction occurs when heated by a Méker burner. J. Zehenter precipitated am- 
monium sodium chromate, (NH,)NaCr0O,.2H,0, by adding alcohol to a mixed soln. 
of ammonium chromate and sodium carbonate ; and G. N. Wyrouboff, from a mixed 
son. of ammonium and sodium chromates. The rhombic, prismatic crystals are said 
to be isomorphous with the corresponding sulphate, the axial ratios are a:b: 
=0-4780 : 1 : 0-8046 ; the optical character is negative ; and the optic axial angles 
for red and green light respectively are 2H,—93° 15’ and 80° 15’; 2Hy=108° 0’ 
and 129° 30’; and 2V=83° 52’ and 70°56’. According to J. Zehenter, the sp. gr. 1s 
1-842 at 15°. The salt decomposes between 150° and 180° with the evolution of water 
and ammonia. ‘The aq. soln. made just turbid with alcohol decomposes in light. 

According to A. Raimondi,‘ the yellow mineral tarapacaite from the province 
of Tarapaca, Chili, occurs in the midst of the variety of soda-nitre called caliche 
azufrado. It is essentially a potassium chromate, K.,CrO,, mixed with a little 
sodium chloride, nitrate, and sulphate, and potassium sulphate. I. Domeyko also 
observed its occurrence in the desert of Atacama, Chili. The preparation of 
potassium chromate has been discussed in connection with the extraction of 
chromium. TT. Thomson, and J. von Liebig and F. Wéhler obtained it from the 
soln. obtained by neutralizing potassium. dichromate with the carbonate. J. von 
Liebig and F. Wohler converted chromic oxide into chromate by ignition with 
potassium chlorate; and V. Kletzinsky, fused potassium dichromate with the 
nitrate. N. J. Berlin purified the chromate by treating a soln. of the dichromate 
with a soln. of barium chromate in chromic acid ; evaporated to dryness a mixture 
of the filtrate with an excess of potassium carbonate; and crystallized the 
product from aq. soln. until it was nearly free from alkali carbonate; digested 
the aq. soln. with silver chromate; and crystallized and recrystallized the 
chromate from the filtrate by spontaneous evaporation. 

No hydrates are formed under ordinary conditions. Observations on the 
solubility of potassium chromate were made by T. Thomson, A. Michel and 
L. Krafft, H. Moser, M. Alluard, A. E. Nordenskjéld and G. Lindstrom, A. Etard, 
C. von Hauer, W. Kohlrausch, P. Kremers, M. Amadori, H. Schiff, K. F. Slotte, 
I. Koppel and E. Blumenthal, F. Fléttmann, and F. A. H. Schreinemakers. The 
general results show that the percentage solubility, S, is: 

—11:33° —5-75° 0° Ose O08 40° 60° soe? 100° 105:8° 

ie aad 1 36:6. 36-7, 37°9__ 38:6 40-1 42°1° = 42-9 «44-2 47-0 
I’. Fl6ttmann found the solubility at 15°, 20°, and 25° to be 2-725, 2-764, and 2-799 
mols per litre, or 38-49, 38-94, and 39-38 per cent., respectively. The eutectic temp., 
ice and K,CrO, is, according to L. C. de Coppet, —11-30° with 36-6 per cent. of salt ; 
according to F. Guthrie, —11-00° and 36-3 per cent. of salt; and, according to 
I. Koppel and E. Blumenthal, at —11-70 and 35-3 per cent. of salt. 

EK. H. Riesenfeld and A. Wesch treated a conc. aq. soln. of K,[(CrO,),Cy;).5H,0 with 
alcohol ; a red oilis precipitated. This is separated and covered with alcohol, and allowed 
to stand for some days in a calcium chloride desiccator, and purified by recrystallization. 
The analysis agrees with the tetrahydrate, K,CrO,.4H,O. The pale yellow prisms gradually 
lose water, and they are slightly hygroscopic. The aq. soln. is neutral, and it is darker 
than that of ordinary potassium chromate, and paler than the dichromate. 

The ternary system: K,0-CrO,—H,0 at 30° was studied by F. A. H. Schreine- 
makers, who found for the percentage solubilities : 


CrO, . eel 0-18 5:6 20-67 10-43 46-46 

K,0O AB ES 34:6 20°58 19°17 4-91 3°25 
—— 1, J SF eS 

Solids KOH.2H,0O K,CrO, K,Cr,0,7 

CrO, : . 44-46 47°65 49-73 55:83 63°14. 62-28 

K,O ; : 3°25 2°67 2°25 0:87 0-56 = 


SS er 
Solids K,Crz0 19 K,Cr,043 CrO3 
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The results are plotted in Fig. 36; where the solubility curve ab has the solid 
phase CrO,; bc, potassium tetrachromate ; cd, trichromate; de, dichromate , 
ef, chromate; and fg, KOH.2H,0. I. Koppel 
and E. Blumenthal’s results at 0°, 30°, and 60° 
are summarized in Figs. 37, 38, and 39. As 
before, ab represents the region when the solid 
phase is CrOg; bc, KyCryOj3; cd, KoCrgQ019 ; de, 
K,Cr,0,; ef, KoCr0,4; and fg, KOH.4H,0 at Oe 
KOH.2H,O at 30°; and KOH.H,O at 60°. 
The results are collected together in the model, 
Fig. 41, where the area ggofof refers to the 
hydrates of potassium hydroxide; fofeéo, to 
K,CrOq 3 epeddo, to KgCr,07 3 dydecy, to KgCrgQ040 ; 
Aas ; Cocbby, to KeCrxOi3; bobady, to CrO3; gfedcbad, 
Bai Ob done nee ae sme to ice; and the area GofoE oo o4oCobo%0(9o), to 
K,0-CrO,-H,0 at 30°. the region where the vap. press. is 760°. E'E'y 

: : and EE, are eutectic lines. The b.p. for fo is 


109°; B’o, 105° 8°; eg, 106-8°; Ho, 104:8°; do, 114-0° ; and ag, 127-0°.. W. Herz = 


SS 


S, 


LeNy 
QX 


SS 


S 


Grims.,0 per 100 grins. Soll. 


ames — ees 
O 10 20 S30 O50 0M LD FO A tl 0 TO ig el “79 
Grams Cr0; per 100 germs. of solution 


Q 


Fries. 37, 38, and 39.—Solubility of Potassium Chromate in Solutions of Chromic Acid. 


and F. Hiebenthal found the solubility of potassium chromate, S, in the presence 
of n-normal soln. of various salts : 


wel { Fie 0 0:42 0-86 1:73 2-59 3-30 3-40 4-25 
z Soe 28 a5 8-11 7-71 6-51 5-46 4-79 4-57 4-49 
ica ee 0-40 0-46 1:31 1:72 2-18 2-70 th os 
S 7-76 7-69 6-48 5-89 5-24 4-15 ie — 

oe } n . O41 0-82 1-24 1-78 2-19 2-70 a ons 
S . 7-56 6-91 6-26 5-50 5-00 4-38 a =e 

mira { n . 0-42 0-86 1:73 2-27 2-76 3-26 raat Bs 
Biz) 59 7-58 6-11 4-30 2-74 1:30 1-04 ss a 
ae cf n 0-45 0-83 1:81 2-34 2-73 3-76 4-51 = 
4 S 7-68 6-92 5-58 5-00 4-43 3-49 2-87 ah 


for NaCl, S=8-770—1-24n : for KCl, S=8-287—1-31n ; for KBr, S=8-129—1-39n ; 
for MgCl,, S=8-697—2-68n ; and NH,Cl, S=8-318—1-425n. 

The rhombic, bipyramidal crystals are pseudohexagonal, and, according to 
E. Mitscherlich, have the axial ratios a:b: c=0-5694: 1:0-7298. W. Brendler 
gave a:b: c=0-5694 : 1 : 0-7298 for crystals of tarapacaite. Observations on the 
crystals of potassium chromate were also made by H. J. Brooke, H. Baumhauer, 
H. Topséde and C. Christiansen, F. Corio, W. J. Grailich and V. von Lang, F. Corio, 
A. Hettich and A. Schleede, etc. The habit was found by H. de Sénarmont to be 
tabular when the crystals are grown in a soln. of sodium carbonate; but 
J. W. Retgers said that the crystals are those of K;Na(CrO,), and not of potassium 
chromate. R. Mare and W. Wenk found that the velocity of crystallization of 
fused potassium chromate is three-fourths the speed of that of fused potassium 
sulphate ; O. Schott, that a soln. of the salt in molten potassium nitrate furnishes 
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crystals with a habit different from that which later obtains; while O. Lehmann 
said that the habit of the crystals under these conditions is unchanged. The (010)- 
and (001)-cleavages are clear. O. Lehmann observed the development of cleavage 
planes as the solid is heated. K. Herrmann and co-workers found the X-radiograms 
of the rhombic bipyramidal crystals of potassium chromate have a simple lattice 
with four mols. per unit cell, with a=7-45 A., b-=10°3 A.; and c=5-88 A. KE.’ Koch- 
holm and N. Schonfeldt studied the isomorphism of this salt with potassium 
sulphate and selenate. H. Topsde and C. Christiansen found that the optical 
character is negative, and the optic axial angle 2V=51° 40’; and 2H=97° 30’. 
W. J. Grailich and V. von Lang gave 24=92°. A. des Cloizeaux gave 2H=100° 32’ 
for red-light, 95° 40’ for blue-light, and 93° 10’ for blue-light.. H. de Sénarmont, 
and W. J. Grailich and V. von Lang found that the optic axial angles increase 
with a rise of temp. LL. Stibing gave for the axial ratios of solid soln. of potas- 
sium sulphate and chromate with 0-5 molar per cent. of potassium chromate 
a:b: c=0-5727:1:0-74384; 0-19 per cent., 0-5723:1:0-7436; 2:44 per 
cent., 05719: 1:0-7445; 8-26 per cent., 0-5715:1:0°7444; 38-47 per cent., 


KO ga? 
| H 

/00 | 4 
eo i i 
SS Y 
SEE ron’ é 
Sah listeaoke y Hf ae. 
Saf feL tLe ae . 
S40 y 
S i 7 | KOH.4LO § 
Gane ch 
Ve ae 


GI. 40. BO. 60 100 
Fer cent. (NH,), Cr0, in solid < 


Fig. 40.—Solubility of the Binary Fie. 41.— Equilibrium Model for the 


System : System: K,O-CrO,-H,O at different 
(NH,),CrO,-K,CrO, at 25°. Temperatures. 


0-5712:1:0-7418; . 90-59 per cent., 0-5704:1:0-7381; and 100 per cent. 
0-5696 : 1: 0-7351 when potassium sulphate alone has 0-5727:1:0-7418. The 
topic axes of potassium chromate are y:%:w : 

=3-9708 : 4-0113 : 5-1244, when those of potassium 9” [71 p /072; 
sulphate are 3-8576 : 3-8805 : 4:9968. HK. Pietsch i 
and co-workers studied the attack of the edges aa 
and corners of the crystals by sulphuric acid. 

T. Ishikawa studied the system: (NH,).SO,- 
(NH,)oCrO,-KoCrO,-K,80, ; and 8. Araki found — gaye 
the solubility curves for the system (NH,).CrO,- ae 
K,CrO,-H20 at 25°. The curve has two branches 70° fx,f-o- 
with two series of solid soln., and a gap with J 
between 16-75 and 55-50 molar per cent. of 600° 
ammonium chromate, BC, Fig. 40. According to ; 
S. F. Schemtschuschny, the cooling curve of po- °"% 7—-y—-q gw 
tassium chromate exhibits two transition points, Mol. per cent. K,50, 
one at 984° corresponding with the crystallization Fie. 42.—The Effect of Potas- 
of the molten liquid, and another at 679° corre- sium Sulphate on the Freezing 
sponding with the conversion of the solid into 24 cig jigs meat sa 
another crystalline form, Fig. 42. This transition “7” 
is attended by a change of the yellow into a red salt on heating. E. Groschuff said 
that this change of colour is evident at 260°, and that the change is gradual so that 


-Ssolid soln 
_ 


Be-SolId soln. _ 
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it does not appear to be connected with the transition point. F. Rinne observed 
the reversibility of the colour changes when the salt is heated by the bunsen flame. 
E. Groschuff placed the transition temp. at 666°; and A. Hare, at 660°. The a-form 
is stable above 666°, and is completely miscible with the hexagonal form of 
potassium sulphate so that the high temp. form is itself hexagonal; as the ordinary 
or 6-form of potassium chromate is completely miscible with the B-form of potassium 
sulphate. Neither the f.p. curve, nor the transition curves, Fig. 42, shows a maxi- 
mum or minimum. M. Amadori obtained a similar equilibrium diagram. Yellow 
potassium chromate, stable at ordinary temp., is isomorphous with potassium sul- 
phate, and, therefore, cannot be separated from that salt by fractional crystalliza- 
tion. _W. von Behren and J. Traube studied the dissolution and crystallization of 
the salt. KR. Kollmann, G. Tammann and A. Sworykin, E. Mitscherlich, P. Groth, 
C. F. Rammelsberg, and J. W. Retgers said the salt is isomorphous with potassium 
sulphate, selenate, and permanganate. G. Tammann discussed the protection of 
one salt by another in the case of solid soln. of potassium chromate and sulphate in 
a soln. of the sulphate. H. Rose observed that a mixture of eq. proportions of 
sodium sulphate and potassium chromate yields a brittle mass which dissolves in 
water and yields crystals resembling potassium sulphate. The optical properties 
of solid soln. of potassium sulphate and chromate were examined by L. Stibing, 
G. N. Wyrouboff, and E. Mallard; and the solubility and sp. gr. of soln. of the 
two salts were examined by M. Herz, A. Fock, and M. Amadori. G. Meyer studied 
the application of the partition law to the solid soln. of potassium sulphate and 
chromate in aq. soln. M. Amadori gave for the solubility of potassium chromate 
in the presence of the sulphate : 


K,SO,  . 69°88 58-78 40-86 27-65 13°53 751 4:35 0 
K,CrO,- ©; 0:00 22°44 75:34 140-7 266°5 315-7 324°5 332-3 


so that the curve is in agreement with the results obtained by A. Fock, but not 
with those of M. Herz. The mutual solubility of the two salts in the solid state 
is complete ; and the more soluble salt is always in greater proportion in the soln. 
than in the crystals. The solubility curve of potassium chromate and molybdate 
is similar. L. Stibing gave for mixtures of potassium sulphate and chromate in 
soln. and solid soln., when the composition is se i in molar per cent. K,CrO, 
per litre : 


Soln. . 0-0741 0-2642 0°6281 0-7543 1-0197 1-8450 2-6867 
Solid . 0-0053 0:02337 0-0294 0-0355 0-1603 0:1892 0-5795 


A. Fock’s results at 25° are summarized in Fig. 42. T. V. Barker studied parallel 
overgrowths on alkali sulphates and chromates. H. EH. Buckley studied the efiect 
of chromates on the crystallization of sodium chlorate. 

T. Thomson gave 2-612 for the sp. gr. of potassium chromate ; C. J. B. Karsten, 
2-6402; H. Kopp, 2:705; L. Playfair and J. P. Joule, 2-711 to 2-72309 at 4° 
S. Holker, 2-678 at 15:5° ; are Schiff, 2-691 ; F. Stolba, 2- 71343 ; Be Ga. Schréder, 
2-719 to 2-729 Tae 2 Retgers, 2-727 yA (eae 2-691 at 15°; B. Gossner, 2-741 ; 
J. L. Andreae, 2-7319 at 18°; and W. Spring, 

0° 10° 20° 40° 60° 80° 100° 
Ney Oe saga am era (0 2-737 2°735 D3h29 2°723 2-711 2°7095 


W. Spring, and L. Stibing observed the sp. gr. of solid soln. of potassium chromate 
and sulphate, and the values calculated by the additive rule : 


K,CrO, . 0:5080 1:2065 2°7093 93837 40-5333 91-5450 per cent. 
Sp. gr. (Cals.) 2-6664 2-6669  2-6680 26732  2:6959 2-7345 _,, 
Sp. gr. (Obs.) 2666 2-667 2-668 2-673 2-696 2-735... 


F. Fouqué found that the sp. gr. of aq. soln. of potassium chromate with 0-97, 
3°35, and 20-57 grms. of salt per 100 grms. of water are respectively 1-0077, 1-0268, 
and 1:1533 at 0°/4°; 1-0065, 1-0257, and 1-1500 at 16-4°/4°; 0-9836, 1-0013, and 
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1-1165 at 75-5°/4°; and 0-9679, 0-9861, and 1:1065 at 99°. Observations were 
also made by P. Kremers, R. L. Datta and N. R. Dhar, P. F. Gaehr, and 
A. Heydweiller. For soln. of the following percentage composition, at 195°, 
H. Schiff, and G. T. Gerlach found : 


K,CrO, . 1 5 10 15 20 25 30 35 40 per cent. 
Sp. gr. . 1-:0080 1-0492 1-0837 1-1287 1-1765 1-2274 1-2808 1-3386 1-399] 


H. Schiff represented his results for soln. with p per cent. of K,CrO, by S=1 
+-0:008p-+-0:0,3324p2+-0-064048p3 at 19-5°. F. Fléttmann found the sp. gr. 
of soln. sat. at 15°, 20°, and 25° to be, respectively, 1-3749, 1-3785, and 1-3805. 
A. Cavazzi measured the expansion in vol. which occurs when potassium chromate 
is dissolved in water. K. F. Slotte found the sp. gr. of a soln. with 24-26 per 
cent. K,CrO, at 18° to be 1:2335; and the viscosity (water 100), 133-3 at 10°; 
106-5 at 20°; 87-9 at 30°; and 74:3 at 40°. The drop weight of the salt just above 
its m.p. was found by I. Traube to be 238 mgrms. (water 100). J. Wagner found 
for N-, O-5N-, 0:25N-, and 0-125N-soln. the viscosity (water unity) 1-1133, 
1-0528, 1-0224, and 1:0116 respectively. L. J. Simon mixed equimolar soln. 
of chromic acid and potassium or sodium hydroxide, and found that discon- 
tinuities occur in the viscosity curves when the composition of the soln. corresponds 
with either the normal chromates or the dichromates, the precise form of the 
curves depending on whether the relative proportion of the two soln. is taken as 
the abscissa or the viscosities for soln. of equimolar conc. are compared. Except 
in high concentrations, the viscosities of eq. soln. of sodium chromate and sodium 
sulphate, and of potassium chromate and potassium sulphate are identical, and it 
is concluded that within certain conc. limits, isomorphous solutes produce the same 
change in the viscosity of the aq. solvent. T. Graham made some observations 
on the diffusion of potassium chromate into a soln. of potassium acetate; and 
J. ©. G. de Marignac, on the diffusion in the presence of potassium carbonate, or 
nitrate. Hxperiments on the diffusion of soln. of chromic acid were also made by 
F. Rudorff, and H. de Vries. G. Jander and A. Winkel gave 0-77 for the diffusion 
coeff. of the anion. W. Spring found that with the vol. of potassium chromate 
unity at 0°, the vol., v, at different temp. is: 
10° 20° 30° 40° 60° 80° 100° 
v . 1:001064 1-:002114 1-003140 1-004228 1:006439 1-009023 1-011344 


which makes the coeff. of cubical expansion 0-00011344 between 0° and 100°, a 
result very close to that obtained by L. Playfair and J. P. Joule; J. L. Andreae 
gave 0-000101 between 18° and 56°. W. Spring : 
also found that the coeff. of cubical expansion is 
very close to that of ammonium and rubidium 
sulphates. H. Kopp observed the sp. ht. of the 
crystalline salt to be 0-189 between 18° and 47° ; 
H. V. Regnault gave 0-1850 between 17° and 98° ; 
and F. K. Neumann, 0-1840. J.C. G. de Marignac 
gave for the sp. ht. of soln. of a mol of potassium 
chromate in 50, 100, and 200 mols of water be- 


tween 20° and 51°, respectively 0-8105, 0-8896, [ 

and 0-9407; while H. Faasch gave for 0-499N-, _. Eskew | 
0-990N-, 1:994N-, and 3-986N-K,CrO,4, respec- GEV. GO VSS CODED PRE 00 
tively 0-939, 0-898, 0-810, and 0-703 at 18°. The - Melee RenGEBE Nel G 


subject was discussed by N. de Kolossowsky. fic. 43.—Freezing-point Curve 
J. J. Berzelius observed that the lemon-yellow salt La are 
becomes bright red when heated, but undergoes no 5 a 

further change ; it is liable to decrepitate violently before fusion at a red-heat, 
and emits a green light during fusion; and the molten salt, said G. Magnus, 
crystallizes as it cools. H. le Chatelier first gave 975° for the m.p., and later, 
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940°; 8. F. Schemtschuschny, 984°; E. Groschoff, 971°; and M. Amadori, 978°. 
D. F. Smith and F. A. Hartgen studied this subject. For the transition temp., 
vide supra. H. le Chatelier, E. Groschuff, and M. Amadori studied the m.p. of 
mixtures of potassium sulphate and chromate—wde Fig. 43—a continuous series 
of solid soln. is formed. M. Amadori obtained continuous series of solid soln. 
with potassium chromate and potassium molybdate or tungstate. S. F. Schemt- 
schuschny studied the m.p. of the binary system K,CrO,-KCl, and found a typical 
V-curve with a eutectic at 658°, and 31-5 molar per cent. of K,CrO,; no solid 
soln. are formed on the potassium chloride branch of the curve, but the other 
branch shows that solid soln. are formed with mixtures containing about 4 molar 
per cent. of potassium chloride, Fig. 43. F. Guthrie found that a mixture of 
potassium chromate and nitrate has a eutectic at 295° and 96-2 per cent. of the 
nitrate ; for mixtures of potassium chromate and dichromate, vide infra. The 
lowering of the f.p. of soln. of w grms. of K,CrO, in 100 grms. of water, was 
measured by L. C. de Coppet, and F. Riidorff; while I. Koppel and HE. Blumenthal 
gave : 


K,CrO, . 4:53 6-12 26:99 31:33 42-04 54:57 
Lowering f.p. 099° P2* 4-3° eT es TE 11-37° 


For the eutectic temp., vide supra. G. Tammann gave for the lowering of the vap. 
press. for soln. with w grms. of K,CrO, per 100 grms. of water, 


HCL CEO jc teeta ke 14-29 26-63 34:89 46-99 53°28 
Lowering v.p. . 18-0 22-7 40-4 52-1 73°7 84-1 mm. 


I. Bencowitz and H. T. Hotchkiss, and F. M. Raoult made some observations on 
this subject. According to M. Alluard, the b.p. of a sat. soln. of the chromate is 
104-2° at 718 mm.; according to P. Kremers, 107°; and according to I. Koppel 
and EK. Blumenthal, 105-8° at 760 mm. A. Hare found the heat of the polymorphic 
transformation of potassium chromate at 660° to be 2:45 Cals. per mol. R. Lorenz 
and W. Herz studied some relations between the b.p. and critical temp. The 
heats of neutralization given by M. Berthelot are (CrOgag,,2KOHaq,)=30-4 Cals. 
at 12°; with the solid compounds, 95-6 Cals.; with K,Cr,07 (in 12 litres) and 
2KOH (in 4 litres), M. Berthelot gave 23-6 Cals., and P. Sabatier, 23-0 Cals. ; 
and for H,CrO, (in 8 litres) and 2KOH (in 4 litres). M. Berthelot gave 
27-738 Cals., and P. Sabatier, 25:4 Cals. M. Berthelot also gave for 
(2Cr(OH) 3precipitateds +4 OHag,30)=61-4 Cals. at 8°; and for solid hydroxide 
and chromate, 101-9 Cals. F. Morges gave —5-254 Cals. for the heat of soln. in 
543 mols of water at 19-5°. 

H. Tops6e and C. Christiansen gave for the index of refraction, 1-7131 for the 
C-line ; 1-7154 for the D-line; and 1-:7703 for the F-line. E. Mallard gave for 
red-light, a=1-6873, B=1-722, and y=1-7305. F. Fouqué, and R. L. Datta and 
N. R. Dhar measured the refractive indices of aq. soln.; and A. Heydweiller 
gave for the D-line at 18°: 

K,Cr0, SS ON 0-2N- 0-5N- 1-0N- 2-0N- 4-ON- 

des ‘ . 1°33529 1-33732 1:34335 1-35305 1-37188 1-40709 


F. Flottmann found the index of refraction of soln. sat. at 15°, 20°, and 25° to be 
respectively 1-43267, 1-43276, and 1-43288. H. Fromherz studied the absorption 
spectrum. I. R. Ingersoll found Verdet’s constant for the electromagnetic rotatory 
power for light of wave-length 0-6, 0-8, 1-0, and 1-254 to be respectively 0-0092, 
0:0060, 0:0041, and 0-0026 for soln. of sp. gr. 1-372. T. Thomison said that one part 
of the salt imparts a distinct yellow colour to 40,000 parts of water. The spectro- 
scopic observations of H. Becquerel, W. Béhlendorff, A. Ktard, F. Grunbaum, 
J. M. Hiebendaal, J. H. Jones and W. W. Strong, E. Viterbi and G. Krausz, 
O. Knoblauch, P. Sabatier, J. L. Soret, H. Settegast, A. M. Taylor, T. Aden, 
N. Rk. Tawde and KE. R. Paranjpe, E. Jander, and K. Vierordt have been pre- 
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viously discussed. C. Schaefer and M. Schubert found in the ultra-red spectrum 
a well-defined maximum at 11-16w with soln. of potassium chromate, and at 11-2u 


with soln. of potassium sodium chromate. H. von Halban and K. Siedentopf 


studied the absorption of light in cells of potassium chromate and hydroxide soln., 
and soln. of potassium chromate and copper sulphate in aq. ammonia. A. E. Lindh, 
D. Coster, and O. Stelling studied the X-ray spectrum ; and D. M. Yost, the absorp- 
tion of X-rays. J. Plotnikoff and M. Karshulin measured the absorption spectrum 
and the region of photochemical sensitivity for soln. of potassium chromate in 
colloidion films—with methyl alcohol as acceptor. A. Kailan found that an aq. 
soln. of potassium chromate is reduced by radium rays more slowly than potassium 
dichromate. EK. Montignie observed that after exposure to ultra-violet light, 
potassium chromate affects a photographic plate. 

J. A. Fleming and J. Dewar found that the dielectric constant of water is raised 
a little by potassium chromate, and at —88-5°, the dielectric constant of the frozen 
mixture is between 3 and 10—when with ice alone, the constant is 2-5. W. Schneider 
studied the piezoelectric effect; P. Walden, and A. Heydweiller, the electrical 
conductivity of aq. soln. P. Walden gave for the eq. conductivity, A mhos, at 8°, 
with a gram-equivalent of the salt in » litres, 


Wis ; SPS Y 64 128 
Ame : a kco-O 136-3 141°3 


1024 
150-4 


256 
145-5 


512 
148-3 
H. C. Jones and C. A. Jacobson measured the molar conductivity, w mhos, between 
O° and 35°, and A. M. Clover and H. C. Jones, between 35° and 65°, for a mol of 
the salt in v litres; and calculated values for the percentage ionization, a ; 


v : so ey 8 16 32° 128 512 1024 2048 
pete 2 102°9 118-6 125-6 132°8 149-3 156-8 160 161-4 
125° 136-6 161-9 174:3 185-2 204 219 223 225 
1125° 176-6 209 228 242 270 290 294 298 

oe 35° 211 251 273 290 323 349 352 356 

50° 266 317 — 366 415 442 — — 

. 65° 316 381 — 445 429 548 — — 
a } 0° 63-7 73°5 77°8 82-5 92-5 97:2 99-1 100-0 
35° 59-6 70-4 76°6 81-4 90°6 98-1 98°8 100-0 


Conductivity observations were also made by R. Lenz, and E. Bouty. N. R. Dhar 
said that electrical conductivity and coagulation experiments agree that in soln. 
the dichromate is in part present as KHCrO,. F. Morges observed that in the 
electrolysis of an aq. soln. of the chromate, potassium hydroxide accumulates about 
the cathode, and the oxygen given off at the anode forms dichromate—vide supra. 
chromic acid. As indicated in connection with chromic acid, calculations on the 
degree of ionization are unsatisfactory on account of the conversion of chromates 
to dichromates in aq. soln. J. Lundberg’s observations on the hydrolysis of these 
soln. were indicated in connection with chromic acid. The aq. soln. has an alkaline 
reaction towards lacmoid, litmus, and phenolphthalein, and observations on this 
subject were made by M. M. Richter, R. T. Thomson, and J. A. Wilson. H. M. Vernon 
estimated the degree of ionization from the colour. G. Baborovsky studied the 
electrolytic reduction of the salt ; and P. Diillberg, the electrometric titration with 
hydrochloric acid. L. A. Welo gave 0:0410~6 for the magnetic susceptibility. 
G. Gore electrolyzed fused potassium chromate and obtained a deposit on the 
cathode. 

J. Obermiller measured the hygroscoposity of the crystals. H. Moser said that 
potassium chromate is not decomposed when heated to redness—vde supra, 
chromium trioxide. W. Ipatieff and co-workers found that hydrogen under a 
press. of 200 atm. reduces soln. of potassium chromate ; and with a soln. of potassium 
chromate and sulphuric acid, Cr(SO,4)3.Crg03.K,0.H,0 is formed. G. Gore 
observed that the salt becomes red in compressed hydrogen chloride, but in liquid 
hydrogen chloride it is neither changed nor dissolved. A. C. Robertson studied 
the action of potassium chromate on hydrogen dioxide : 2K,Cr0O4-+-H,0,=K,Cr,07 
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+2KOH+O0—wvide supra, potassium dichromate ; and wide supra, chromic acid. 
G. Grasser and T. Nagahama found that the reduction with many reducing agents 
is incomplete unless an acid be present. J. W. Thomas found that the salt is 
decomposed by dry hydrogen chloride forming potassium chloride and dichromate ; 
the dichromate is then converted into chromium trioxide, and this is then reduced 
to a brown chromic oxide without forming chromyl] chloride. M. Bobtelsky studied 
the oxidation of conc. hydrochloric acid by potassium chromate. W. B. Morehouse 
found the X-ray absorption of the system: K,Cre0,+16KI+14HCl-8KCl 
+2CrCl,+4I,+8KI+7H,0 is 0-25 per cent. greater after the reaction than it is 
before. EH. Ramann and H. Sallinger measured the precipitation ratio, 7.e. the 
ratio in which silver divides itself between the iodate and chromate in the 
reaction: K,Cr0O,+2AgT0,=2KI0,+Ag,CrO,. J. L. Lasssaigne found that when 
heated with sulphur, chromic oxide and potassium sulphate and sulphide are 
formed : 8K,CrO4+-(8n-+-5)S=5K,80,+38K.8,,+4Cr203 ; initially, said O. Dépping, 
some thiosulphate is produced. K. Briickner said that when the mixture of 
chromate and sulphur is heated for a short time, potassium sulphide and thio- 
sulphate are formed, and afterwards potassium sulphate and polysulphide as well 
as chromic sulphide and oxide. As the heating continues, the sulphide is slowly 
oxidized, and the end-products are potassium sulphate, and chromic oxide with traces 
of chromates, and chromium sulphide. J. B. Senderens represented the reaction 
when the aq. soln. is boiled with sulphur, by 6K,CrO,+-158+-9H,O0=6Cr(OH)3 
+5K.8,03+K.§8; ; and O. Dépping, the reaction with potassium pentasulphide, 
by 8K,Cr0,+2K,8;+5H,0=5K.8,03+10KOH+4Cr,03. The reaction between 
the heated salt and dry hydrogen sulphide was found by W. Miiller to furnish water, 
potassium and chromium sulphides and chromic oxide; with an aq. soln. of the 
chromate, saturated with sodium hydroxide, T. L. Phipson found that green 
chromic hydroxide is precipitated—wide infra; chromium sulphide. W.R. Hodgkin- 
son and J. Young studied the action of dry sulphur dioxide on the salt. W. Miiller 
represented the reaction between the heated salt and the vapour of carbon disul- 
phide by 2K,Cr04-+5CS,=2K,83+Cre83+4C0+C0.+S80,. P. Berthier said 
that sulphur dioxide precipitates brown chromic chromate from an aq. soln. of 
potassium chromate. The precipitate then dissolves forming a green liquid con- 
taining potassium hydroxide, chromic oxide and sulphuric, sulphurous, and dithionic 
acids. P. Job found that 0-01 to 0-001M-K.CrO,, reacts with sulphuric acid, so 
that the reaction CrO,'’+-H’=HCrO,’ has an ionization constant K=7<10-5 at — 
15°. KE. Pietsch and co-workers studied the surface conditions in the reaction — 
between potassium chromate and sulphuric acid. H. C. Franklin and C. A. Kraus 
found the chromate to be insoluble in liquid ammonia. H. Stamm found that 
soln. with 0, 1-350, and 3-517 grms. of NHg per 100 grms. of water dissolve 0-3218, 
0-0324, and 0-0036 mol of K,CrO, respectively. R.C. Woodcock, and F. Mohr 
found that when the chromate is distilled with ammonium chloride and water, 
ammonia and potassium dichromate are formed. F. Santi found that ammonium 
chloride converts chromates to dichromates and. dichromates to chromic acid; and 
K. Divers that chromates react with a soln. of ammonium nitrate in aq. ammonia. 
H. P. Cady and R. Taft observed that potassium chromate is appreciably soluble 
in phosphoryl chloride. J.T. Cooper observed that a yellow soln. of chromate 
gradually turns green in the presence of arsenic trioxide. H. Moser observed the 
decomposition of potassium chromate mixed with carbon and heated—potassium 
carbonate and chromic oxide are formed. KE. Fleischer observed that the aq. soln. 
of the chromate attracts carbon dioxide from the atm. When the chromate is 
heated in a current of carbon monoxide, F. Gobel observed that chromic oxide ~ 
is formed ; and K. Stammer added that potassium carbonate, carbon dioxide, and 
potassium chromite are also produced. J. Jacobson found that when carbon, gun 
cotton, and other organic substances are soaked in a soln. of potassium chromate 
and dried, they burn more vigorously than before. F. W. O. de Coninck observed — 
that 100 grms. of a soln. of glycol sat. at 15-4, contain 1-7 grms. of potassium — 
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chromate. A. Naumann found the chromate to be insoluble in benzonitrile, and 
in methyl acetate ; and A. Naumann, and W. Eidmann, insoluble in acetone. It 
is also insoluble in alcohol. F. Gdbel found that potassium chromate is partially 
decomposed when heated in carbon monoxide, and chromic oxide is formed. 
G. Stadnikoff studied the adsorption of potassium chromate by aniline-black. 
S. Glasstone and co-workers studied the effect of the chromate on the solubility 
of ethyl alcohol. F. Tassaert observed that when the chromate is heated with 
acetic acid and alcohol, it is partly transformed into potassium and chromic acetates. 
According to F. Tassaert, many acids—sulphuric, hydrochloric, nitric, and acetic 
acids—abstract half the alkali, and form potassium dichromate, which, if the soln. 
be sufficiently concentrated, is precipitated—vide supra, chromium trioxide. 
K. Schweizer said that carbonic acid acts similarly, and F. Margueritte, boric acid ; 
but F. Mohr added that boric and silicic acids, and potassium hydrocarbonate do 
not act in this way, but that formic, acetic, butyric, and valerianic acids do trans- 
form chromate into dichromate. If soln. of the potassium salts of one of these 
four acids be evaporated with potassium dichromate, potassium chromate is 
formed. '. Mohr added that potassium hydrocarbonate acts similarly. According 
to EK. Schweizer, a soln. of potassium dichromate with sodium stearate precipitates 
stearic acid ; benzoic acid forms potassium benzoate and dichromate when treated 
with potassium chromate, and when the soln. is evaporated, potassium chromate 
and benzoic acid are reformed. A soln. of sodium benzoate and potassium di- 
chromate does not yield chromate on evaporation. Salicylic acid behaves like 
benzoic acid. Normal potassium urate reacts with the chromate forming uric acid 
and potassium dichromate. M. Berthelot, and P. Sabatier studied the reaction of 
the chromate with acids. According to J. W. Dobereiner, a soln. of barium hydroxide 
gives a quantitative precipitate of barium chromate. According to L. Meyer, an 
aq. soln. of potassium chromate in contact with crystals of copper sulphate, silver 
nitrate, mercurous nitrate, or mercuric chloride forms potassium dichromate and a 
little basic chromate is precipitated; lead acetate is not changed; cobaltous 
chloride gives a precipitate—vide supra, reactions of chromates. K. W. Floroft 
studied the reaction BaSO,+K.,CrO,—K,S0,+BaCrO,. L. Kahlenberg and 
W. J. Trautmann observed no reaction when the chromate mixed with silicon is 
heated in a hard glass tube by a bunsen burner, but there is a strong reaction when 
_ heated by a méker burner. A. C. Robertson represented the reaction with vanadic 
acid: 2K,CrO,+H,0,+HVO,;=K,Cr,0,+2KOH+HVO, R. F. Reed and 
8. C. Horning showed that potassium chromate in aq. soln. is absorbed by zine, 
possibly as potassium or zinc chromate. 

S. W. Johnson cooled by a freezing mixture a hot soln. of potassium dichromate 
in conc. ammonia, and obtained crystals of ammonium potassium chromate, 
(NH,)KCrO,; E. Kopp obtained the same salt by evaporating the soln. over 
caustic alkali. The rhombic, pale sulphur-yellow prisms are isomorphous with 
potassium sulphate. E. Maumené said that the salt turns brown at 240° owing to 
the formation of the chromate of a base N.H,O, and that the salt is completely 
decomposed at 270° leaving residual chromic oxide. P. Sabatier gave 10-6 Cals. 
for the heat of formation from a soln. of potassium dichromate ; or 15-5 Cals. from 
the solid salts; the heat of soln. for 173-4 grms. of salt in 40 times its weight of 
water at 17° is —5-3 Cals. §S. W. Johnson found that the salt loses ammonia when 
exposed to air, and when the soln. is boiled or evaporated there remains potassium 
dichromate. HE. Kopp said that sodium thiosulphate has no action in the cold, 
but when heated, chromic chromate is formed. A. Etard’s analysis indicates that 
the salt is monohydrated; but 8. W. Johnson’s analysis shows that the salt is 
anhydrous. J. Zehenter prepared 2(NH,).Cr0O,4.3K,CrO,4, by adding an eq. of 
potassium carbonate to a conc. soln. of ammonium dichromate, and precipitating 
with alcohol. The sulphur-yellow needles have a sp. gr. 2-403 at 15°. They are 
stable when dry. H. Traube prepared lithium potassium chromate, LiKCrO,, 
in hexagonal or pseudo-hexagonal crystals isomorphous with the analogous sul- 
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phate; J. Zehenter gave 2-539 for the sp. gr. at 15°. H. Rose melted 2 parts of 
potassium dichromate and one of sodium carbonate; the cold mass dissolved in 
hot water deposits, on cooling, crystals of potassium sodium chromate, or chromo- 
glaserite, or chromatoglaserite, 3KgCrO4.NagCrO,4, or K3Na(CrO4).—the crystallization 
is attended by crystalloluminesce. J. Zehenter obtained the salt by evaporating 
a hot soln. of potassium dichromate neutralized with sodium carbonate; and 
C. von Hauer, by evaporating a mixed soln. of 3 mols of potassium chromate and 
one mol of sodium chromate. The yellow crystals were found by B. Gossner to be 
trigonal with the axial ratio a:c=1:1-2857 and a=88° 28’, there is a second 
variety in monoclinic crystals with a:b:c 
TA%6° =0-5833 : 1: 0-8923, and B=90° 46’. H. Stein- 
metz said that there is a gradual change in the 
chromate, K,Na(CrOQ,)., between 150° and 175° 
668° without appreciable change of vol. or coeff. of 
vt expansion. The sp. gr. is 2-719 at 15°; at 14°, 
o M2 100 parts of water dissolve 64:2 parts of salt. 
According to J. Zehenter, the mother-liquor 
yields a hemihydrate, of sp. gr. 2°575 at 15°. 
It loses water at 150°; and 100 parts of water 
at 14° dissolve 66-4 parts of salt. HE. Flach 
g a et 6 ae eo measured the f.p. of mixtures of sodium and 
arpa TEs potassium chromates, and the results are sum- 

Fie. 44.—Equilibrium Diagram of : : ‘ 
Tico sonny marized in the upper curve of Fig. 44. The 
Na,CrO,-K,CrO,. solid soln. of the two salts shows breaks in the 
cooling curve corresponding with the lower 
curve of Fig. 44. There are thus indications of the formation of the trigonal 
chromatoglaserite analogous to ordinary or sulphatoglaserite, 3K ,SO,.Na.SO,. 
This complex salt can form solid soln. to a limited extent with sodium chromate, 
so that during the cooling the hexagonal crystals of the solid soln. between 669° 
and 371° mostly split into simple chromates and solid soln. of chromatoglaserite 
and sodium chromate. The curve of mixtures of potassium and sodium chromates, 
previously fused together, shows a break corresponding with K,Na(CrO,)o. Thus, 


(000° 


221. 
SO 
600° | Hexagonal 


Keno, bs .0 10 50 70 78:3 90 100 per cent. 
Sp.er. . 2-765 2-766 2-767 2-767 2-768 2-751 2-740 


The crystallographic data are summarized in Table III. The thermal diagram 


TasBLe III.—CRYSTALLOGRAPHIC DATA oF POTASSIUM AND SODIUM SULPHATES 
AND CHROMATES. 


Mol. wt. Sp. gr. Mol. vol. Axial ratiosa:b-:¢ Topic parameters x: ¥ 2 w 
K,SO, 5 174-27 2-666 65:37 0-5727: 1: 0:°7418 3:0688 : 5:3586 ; 3-9750 
K,Na(SO,). 166-22 2-696 61-65 0:5773 : 1: 0:7450 3:0215 : 5-2334 : 3-8990 
Na,SO/” 8 +. 142-07 2-683 52:95 0-4731 : 1: 0-7996 2:4564 : 5-1922: 4°1517 
K,CrO, ¢ 194-20 2-740 70°88 0:-5694:1:0°7298 | 3:1578: 5-5452 : 4-:0473 
K,Na(CrQO,). 186-15 2-768 67:25 0-5773 : 1: 0-7423 3°1141 : 5-3737 : 4-:0038 
Na.CrO,  . 162-00 | 2-765 58-59 0:4643 : 1: 0-7991 2-5096 : 5:4051 : 4-3193 


= Je ae 


of mixtures of sulphato- and chromato-glaserites is shown in Fig. 45. The 
quaternary system: K,CrO,-NagCrOz—-Na,SO,-K.SO,4, was studied by E. Eiaes 
and also the same system with water at 30°. 

L. Grandeau > prepared rubidium chromate, Rb2CrO,, by neutralizing a soli 
of the dichromate with rubidium carbonate, and by melting chromic oxide with 
rubidium nitrate, or with rubidium carbonate in air. The spontaneous evaporation 
of the aq. soln. furnishes first a crop of crystals of the dichromate, and then the 


in 
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chromate. The aq. soln. has an alkaline reaction. According to J. Piccard, 
the yellow crystals are rhombic bipyramids with 
the axial ratios a:b: c=0-5665:1:0-7490. The 
(001)-cleavage is marked. The optic axial angles — ggjo 
found by G. N. Wyrouboff were 2H,—73° 46’ for 
red-light, and 76° 5’ for green-light; and 2H, 00° 
=146° for white light. The topical character is 
negative. J. W. Retgers, J. Piccard, and L. Gran- 70° 
deau said that the crystals are isomorphous 
with potassium chromate, sulphate, and selenate. 60 
T. V. Barker studied parallel overgrowths on : 
alkali sulphates and chromates. F.A.H.Schreine- *” 
makers and H. Filippo found -the percentage 


/ 000° 


solubility, S, to be: 400 sda ee 
sei a om 20° : & ell aN bg 
S sabe aan rae ee? 4 ee ZOLA PO 80 00 
my > F fer cent. ordinary glaserite 
30° 40° 50° 60-4° . 
Fic. 45.—The B st f 
S 1 Eg aay 46-1 47-4 48-9 IG e Binary System o 


Sulphato- and Chromato-glase- 
rites. 


They also studied the ternary system: Rb,O- 
CrO3;—H,0 at 30°; and found that with the composition of the soln. expressed in 
percentages : 


CrO, , , 0 0-00 11-98 15-54 4:87 15:05 

Rb,O .. . 60°56 56-82 21-99 28°55 4-60 3°45 
“- ee ce ere oe —— a pe eee 

Solids RbOH.2H,0 Rb, Cro, Rb,Cr,0, 

CrO, ‘ «5-05 24-92 14-29 58:69 63:07 62-28 

Rb,O .. : 3°45 1-66 1-28 1-07 0-92 0 

Solids Rb, Cr3049 Rb, Cr, 043 CrO, 


The results are plotted in Fig. 46; where the solubility curve ab refers to the 
solid phase CrOg; bc, to RbeCr,Oj43 ; cd, to RbgCrg0j9; de, to RbgCr.O,7 ; ef, to 
Rb,CrO,; and fg, to RbOH.nH,0. 


6,0 


? 7 \C5.660o 
ho NCSC OS: 
x/ 
Vs Y Yama SPER". A 1) V/ 

HO ca Orb, Ho a Cro, 
Fie. 46.—Equilibrium Diagram Fia. 47.—Equilibrium Diagram 
for the Ternary System : for the Ternary System : 

Rb,O-CrO,—-H,0O. Cs,O0-—CrO,—H,O at 30°. 


C. Chabrié © obtained czesium chromate, Cs,CrO,, by treating silver chromate 
with a boiling soln. of cesium chloride, and evaporating the filtrate for crystalli- 
zation ; or more simply from an aq. soln. of chromic acid and cesium carbonate. 
According to F. R. Fraprie, the crystals exist in two forms. C. Chabrié’s process 
furnishes the so-called a-crystals in pale yellow, trigonal prisms with the axial ratio 
@:c=1:1-2314; while the f-crystals form dark yellow, rhombic bipyramidal 
crystals with the axial ratios a: b : c=0-5640 : 1 : 0-7577, and which show twinning 
about the (130)-plane. These crystals are completely isomorphous with the potassium 
chromate family—a subject also discussed by J. W. Retgers. T. V. Barker studied 
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parallel overgrowths on alkali sulphates and chromates. F. A. H. Schreinemakers 
and D. J. Meijeringh observed that in the ternary system: Csg0—CrO3-H,0 at 
30°, the composition of the soln. expressed in percentages, 1s: 


CrO; are 0-119 9-662 13-08 8-98 2-16 4-57 

Cs,O - 10°63 69-22 31-68 35:08 24:05 3°04 1°61 
eT SS eS 

Solids. CsOH.nH,O Cs,CrO, Cs,Cr,0, 

CrO, ex Skits 44-45 55:17 62-70 62-50 62-28 

Cs,O reel Gb 0°096 3°13 3°90 4-35 2°33 0 

Solids. CsoCrg019 Cs,Cr,04 CrOz 


The line ab, Fig. 47, is the solubility curve with CrOg as solid phase; bc, with 
Cs Cr4Oj43 ; cd, with Cs,CrgO49 ; de, with Cs,Cr,07 ; ef, with Cs,CrO,; and fg, with 
CsOH.nH,0. The sodium and ammonium salts are alone hydrated in the ternary 
systems at 30° and the solubilities of the different alkali chromates at 30° are : 
Li Na NH, 1 Rb Cs 

M,CrO, . 49-98 46°63 28°80 39°63 44-14 47-0 

M. Rosenfeld” obtained a green precipitate on adding a soln. of cuprous chloride 
in a conc. soln. of sodium chloride to an excess of a soln. of potassium chromate. 
The reaction was studied by H. J. P. Venn and V. Edge. Complex precipitates are 
formed differing in colour and constitution according to the method of preparation. 
The reaction consists essentially in the oxidation of the cuprous salt, and the 
formation of basic compounds whose composition changes when they are washed. 
The ultimate reactions are represented by: 8Cu,Clo+2K,Cr0,+8H,0=4KCI ~ 
+CuCl,+5Cu(OH).+2Cr(OH)s, and 3Cu,Cl,+K,Cr.07,+7H,O=2KCI+42CuCl, 
+4Cu(OH).+2Cr(OH)3;. Intermediate products are represented by 2Cu0. 
CuCly.3H,O, and 8Cu0.CuCly.4H,O. J. Schulze reported normal copper chromate, 
CuCrO,; to be formed when copper hydroxide is heated with an excess of a soln. 
of potassium dichromate in a sealed tube at 220°. Under ordinary conditions, 
J. Schulze, and M. Prud’homme and F. Binder found that a boiling soln. of the 
dichromate and copper hydroxide forms a basic chromate. According to G. Briigel- 
mann, and J. C. G. de Marignac, the spontaneous evaporation of an aq. mixture 
of sat. soln. of copper sulphate and potassium dichromate gives first a crop of 
crystals of potassium sulphate, and then mixed crystals of chromates of indefinite 
composition. G. Quincke studied the formation of copper chromate by the diffusion 
of a soln. of copper sulphate into gelatine containing sodium dichromate. 
S. H. C. Briggs obtained normal copper chromate from a soln. of 3 grms. of copper 
carbonate with 6-9 per cent. CuO in 2-4 grms. of chromium trioxide dissolved in 
20 c.c. of water, and, when the evolution of carbon dioxide has ceased, heated in a 
sealed tube for 2 or 3 hrs. at 200°; and also by boiling, in a vessel fitted with a 
reflux condenser, a mixture of 12 grms. copper carbonate, 21 grms. chromium 
trioxide, and 15 c.c. of water over an oil-bath ; the product was washed with water 
and dried in a desiccator. H. Kopp, and G. C. Gmelin obtained crystals of copper — 
chromate, isomorphous with pentahydrated copper sulphate, from a soln. of copper 
hydroxide in aq. chromic acid. M. Prud’homme said that if a soln. of chromic 
and cupric oxides in alkali-lye be allowed to stand some months, it deposits crystals 
of cupric chromate. H.W. Morse studied the rhythmic precipitation of the chromate. 

J. Schulze said that the crystals are iron-black or reddish-brown with the 
appearance of hematite; the salt forms copper chromite at 400°. L. and 
P. Wohler found that decomposition begins at 325°; at 340°, the partial press. 
of the oxygen is 417 mm.; and at 380°, over 750 mm. No state of equilibrium 
was observed. At 650°, cuprous chromite is formed. J. Schulze said that cupric 
chromate is insoluble in water, but it is soluble in acids including chromic acid. 
The salt is hydrolyzed by boiling water, leaving a basic chromate—possibly 
3Cu0.CrO3.2H,O—as a residue. 8. H. C. Briggs said that cupric chromate is not 
soluble in a soln. of copper sulphate. 
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According to M. U. Schuyten, when an aq. soln. of copper sulphate and potassium 
dichromate is treated with ammonia, or if potassium dichromate be added to an 
ammoniacal soln. of cupric hydroxide from which the excess of ammonia has been 
removed by exposure toair, copper tetratotriamminochromate, 4CuCrO,4.3N H3.5H.0, 
separates as a brown, amorphous powder; when heated, it evolves ammonia, water, 
and a small quantity of nitrous fumes, but the whole of the ammonia and water 
cannot be expelled even by heating for a long time at a high temp. It dissolves in 
hydrochloric acid or ammonia, forming a yellow or a green soln. respectively ; it 
is also easily soluble in a soln. of silver nitrate, but soluble in organic solvents. 
Alcohol is not oxidized to aldehyde by boiling with the hydrochloric acid soln. 
of this compound. S. H. C. Briggs obtained copper hemiheptamminochromate, 
2CuCrO,.7NH3.H,O, by pouring an aq. soln. of 14 grms. of copper carbonate and 
25 grms. of chromium trioxide into a mixture of 125 c.c. conc. aq. ammonia, 50 c.c. 
of water, and 15 grms. of potassium hydroxide and allowing it to stand exposed 
to air. The greenish-black crystals lose ammonia at ordinary temp.; they are 
decomposed by water; and are soluble in dil. aq. ammonia. N. Parravano and 
A. Pasta prepared copper tetramminochromate, CuCrO,.4NHs, by adding alcohol 
to a soln. of copper tetrapyradinochloride in aq. ammonia; the green prismatic 
crystals are decomposed by water. 

L. N. Vauquelin said that when potassium “chromate” is added to a soln. 
of a neutral copper salt, a chestnut-brown precipitate is produced, which, according 
C. Gerhardt, and C. Freese, consists of K,0.83Cu0.3Cr03.2H,0, or, according to 
M. Groger, KCu,(OH)(CrO,)..H,O, and which, according to G. C. Gmelin, furnishes 
potassium dichromate when treated with boiling water. A. Bensch noticed that 
when potassium chromate is added to a boiling, aq. soln. of copper sulphate, the 
blue colour changes from green to yellow to red, and then a brown precipitate forms. 
B. Skormin obtained copper trioxychromate, 3CuO.CuCrO,.3H,O, by the action 
of an alkaline soln. of an excess of potassium chromate on a soln. of copper sulphate. 
F. J. Malaguti and M. Sarzeau said that after repeated extraction with boiling water, 
there remains—according to the analyses of F. J. Malaguti and M. Sarzeau, J. Persoz, 
C. Freese, J. Schulze, L. Balbiano, M. Gréger, and M. Rosenfeld—copper dioxy- 
chromate, 3Cu0.CrO;.2H,O, or 2Cu(OH),.CuCrO,; and, added M. Groger, the 
same product is obtained whether the potassium chromate or the copper salt be 
in excess. This salt was also prepared by B. Skormin. According to M. Rosenfeld, 
this compound is formed when potassium chromate is added to a soln. of copper 
sulphate ; although the colour of the substance varies with the temp. and conc. 
of the soln. its composition is constant. The same salt is formed by digesting freshly 
precipitated copper hydroxide with a soln. of potassium dichromate, but in this 
case it is mixed with crystals of potassium dichromate. M. Groéger said that 
the amorphous rust-brown precipitate, obtained by mixing aq. soln. of copper 
sulphate and potassium chromate, becomes crystalline when left in contact with 
excess of the copper salt soln. The precipitate is basic potassium cupric sulphato- 
chromate, the proportion of sulphate present depending on the conc. of the copper 
salt soln. and the duration of its contact with the precipitate. The double salt is 
rapidly decomposed either by boiling water or by fusion, but without forming 
potassium chromate. The same precipitate is obtained on adding potassium 
hydroxide to the mixture of cupric sulphate and potassium dichromate in aq. soln. 
as indicated by A. Knopp. M. Gréger also said that the addition of sodium chromate 
to an aq. soln. of copper chloride results in the formation of a greenish-yellow 
precipitate which, when left in the mother-liquor, gradually assumes a bright 
rusty-brown colour, but does not become crystalline. The greenish-yellow sub- 
stance is the basic cupric chromate, 2Cu(OH),.,CuCrO, ; the rusty-brown precipitate 
contains a larger proportion of chromic acid, which is removed by washing with 
water, the greenish-yellow salt. being regenerated. According to L. Balbiano, 
a soln. of cupric sulphate is not completely precipitated by neutral ammonium 
chromate, the complete precipitation only being effected by the addition of ammonia. 


66 


262 INORGANIC AND THEORETICAL CHEMISTRY 


Both the precipitate first produced by the ammonium chromate and that by the 
later addition of the ammonia have the same composition, 2Cu0.CuCrO4.2H,0. 
If the aq. soln. be evaporated on the water-bath, an amorphous mass is formed. 
Alcohol precipitates from the aq. soln. a dirty green precipitate, and is at the same 
time oxidized to acetic acid. In repeating L. Balbiano’s experiments, M. Groger 
observed that the original precipitate contains ammonium, and this salt furnishes 
the basic salt, 2Cu(OH)..CuCrO,, by washing with boiling water. A. Viefhaus 
obtained the same basic salt by digesting barium chromate with an aq. soln. of 
copper sulphate for 3 days at 30° to 35°; C. Freese, and M. Rosenfeld, by treating 
copper oxide or hydroxide with a boiling soln. of potassium dichromate, and 
extracting the product with boiling water; C. Freese, and R. Bottger, similarly 
treated copper carbonate with an aq. soln. of chromic acid. J. Schulze obtained 
this basic salt by the action of boiling water on copper chromate; and F. Droge, 
by the action of boiling water on copper decamminodioxychromate. The dark 
brown flocculent precipitate dries at 100° to a dark brown, almost black, amorphous 
powder. J. Persoz said that it loses no water at 170°, but decomposes at a red- 
heat. F. J. Malaguti and M. Sarzeau said that it is soluble in dil. nitric acid, and 
in aq. ammonia. G. Gore observed that it is insoluble in liquid ammonia ; 
R. Bottger, that it is decomposed by alkali-lye forming copper oxide ; J. W. Slater, 
~ that when boiled with phosphorus, it forms copper, copper phosphide and phosphate, 
chromic phosphate, and phosphorus and phosphoric acids. R. Otto recommended 
its use in the determination of sulphur in organic analyses. 

According to H. Moser, potassium dichromate does not give a precipitate with 
an aq. soln. of a copper salt; but, added W. E. Garrigues, if an excess of ammonia 
or, according to A. Kopp, and M. Rosenfeld, if sufficient potassium hydroxide be 
present to transform the dichromate into monochromate, a precipitate is formed 
which may be reddish-brown, greenish-yellow, green, or blue according to the 
proportion of alkali employed—the blue precipitate is copper hydroxide. 

M. Rosenfeld supposed that the yellow precipitate just indicated is a basic salt copper 
pentoxybischromate, TCuO.2CrO;.5H,O0 ; and the green precipitate, which changes to 
brown on drying, basic copper hexoxychromate, TCuO.CrO3.5H,O0—probably both basic 
salts are mixtures of copper hydroxide and the dioxychromate. The green-coloured 
substance prepared by C. W. Juch by the action of 2 parts of potassium carbonate and one 
part of calcium carbonate on a soln. of 48 parts of copper sulphate and 2 parts of potassium 
dichromate ; and that obtained by T. Leykauf by the action of ammonia on a soln. of 2 
parts of copper sulphate and one part of potassium dichromate are also mixtures. 

According to M. Vuaflart, if copper chromate be treated with aq. ammonia, 
the dark green soln. does not decolorize on exposure to light, and if evaporated, 
or cautiously treated with acids, the original chromate is restored. R. Bottger 
added that if the green soln. be covered with alcohol, it deposits a dark green 
powder, which, after washing with alcohol, furnishes, according to the analysis 
of F. J. Malaguti and M. Sarzeau, copper decamminomonoxybischromate, 
Cu0.2CuCrO,4.10ONH3.2H,O. The salt was also prepared by A. Kopp. The 
powder consists of dark green, acicular crystals, which lose ammonia in air; 
and when heated decompose with a feeble detonation. The salt is decomposed 
by water. According to P. A. Bolley, F. Drége, W. Griine, J. Stinde, and 
I. C. Zimmermann, the green soln. was formerly used in dyeing. 

M. Gréger a not isolate ammonium copper chromate of definite composiiial 


the precipitate obtained by treating copper chloride with ammonium chromate, is — 


readily transformed into copper oxychromate. 8S. H. C. Briggs, and M. Groger 
obtained ammonium copper diamminochromate, (NH,).CrO,.CuCrO,.2NHs, by 
the action of cupric chloride on a soln. of ammonium chromate containing an excess 
of ammonia ; or of a soln. of copper carbonate in chromic acid on conc. aq. ammonia. 
The dark green crystals lose water and ammonia at 200°. The salt is hydrolyzed 
by water. M. Groger mixed 2 vols. of a soln. of 85-3 grms. of CuCl,.2H,O in a 
litre of water with one vol. of a soln. of 97-2 grms. of potassium chromate in a litre 
of water. After standing 4 days, at room temp., the precipitate was washed with 
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cold water by suction, and dried at 100°. The brownish-red powder consists of 
microscopic, four-sided, prismatic crystals of potassium copper oxyquadrichromate, 
K,0.4Cu0.4Cr03.3H,0, or K(OH)Cus(CrO,4)o.H,0. It is rapidly decomposed by 
boiling water. A. Knop_ reported potassium copper oxytrischromate, 
K,0.3Cu0.3Cr03.2H,0, to be formed by the action of a soln. of potassium di- 
chromate on freshly precipitated copper hydroxide, or by gradually adding a soln. 
of potassium hydroxide to a mixed soln. of copper sulphate and potassium 
dichromate. The salt was also prepared by B. Skormin. M. Rosenfeld supposed 
that this product is impure copper dioxychromate, and M. Gréger, impure potassium 
copper oxyquadrichromate. C. Gerhardt, and C. Freese supposed the precipitate 
produced by potassium chromate in a cold soln. of copper sulphate to be potassium 
copper oxytrischromate. The pale brown powder consists of microscopic, six-sided 
plates. The salt loses water when heated. Boiling water extracts potassium 
dichromate. The salt is soluble in a soln. of ammonia and ammonium carbonate. 
F. Rose, 8. Tschelnitz, J. G. Gentele, and G. Zerr and G. Riibencamp mentioned the 
use of the basic chromate as a reddish-brown pigment under the name chrome brown. 

According to 8S. H. C. Briggs, potassium copper diamminochromate, 
K,Cr0,4.CuCrO4.2N Hs, crystallizes out when an ammoniacal soln. of copper chromate 
to which a large proportion of potassium chromate has been added, is allowed to 
lose its free ammonia by exposure to air. The crystals were washed by decantation 
with the mother-liquid, then with dil. ammonia, and finally with alcohol and ether. 
It is slowly decomposed at 250°, rapidly at 280°; it is decomposed by water; and 
is soluble in aq. ammonia. M. Prud’homme added a cupric salt to a mixture of 
sodium hydroxide and chromate, and obtained a yellowish-green soln. of sodium 
copper chromate. A similar soln. is produced by boiling an excess of copper oxide 
with a soln. of chromic oxide in soda-lye. 

According to F. Wohler and F. Rautenberg,® silver chromate can be reduced 
to silver subchromate, possibly Ag,CrO,4, at ordinary temp. The black powder 
always contains some metal; the reduction to silver is completed at 50°. The 
subchromate is coloured red by nitric acid and then dissolved ; and with dil. acids 
- a green soln. is formed. W. Muthmann showed that the alleged subchromate is a 
mixture of ordinary silver chromate and silver. 

L. N. Vauquelin 9 obtained silver chromate, Ag.CrO,, by dropping a dil. soln. 
of potassium chromate into a cone. soln. of silver nitrate, and washing the dark 
reddish-brown precipitate—if the silver nitrate soln. be dropped into the chromate 
soln., the precipitate is orange-red, and is contaminated with the potassium salt, 
which is very difficult to remove by washing. N. W. Fischer found that silver oxide 
abstracts chromic acid from a soln. of potassium chromate leaving the liquid alkaline, 
but a large excess of the oxide does not remove all the chromic acid except when 
added in the form of its ammoniacal soln. J. Milbauer obtained a 10 per cent. con- 
version to chromate when a mixture of silver carbonate or oxide and chromic oxide 
is heated to 480° in oxygen at 12 atm. press. CO. Freese obtained silver chromate 
by boiling silver oxide for some days with a soln. of potassium chromate or 
dichromate. I. Guareschi obtained silver chromate by the action of a cone. soln. 
of chromic acid on silver bromide; and M. Gréger, by the action of water on 
ammonium silver chromate. R. Warington found that when silver dichromate is 
boiled with water it forms silver chromate ; according to EH. Jager and G. Kriiss, 
and B. M. Margosches, the boiling should be continued as long as anything passes 
into soln. R. Warington also found that when an ammoniacal soln. of silver 
dichromate is evaporated spontaneously, a greenish crust of the monochromate is 
formed. F. A. Gooch and R. S. Bosworth showed that silver is precipitated 
quantitatively as chromate by adding an excess of potassium chromate to a soln. 
of silver nitrate. The chromate can be purified by dissolving it in aq. ammonia, 
and reprecipitating it by boiling the soln. G. P. Baxter and co-workers described 
the preparation of the salt, and added that it can be dried by heating it for 2 hrs. 
at 225° ina current of dry air. According to A. Lottermoser, by adding ;N-AgNOs 
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to an excess of =| N-CrOs, colloidal silver chromate is produced ; the hydrosol soon 
becomes turbid. The Chemische Fabrik von Heyden reported that if silver chromate 
be formed in the presence of proteins as protective colloid, and the soln. dialyzed, 
or precipitated by the addition of an acid, and afterwards peptized by dil. alkali-iye, 
the hydrosol is stable. N. R. Dhar and A. C. Chatterji found silver chromate is 
not peptized by conc. soln. of cane-sugar; and N. R. Dhar and 8. Ghosh that it is 
peptized by ammonium nitrate. N. R. Dhar and A. C. Chatterji studied the 


adsorption of silver ions by silver chromate. According to F. Kohler, when silver 


nitrate and ammonium dichromate react as a result of the diffusion which takes 
place when an aq. soln. of the one salt is placed in contact with a gelatinized soln. 
of the other, precipitation rings are formed which exhibit rhythmic character. 
When the ammonium salt is contained in the gelatin layer the ring formation varies 
with the conc. of the dichromate. At low concentrations, the rings are only partly 
developed, and at high concentrations they are blurred, but over an intermediate 
range the ring system is well developed. If the gelatin layer contains the silver 
salt, similar results are obtained, except that no rings are formed when the conc. 
is small. The conc. of the gelatin also affects the ring formation in the sense that 
with increasing conc. the rings become less well defined. It seems probable that 
rhythmic precipitation phenomena in gelatin-water systems are dependent on the 
existence of a more or less definite relation between the velocities of diffusion of 
the reacting substances and the velocity of crystallization of the products of the 
reaction. In the rhythmical precipitation of silver chromate by means of ammonium 
dichromate the small crystals of ammonium nitrate which also separate rhythmically 
are coloured by silver chromate, being yellowish-green to red, according to the conc. 
Similar coloured crystals are obtained when a soln. of ammonium nitrate containing 
a little ammonium dichromate is mixed with a drop of silver nitrate and allowed 
to evaporate on a glass slide. Exactly similar crystals are obtained when potas- 
sium dichromate is used. N. R. Dhar and co-workers supposed that the rings are 
produced by the coagulation of peptized silver chromate. The subject was studied 


by H. Bechold, H. N. Holmes, E. Hatschek, R. E. Liesegang, N. R. Dhar and _ 


A.C. Chatterji, K. C. Sen and N. R. Dhar, A. M. W. Williams and M. R. MacKenzie, 
T. R. Bolam and M. R. Mackenzie, G. Linck, B. Kisch, M. 8. Dunin and 
F. M. Schemjakin, E. C. H. Davies, A. Janek, A. Steopoe, M. Storz, 
C.K. Jableznysky aud A. Klein, C. K. Jablezynsky, F. G. Toyhorn and 8. C. Black- 
tin, P. B. Ganguly, R. Fricke, W. Ostwald, F. Kohler, H. McGuigan, E. R. Riegel 
and M. C. Reinhard, T. R. Bolam and B. N. Desal, 8. 8. Bhatnagar and J. L. Sehgal, 
L. N. Mukherjee and A. C. Chatterji, F. M. Shemjakin, H. Westerhoff, F. Pannach, 
H. W. Morse, W. W. Siebert, D. N. Ghosh, and 8. Hedges and R. V. Henley. 
Silver chromate varies in colour according to the mode of preparation, and it is 
described as forming tabular or acicular crystals or a dark green or purple-red 
crystalline powder. R. Hunt thought that the variations in colour depended on the 
exposure of the potassium dichromate soln. to light, for he said that the chromate 
produced by the actinized soln. has a “‘ much more beautiful colour” than when 
produced by a soln. of dichromate which had not been exposed to light. F. Bush 
showed that there is no difference in the colour of silver chromate derived from 
insolated and non-insolated soln. of potassium dichromate, but that the rate of 
the mixing of the soln. determines the difference in the colour and the physical 
characteristics of the resulting silver chromate. C. Freese, W. Autenrieth, and 
B. M. Margosches found that the red variety is produced by precipitation from a 
silver salt with a chromate or dichromate if the silver is in excess. The result is 
not affected by temp. On the other hand, when silver dichromate is decomposed 
by cold or hot water, or when a soln. of silver chromate or dichromate is evaporated, 
R. Warington, E. Jager and G. Kriiss, W. Autenrieth, and B. M. Margosches 
observed that green crystals are produced. It has therefore been suggested that 
silver chromate exists in two forms: (i) red—varying from orange to deep reddish- 
brown; and (ii) green—varying from dark green to greenish-black, but red in 
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transmitted light, or in the powdered form. It has not been proved whether this 
is a case of polymorphism, or whether the effect is produced by the varying sizes 
of the crystalline granules. F. Kohler said that both silver chromate and 
dichromate can take small quantities of ammonium or potassium nitrate into solid 
soln. The colour of pure silver chromate is always greenish-black, and the red 
substance supposed to be a separate modification is really a mixture of silver 
chromate and a solid soln. of that salt with nitrates. M. Copisarow observed that 
tree-like, dendritic forms are produced when the precipitate is slowly formed. 
According to J. W. Retgers, and W. Autenrieth, the red crystals are rhombic 
with a pleochroism—pale reddish-brown, and brownish-black—they are not 
isomorphous with silver sulphate but may be so with sodium sulphate. 

H. G. F. Schréder gave 5-536 for the sp. gr. of green silver chromate, and 5-523 
for that of the red variety ; and G. P. Baxter and co-workers gave 5-625 at 25°/4°, 
for the red crystals; M. L. Dundon, 5-52, and the mol. vol. 60-1 at 26°. 
M. L. Dundon gave 2 for the hardness, and 575 ergs per sq. cm. for the surface energy 
at the interface of the solid and water at 26°. According to L. N. Vauquelin, silver 
chromate melts in the oxidizing flame of the blowpipe ; and in the inner flame, it 
is reduced to silver and chromic oxide. F. Kohlrausch gave for the sp. electrical 
conductivity of sat. soln. of silver chromate : 

0:26° 14-82° 18° BO %6ed 11, 37-308 75° 
Conductivity . 0:0,667 0-0,1561 0-0,186 0-0,350 0-0,460 (0-0,160) mho. 


T. R. Bolam and M. R. MacKenzie found the sp. conductivity of soln. of silver 
chromate and gelatine to be: 


Ag,CrO, . 0:00333N- 0-00250N- 0-00125N- 0-00236N- 0-00118N- 0-00162N- 
Mhox10—3 . 0:8341 0-6841 0:4636 0-5916 1-3703 0-4207 
Gelatine ott 3 3 1-59 1-59 0-07 per cent. 


The conductivities are slightly smaller when the gelatine is set than when it is 
liquid. The electromotive force of cells with Ag | 0:-1N-AgNOg3, LON-NH,NOs, x | Ag, 
is 0-1483 volt when z# is a sat. soln. of AgoCrO,; 0-1469 volt with the same soln. with 
0-01NaNOs3; and 0-2247 volt with the salt. soln. of silver chromate plus 0-1N-K,CrOy,. 

For the reducing action of hydrogen, wide supra. Silver chromate is very 
sparingly soluble in ammonia. Expressing the solubilities, S, in milligrams of silver 
chromate per 100 grms. of water, F. Kohlrausch gave S=2-52 at 18°, from the 
electrical conductivity ; G. 8. Whitby, S=2-56 at 18°, from colorimetric obser- 
vations; R. Abegg and A. J. Cox, S=2-0 at 25°, from potential measurements ; 
R. Abegg and H. Schafer, S=2-9 at 25°, from the equilibrium of silver chromate 
and dichromate ; M.S. Sherrill, S=4-1 at 25°, from the solubility of silver chromate 
in ammonia; G. 8. Whitby, S=3-41 at 27°, from colorimetric observations ; 
O. Hahbnel, S=5-4 at 35°, from the equilibrium with silver iodate and chromate ; 
G. 8. Whitby, S=5-34 at 50°, from colorimetric observations ; and R. F. Carpenter 
obtained S=4-1 at 100°. Other observations were made by L. L. de Koninck and 
EH. Nihoul, G. Meinecke, W. G. Young, and R. F. Carpenter. R. Abegg and 
H. Schafer obtained for the solubility product [Ag’]?[CrO,4’]=2-64 x 10~12 at 25°, 
from the equilibrium between silver chromate and dichromate. M. 8. Sherrill 
calculated 9 x 10-12 at 25°, from the solubility of silver chromate in ammonia ; and 
O. Hahnel, 17-7 x 10-12 at 35°, from the equilibrium in the reaction 2AgIO3’-+CrO,” 
=Ag,Cr0,+210,’. B. M. Margosches found that the solubility is diminished by 
the presence of Ag’-ions, or CrO,’’-ions, but in a cone. soln. of potassium chromate 
the solubility is increased. The solubility in acids is dependent on the grain-size 
and of the presence of silver chromate. M. L. Dundon observed a 10 per cent. 
increase in the solubility when the particles are reduced to 0-3u diameter. J. Krut- 
wig found that chlorine liberates oxygen from silver chromate at 200°, forming silver 
chloride and small red crystals of chromium trioxide. The relatively great solubility 
of silver chromate with respect to the chloride explains its use as an indicator in the 
titration of chlorides by a silver salt; so long as an appreciable amount of chloride 
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is present, silver chromate is converted into chloride, but as soon as the chloride 
is all consumed, the dark red colour of silver chromate appears. According to 
A. A. Hayes, silver chromate is decomposed by hydrochloric acid and soluble 
chlorides, and L. L. de Koninck and E. Nihoul said that the decomposition of the 
chromate by chlorides, bromides, and iodides is quantitative. B. M. Margosches 
found that the reaction with the alkali halides is fast only with freshly precipitated 
silver chromate. E. Ramann and H. Sallinger studied the system: K,CrO, 
+ AgIlO,=KI03,+ AgoCrO,. W. R. Hodgkinson and J. Young studied the reduc- 
tion of the salt by dry sulphur dioxide. A. A. Hayes found that the chromate 
is decomposed by soln. of sulphates. E. C. Franklin and C. A. Kraus said that 
silver chromate is insoluble in liquid ammonia. The chromate is slowly dissolved 
by cold, dil., aq. ammonia, and rapidly by hot, conc., aq. ammonia. The solubility 
of the chromate in aq. ammonia was measured by M. S. Sherrill, and the results 
expressed in S mols per litre : 
NH,0H eo OOS 0-02 0-04 0-08 
S 2-04 4-169 8°595 ‘ 17°58 

The increased solubility with ammonia is attributed to the formation of the soluble 
complex Ag(NHgs)oCrO,. EH. Mitscherlich, G. Meinecke, and B. M. Margosches 
obtained from the soln. in conc. aqua ammonia yellow tetragonal crystals of silver 
tetramminochromate, Ag .CrO,.4NH3, with the axial ratio a@:c=1:0-5478. 
H. Topsée gave 2-717 for the sp. gr. M.S. Sherrill’s results are as follows : 


HNO, Rites he . 0-01 0-02 0-04 0-075 
[Ag]x103. ee 808 7-488 10-02 12-41 

fHCrO,’| x102 = . 2245 2-775 3-530 4-220 
(Or, O07 T5108 MRL FAO ros das 0-577 0-935 1-333 


The tetramminochromate in air loses ammonia more rapidly than the selenate, 
and potash-lye precipitates fulminating silver from the aq. soln. 

B. M. Margosches found that the solubility of silver chromate in nitric acid 
depends on the age of the salt. L. L. de Koninck and E. Nihoul measured the 
solubility of the chromate in nitric acid ; and R. F. Carpenter, the solubility in soln. 
of the nitrates. M.S. Sherrill and D. KE. Russ said that soln. containing more than 
0-O75N-HNOg, form silver dichromate; while F. A. Gooch and R. 8. Bosworth 
said that the chromate is insoluble in dil. nitric acid in the presence of enough 
potassium chromate to form with the nitric acid, dichromate and nitrate; silver 
chromate is also said to be insoluble in a soln. of sodium nitrate. F. A. Gooch 
and L. H. Weed also found the chromate insoluble in a soln. of silver nitrate ; 
aq. soln. containing 3-24 grms. of the salt named per 100 c.c. were found to dissolve 
at 100° the following amounts : 


Water NaNO, KNO; _ -NH,NO, MgNO, 
Ag,CrO, - 0-00415 0:00415 0:0124 0:-0207 0-0166 


B. M. Margosches said that silver chromate is practically insoluble in a soln. of 
silver nitrate, whilst sodium phosphate soln. form silver phosphate. Silver chromate 
1s practically insoluble in cone. acetic acid, but some is dissolved by dil. acetic acid. 
A soln. of potassium chromate also dissolves a little silver chromate. A. Jaques 
studied the reaction with ethyl bromide. B. Guerini found that 11-65 per cent. 
alcohol dissolves 0-0129 grm. of silver chromate at ordinary temp. According 
to L. N. Vauquelin, several metals immersed in water and in contact with silver 
chromate exert a reducing action ; and N. W. Fischer said that cadmium separates 
silver; zinc separates brownish-black, arborescent silver; tin, lead, and iron, a 
brown spongy mass ; arsenic, a brown powder ; copper, and mercury have a feeble 
action; and antimony, none. The precipitates may be contaminated with green 
chromic oxide; and the liquid may acquire a yellow tinge from the presence of 
chromic acid. With an ammoniacal soln. of silver chromate, zinc is said to pre- 
cipitate silver and chromium ; cadmium, silver ; copper, a grey powder ; lead, silver ; 
while tin, iron, and antimony give no precipitation. C. Freese observed that a soln. 
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of potassium hydroxide extracts all the chromic acid from silver chromate. 
J. F. G. Hicks and W. A. Craig found that silver chromate undergoes a reaction 
with an equimolar mixture of fused potassium and sodium nitrates at about 240°, 
forming basic chromate analogous to a hydrolytic reaction. <A state of equilibrium 
is established ; but with fused sodium chloride, at about 870°, the reaction is 
complete. P. Ray and J. Dasgupta prepared a complex with hexamethylene- 
_tetramine. 8. J. Thugutt found that aragonite is coloured red whilst calcite is 
not changed when the minerals are treated with 0-1N-AgNOs, and afterwards 
wetted with a 20 per cent. soln. of potassium dichromate. 

M. Gréger obtained a precipitate by the action of an almost sat. soln. of potas- 
sium chromate on silver nitrate. The precipitate contained potassium and silver 
chromates, but he could not decide whether these were mechanically mixed or 
combined as potassiwm silver chromate. M. Groger prepared ammonium silver 
chromate, (NH,).CrO,.3Ag,CrO,, by dropping a conc. soln. of silver nitrate into a 
cold, sat. soln. in ammonium chromate, and allowing the mixture to stand for some 
weeks ; he also obtained the same salt by the action of silver nitrate on an 
ammoniacal soln. of ammonium chromate. The garnet-red powder or hexagonal 
crystals are decomposed by heat, and by water. 

N. A. Orloff 1° prepared an orange-coloured soln. of gold chromate, Aus(CrO,)s, 
by adding a soln. of auric chloride to an excess of freshly precipitated silver chromate, 
and filtering off the silver chloride. If the conc. soln. be evaporated in a desiccator, 
crystals with the composition Au,(CrO,)3.CrO3 are formed. 

In the extraction of chromium by the calcination of a mixture of chromite and 
limestone, calcium chromate, CaCrO,, is formed as an intermediate product—de 
supra. J. Milbauer observed a 56-9 per cent. conversion to chromate when a 
mixture of chromic oxide and calcium oxide or carbonate is heated to 480° in oxygen 
at 12 atm. press. M. R. Nayer / and co-workers found that calcium and chromic 
oxides begin to interact in the presence of air to form calcium chromate at 650° ; 
at 700°, a 95 per cent. yield of chromate is obtained with mixtures containing 2 
equivalents of calcium oxide to 1 of chromic oxide and a 60 per cent. yield when 
the ratiois1:1. In the presence of excess of calcium oxide, equilibrium is attained 
at about 800°, although pure calcium chromate does not begin to decompose until 
1000° is reached. A mixture of calcium oxide, sodium carbonate, and chromium 
trioxide (1-7 : 0-65: 1) gave a quantitative yield of chromate in 4 hrs. at 660° and 
in 5 minutes at 1050°._ K. Herrmann and co-workers found that the crystals are 
rhombic bipyramids and that the crystal unit contains 4 mols, and has a=7-45 A., 
b=10-3 A., and c=5-85 A. When calcium chromate is decomposed by heat no 
basic salts are formed. As shown by T. Thomson, and H. Moser, a soln. of calcium 
chloride slowly forms a precipitate when treated 
with potassium dichromate ; as shown by J. F. Bahr, 
the precipitate varies in composition, according to 
the conditions, from CaCrO, to 5CaCrO,4.KyCrO,. 
If free acetic acid be present, H. Kammerer, and 
F. T. Frerichs observed no precipitation; and 
F. Kuhlmann found that calcium carbonate is only 4° 
partially converted into the chromate by a soln. of 
potassium chromate ; lime-water gives no precipitate w° 
with a soln. of potassium chromate. F. Mylius and 
J. von Wrochem obtained the anhydrous chromate ” Pe iL GSC me meyer 
by heating the hydrated salt—G. N. Wyrouboft Mols.of satt per 100 mobs./0 
said at 300°—or by warming a supersaturated soln., ma oe 
containing 15 to 20 per cent. CaCrO,, over 36°. The epee an ata 
yellow powder consists of fine needles. L. Bourgeois mate. 
obtained crystals of the anhydrous chromate by 
melting a mixture of 2 eq. of calcium chloride with an eq. each of potassium and 
sodium chromates. D. Vorlinder and H. Hempel observed no transformation into 


100° 


80° 
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an isotropic form when the alkaline earth chromates are heated. The sat., aq. 
soln. at 18° has a sp. gr. 1-023 and contains 2-3 per cent. CaCrO,. It is very 
stable, and is not hydrated by standing for a year in contact with water. Three 
hydrates have been reported. The percentage solubility, S, of stable CaCrQ, is: 
0° 20° 30° 50° 70° 100° 
S pln ih 2°23 1792 i 0:80 0-42 
The results are plotted in Fig. 48. By mixing a 15 per cent. soln. of calcium 
chromate with calcium chloride or glycerol, and rapidly warming to 100°, small, 
doubly refracting, presumably rhombic crystals of the hemahydrate, CaCr0,.2 4H,0, 
are formed. They lose water at 400°; and a soln., sat. at 18°, has 4-4 per cent. 
CaCrO,, and a sp. gr. of 1-044. The percentage solubility, s, of the unstable 
hemihydrate, Fig. 48, is: 
0° 18° 30°. 50° 70° 100° 
iS: ) fishes BO 4-4 3°66 1-60 1-10 0-80 


According to H. von Foullon, the monohydrate, CaCrO4.H,O, is produced when 
the mother-liquor from the dihydrate is evaporated over 25°; and F. Mylius and 
J. von Wrochem obtained it by heating the rhombic f-dihydrate at 12°. The 
orange-red, rhombic, bipyramidal crystals were found by F. von Foullon to have 
the axial ratios a : b : c=0-6296 : 1: 0-6404. G. N. Wyrouboff gave 0-9917 : 1 : 0-7995 
and said that the crystals are similar to those of anhydrite. The sp. gr. is 2-793 
at 15°, and the mol. vol. 62-4. F. Mylius and J. von Wrochem said that the dark 
yellow, four-sided, doubly refracting pyramids do not effloresce very much at 
ordinary temp. ‘The soln. sat. at 18° has a sp. gr. 1-096, and contains 9-6 per cent. 
of CaCrOy. The percentage solubility, S, Fig. 48, of the unstable monohydrate, is 

18° 25° 40° 60° 75° 100° 
S 00) 9-09 7°83 5:75 4-58 3°10 

J. F. Bahr said that when calcium carbonate is treated with a soln. of chromic 
acid, the dihydrate, CaCrO,.2H,O, is formed ; and M. Siewert obtained the dihydrate 
by evaporating in vacuo a soln. of the carbonate in chromic acid. H. von Foullon 
said that the dihydrate exists in two forms. There is first the labile or a-dihydrate 
obtained by the slow evaporation below 25° of the mother-liquid from the basic 
salt, or up to 65° in the presence of sulphuric acid. F. Mylius and J. von Wrochem 
observed that it separates from a supersaturated soln. of calcium chromate at room 
temp. The sulphur-yellow, monoclinic crystals resemble those of the dihydrated 
calcium sulphate. There is the stable or 6-dihydrate obtained by allowing the 
a-form to stand in contact with a sat. soln. of calcium chromate ; it also separates 
when the sat. soln. is allowed to stand for a week. H. von Foullon obtained crystals 


by evaporating a soln. at 22°. A. Fock also described the preparation of the — 


dihydrate, and according to A. Fock, and H. von Foullon, the pale yellow, rhombic 
crystals do not resemble those of gypsum. The axial ratios are a:b:e¢ 
=0-6942 : 1: 0-7388. The (100)-cleavage is complete. G. N. Wyrouboff could 
not prepare the dihydrate. M. Siewert said that the dihydrate loses its water when 
strongly heated, and every time it is heated it becomes cinnabar-red. F. Mylius 
and J. von Wrochem found that the 6-dihydrate at 12° forms the monohydrate. 
At 18°, the sat. aq. soln. of the a-form contains 14:3 per cent. of CaCrO, and has a 
sp. gr. of 1-149; while with the 6-form there is present 10-3 per cent. of CaCrO4 
and the sp. gr. is 1-105. M. Siewert, and H. Schwarz made observations on the 
solubility. F. Mylius and J. von Wrochem found that the percentage solubilities, 
S, Fig. 48, are : 


0° ° KO ° ° 0° 
S o ae 70 14-20 12-40 9-83 10:20 10:40 
_— a en eee 
a-dihydrate B-dihydrate 


The transition temp. for B-dihydrate= paBhithantote is 10-20° with 14 per cent. 
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CaCrO,. F. Kohlrausch measured the electrical conductivity of aq. soln. of the 
salty while H. H. Hosford and H.C. Jones found for the mol. conductivity, w mhos, 
between 0° and 35°, and S. F. Howard and H. C. Jones between 35° and 65°, the 
following values, when a mol of the salt is dissolved in v litres : 


v é - 8 16 32 128 512 1024 2048 4096 
0° : 62 69 cial 97 114 119 — 124 
12 86 96 108 135 160 168 — 173 

tetas Th IS 126 142 179 212 223 — 230 
BO” ese bod 147 169 214 255 270 — 279 
65°". 200 229 260 337 412 428 288 — 

4 { 0° . 49-70 85-64 62-19 78°55 91-90 96-12 98-54 100-00 
65° 65-02 — 77:01 86-41 93-19 96-18 97-60 100-00 


The percentage ionization, a, has also been calculated. 

H. Caron and D. A. Raquet found dihydrated calcium chromate to be soluble 
in acids and in dil. alcohol. C. R. Fresenius found that 100 c.c. of 29 per cent. 
alcohol dissolve 1-216 grms. calcium chromate, and 100 c.c. of 53 per cent. alcohol, 
0-88 grm. The anhydrous salt is insoluble in absolute alcohol; and A. Naumann 
observed that it is insoluble in acetone. F'. Guthrie observed that molten sodium 
nitrate dissolves 0-547 grm. of the salt. J. F.G. Hicks and W. A. Craig found that 
equimolar mixture of fused sodium and potassium nitrates, at about 870°, reacts 
with calcium chromate forming basic salts and entering into a state of equilibrium 
analogous to a hydrolytic reaction. L. Kahlenberg and W. J. Trautmann found 
that when calcium chromate is mixed with silicon and heated in the electric arc 
furnace there is a strong reaction, but in the bunsen burner there is a slight reaction. 
J. B. Hannay obtained potassium calcium sulphatochromates, K,CrO4.CaSO4,H,0 ; 
2K,CrO,.CaSO,; and K,CrO,4.CaSO,.Na.,SO,.H,O. H. von Foullon obtained the 
basic salt, calcium oxychromate, CaO.CaCrO,.3H,O, by warming to 50°-60°, a 
soln. of calcium carbonate in a dil. aq. soln. of chromic acid; or, according to 
F. Mylius and J. von Wrochem, from a soln. of chromic acid supersaturated with 
calcium hydroxide. The lemon-yellow, monoclinic prisms have the axial ratios 
a:b6:c=1-0311:1:0-6500, and 6=98° 13’. 100 parts of water dissolve 0-435 
part of the salt. 


K.S. Nargund and H. E. Watson found that when calcium chromate is heated to 1030° 
at less than 20 mm. press., ealeium dichromitochromate, 3CaO.Cr.Q,;.CrO;, is formed ; 
if the press. be 2 mm., calcium hexachromitod:schromate, 8CaO.3Cr,0;.2CrO,, is produced ; 
and at lower press., calcium tetrachromitochromate, 5CaO.2Cr,0;.CrO,, results, and it has 
no measurable dissociation press. at 1030°. If calcium chromate mixed with lime is heated, 
calcium oxybischromate, CaO.2CaCrO,, is formed, and it readily decomposes, forming 
calcium dichromitosexieschromate, 12CaO.Cr,0;.6CrO;, with a dissociation press. of 270 mm. 
at 910°; and it decomposes, forming calcium dichromitoguaterchromate, 9CaO.Cr,03.4CrO,, 
with a dissociation press. of 22 mm. at 920°. This product is also formed when a mixture 
of calcium oxide and chromate is heated in air ; the black compound is soluble in dil. acids, 
and when heated to 1030° furnishes calcium dichromitoérischromate, 6CaO.Cr,0 3.3CrO3. 
A mixture of calcium chromate and chromic oxide yields ealeium dichromitob:schromate, 
2CaO.Cr,03.2CrO3, with a dissociation press. of 150 mm. at 1030°, and finally a chromite. 


A. Duncan found that a soln. of freshly burnt lime in an aq. soln. of potassium 
dichromate, when evaporated, gives orange-yellow crystals of potassium calcium 
chromate, K,CrO,.CaCrO,, which are the monohydrate if the crystallizing soln. is 
boiling, and the dehydrate, if the soln. is at 80°. E. Schweizer obtained the dihydrate 
by saturating a not too cone. soln.-of potassium dichromate with calcium hydroxide, 
passing a current of carbon dioxide through the clear liquid, and evaporating the 
soln. at 30°-40°. The crystals of the dihydrate are lemon-yellow. There is formed 
at the same time a brown crystalline crust of K,CrO4.4CaCrO4.2H,O, which is 
easily separated from the lemon-yellow crystals of the dihydrate. M. Grdéger 
obtained it by evaporating on a water-bath an almost sat. soln. of potassium 
chromate containing 4 eq. of N-CaCl,. M. Barre found that by the direct action 
of calcium chromate on soln. of potassium chromate at temp. below 45°, large 
rhombic prisms of the salt K,CrO4.CaCrO,.2H,O are obtained. These, in contact 
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with a soln. of potassium chromate at 60°, slowly disappear, and small, hexagonal — 
prisms of the anhydrous salt, KoCrQ,. CaCrO,, are formed. Both these salts are 
decomposed by water. F. Stolba, and F. Mohr made some observations on this 
salt. G. N. Wyrouboff said that the crystals are dimorphous since there is an 
a-form occurring in yellow triclinic pinacoids a: b:c=0-6591:1:0-4383, and 
a=78° 16’, B=101° 3’, and y=83° 8’. The (101)-cleavage is complete, and the. 
(101)-cleavage is distinct. The sp. gr. is 2-411 at 15°, and the mol. vol. 160-5. 
The brown f-form also occurs in triclinic pinacoids with the axial ratios a:b: ¢ 
=0:7516 : 1 : 0-8807, and a=86° 0’, B=94° 41’, and y=81° 37’. The (010)-cleavage 
is nearly complete. The sp. gr. is 2-596 at 15°, and the mol. vol. 149-3. The 
a-form is produced before the 6-form. A. Rakowsky said that the a-form is not 
stable above 20°, and G. N. Wyrouboff added that it begins to give off water at 
100°, and is completely dehydrated at 120°. A. Rakowsky found that the a-variety 
is less soluble than the 6-form. Water at 0° and 15° dissolves respectively 23-06 
and 25-06 parts of the a-form, and respectively 23-01 and 24-45 parts of the 6-form. 
The heats of soln. of the a- and 6-forms are, respectively, —6-99 Cals. and —5-45 Cals. 
H. G. F. Schréder gave 2-502 for the sp. gr. of the salt. H. Schweizer said that the 
salt loses water when heated, and becomes reddish-yellow while hot. It melts at 
a dull red-heat and forms, when cold, a crystalline cake. A. Duncan said that the 
salt which has been fused dissolves readily in water, but not in alcohol; and 
M. Groger added that the salt is soluble in cold water without decomposition. 
EK. Schweizer found that the aq. soln. decomposes on evaporation forming 
K,CrO,.4CaCrO,.2H,O. According to EK. Schweizer, potassium calcium quin- 
quemonochromate, K,CrO,.4CaCrO,.2H,O, is obtained, as indicated above. 
H. G. F. Schroder gave 2-787 for the sp. gr. In addition to the dihydrate, 
G. N. Wyrouboff obtained yellow hemsheptahydrate, KoCrO4.4CaCrO,.3H,0, by 
saturating a cold, conc. soln. of potassium dichromate with calcium-oxide, and 
allowing the filtered soln. to stand over sulphuric acid ina warm place. J. F. Bahr 
found that potassium calcium seximonochromate, K.CrO,.5CaCrO,, separated 
during the evaporation of a soln. of calcium chloride and potassium chromate. 
The yellow, granular salt decrepitates when heated, and dissolves in water. 
M. Gréger could not prepare ammonium calcium chromate. 

A. Osann found in the caliche deposits of Atacama, Chili, a salt which had a 
composition corresponding with calcium iodatochromate, 7Ca(1O3),.8CaCrO,, 
and the mineral was called dietzeite—after A: Dietze, who had previously observed 
the complex salt in the same deposit. B. Gossner and F. Mussgnug’s examination 
showed that the composition approximates Ca(IO3)>.CaCrO,, and B. Gossner con- 
sidered that the iodate and chromate furnish isomorphous mixtures. According 
to A. Osann, the colour of dietzeite is golden-yellow. The crystals are prismatic 
and tabular; but the mineral is commonly fibrous to columnar. The axial ratios 
of the monoclinic crystals are a:b: c=1-3826:1:0-9515, and B=73° 28’, 
B. Gossner and F’. Mussgnug found that the X-radiograms correspond with a=10-6 A., 
b=7-30 A., c=14-:03 A., and B=106° 32’. This gives the axial ratios a:b:¢ 
=1-392 : 1 : 1-922; the elementary cell has the volume 997 x 10-24 c.c. According 
to A. Osann, the (100)-cleavage is imperfect; the lustre is vitreous; and the 
fracture, conchoidal. The optical character is positive and the optical axial angle 
2G=87° to 88°. The hardness is 3 to 4; and the sp. gr. 3-698. B. Gossner and 
F. Mussgnug calculated 3-617 for the sp. gr. The salt is soluble in hot water, and 
the soln., on cooling, deposits crystals of Ca(103)2.6H20. 

When a soln. of strontium chloride is treated with potassium chromate, 
strontium chromate, SrCrO,, is precipitated. J. D. Smith observed that no 
precipitation occurs with dil. soln.; J. W. Dobereiner, that aq. soln. of strontium 
hydroxide gave no precipitate; and H. Kammerer, and F. T. Frerichs, that no 
precipitation occurs if the soln. be acidified with acetic acid, but H. Caron and 
D. A. Raquet found that if the soln. be neutralized with ammonia, and treated with 
alcohol, strontium chromate is precipitated. A. de Schulten obtained the crystalline 
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salt by dissolving 25 grms. of Sr(HO)..4H,O and 30 grms. of potassium dichromate 
in 100 c.c. of water heated on a water-bath, and adding drop by drop 0-3 per cent. 
ammonia. L. Bourgeois obtained the crystalline salt by melting a mixture of 
strontium chloride and sodium and potassium chromates as in the case of the 
calcium salt. The pale yellow powder consists of monoclinic prisms or plates which, 
according to A. de Schulten, have the axial ratios a: b : c=0-9666 : 1: 0-9173, and 
P=102° 43’. H. Herlinger studied the structure of the crystals; and L. Bourgeois 
said that they are isomorphous with those of barium and calcium chromates, and 
with the sulphate. W. Autenrieth observed that strontium chromate furnishes 
bundles of long, slender, highly refracting needles, or, when separating from very 
dil. soln., it furnishes thick prisms of hexagonal habit. The latter appears to be a 
labile form which is slowly converted into the former. H. G. F. Schréder gave 
3°33 for the sp. gr., and A. de Schulten, 3-895 at 15°. According to C. R. Fresenius, 
100 parts of water at 15° dissolve 0:12 part of strontium chromate; and 
I. Meschtschersky, 0-119 part at 16°. F. Kohlrausch found that 100 ¢.c. of a soln. 
at 18° contain 0-12 grm. SrCrO,; and C. Reichard, that water at 10° dissolves 0-465 
per cent. ; at 20°, 1-000 per cent. ; at 50°, 2-417 per cent. ; and at 100°, 3-000 per 
cent. HF. Ransom made some observations on this subject. H. Caron and 
D. A. Raquet said that the solubility in water is lowered by the addition of alcohol. 
C. Reichard found that the chromate is freely soluble in hydrochloric, nitric, or aq. 
chromic acids; W. Autenrieth, and H. Caron and D. A. Raquet, that it is freely 
soluble in acetic acid—I. Meschtschersky said sparingly soluble. C. R. Fresenius 
observed that 100 c.c. of 29 per cent. alcohol dissolve 0-0132 grm. of strontium 
chromate ; and 100 c.c. of 53 per cent. alcohol, 0-002 grm. E. Dumesnil said that 
it is readily soluble in a soln. of ammonium chloride, so that 100 c.c. of a sat. soln. 
of ammonium chloride, on boiling, easily dissolve a gram of the chromate. 
C. R. Fresenius observed that 100 parts of a 0-5 per cent. soln. of ammonium chloride 
at 15° dissolve 0-195 part of strontium chromate ; 100 parts of 1 per cent. acetic 
acid, 1-57 part; and 100 c.c. of 0-75 per cent. acetic acid mixed with a little 
ammonium chromate, dissolve 0-287 part. F. Guthrie added that molten sodium 
nitrate dissolves 2-133 per cent. of strontium chromate. Strontium chromate has 
been used as a pigment—lemon-yellow, strontian yellow, jaune de strontiane, giallo 
di stronziana, and amarillo di estronciana. 

M. Gréger prepared potassium strontium chromate, K,CrO,.SrCrO,, by the 
action of an almost sat. soln. of potassium chromate containing 4 eq. of N-SrCly. 
M. Barre also prepared this salt. The yellow crystals are decomposed by water 
into the constituent salts. M. Barre found that the complex salt is stable at 11-5° 
in contact with a soln. containing 2-914 parts of potassium chromate per 100 parts 
of water; at 27-5°, 4:123 parts; at 50°, 5-942 parts; at 76°, 7-920 parts; 
and at 100°, 9-784 parts. He also obtained ammonium strontium chromate, 
(NH4)oCrO4.SrCrO,, by the action of a soln. of strontium chloride on one of 
ammonium chloride. The pale yellow crystals are decomposed by water. 

When an aq. soln. of a barium salt, or baryta-water is treated with alkali 
mono- or di-chromate, a pale yellow precipitate of barium chromate, BaCrO,, 
is deposited. J.D. Smith said that the precipitation with a barium salt is as delicate 
a test for chromate asitisfor sulphates. F.T. Frerichs, and H. Kammerer obtained 
a complete precipitation in the presence of acetic acid or sodium acetate. 
P. D. Chrustschuff and A. Martinoff observed that 12 per cent. of barium sulphate 
is converted into barium chromate by contact for 47 min. with a soln. containing 
potassium sulphate and potassium chromate in eq. proportions, whilst 1-5 per cent. 
of barium chromate is converted into barium sulphate in the same time in contact 
with a similar soln. The limits of the reaction do not attain more than 22 per cent. 
and 17 per cent. respectively, even after 40 to 45 hrs. M. Scholtz and R. Abege 
found that at 100°, equilibrium between barium sulphate and potassium chromate 
in aq. soln. is established very slowly ; it is reached more rapidly when a soln. of 
potassium sulphate acts on barium chromate. The ratio between the quantities 
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of potassium chromate and sulphate in soln. when equilibrium is reached depends 
on the relative quantities of the solid barium salts, from which it appears 
that the precipitate consists of a solid soln. The relation [KgCrO,][ K2S0,] 
=1-3[ BaCrO,][BaSO,] appears to hold. H. Rose found that an excess of alkali 
chromate will completely transform barium carbonate into the chromate; and 
F. J. Malaguti made observations on this subject, and J. Morris studied the pre- 
cipitation of barium from a soln. of its chloride by the addition of a mixture of 
potassium carbonate and chromate. M. Scholtz and R. Abegg showed that in the 
equilibrium between potassium chromate and barium carbonate, the ratio of the 
conc. of potassium carbonate and chromate also varies in the same way as the ratio 
between the numbers of mols. of barium carbonate and chromate in the precipitate, 
but the two ratios are not proportional. There is, however, always relatively 
less chromate in the soln. than in the precipitate. Barium chromate and sulphate 
are about equally soluble, and both are much less soluble than the carbonate. 
A. Pool also studied this system. J. F. Bahr obtained crystalline barium chromate 
by decomposing barium dichromate with water; A. de Schulten, by heating on a 
water-bath a soln. of 20 grms. of barium nitrate in a litre of water mixed with 
10 c.c. of nitric acid of sp. gr. 1-2, and adding 2 litres of a soln. of 10 grms. of potas- 
sium dichromate; and L. Bourgeois by melting 2 eq. of barium chloride with one eq. 
each of sodium, and potassium chromates. J. Milbauer found that when a mixture 
of barium oxide or carbonate and chromic oxide is heated to 480° in oxygen at 
12 atm. press. there is a 52-8 per cent. conversion to chromate. J. A. Atanasiu 
found that in the electrometric titration of soln. of barium chloride soln. and 
potassium chromate there is a break corresponding with normal barium chromate. 
O. Ruff and HE. Ascher studied the joint precipitation of lead and barium chromates ; 

barium and strontium chromates; and barium sulphate and chromate ; and 
O. Ruff, the X-radiograms. 

The ‘pale lemon-yellow barium chromate was found by H. Moser to become dark 
yellow when heated. L. Bourgeois said that the rhombic prisms are isomorphous 
with barium sulphate ; and A. de Schulten gave for the axial ratios of the rhombic 
plates a:b: c=0-8038:1:1-2149. F. Rinne studied the crystals of barium 
chromate; and M. Copisarow observed tree-like, dendritic forms are produced 
when the precipitate is slowly formed. The sp. gr. observed by H. G. F. Schréder 
is 4-296-4-304 ; C. H. D. Bodecker, 3-90 at 11° ; E. Schweizer, 4:5044 ; A. Schafarik, 
4-49 at 23°; L. Bourgeois, 4:60; and A. de Schulten, 4:498 at 15°. P. Bary, and 
J. Precht found that the salt is not fluorescent when exposed to X-rays. 
F. Kohlrausch gave for the sp. conductivity of sat. soln. 0-0;114 mho at —0-88° ; 
0-0;297 mho at 16-07°, 0: 05317 mho at 17-42°; and 0:0;499 mho at 28-08". The 
solubility of the salt 1 in water is very small ; F. Kohlrausch and co-workers cal- 
culated from observations on the electrical conductivity, the following solubilities, 
S grms. per litre: 

—0-88 16-07° 17-42° 18° 28-08° 

S : 215 2504 3°37 3°48 3°53 - 4:36 


For the equilibrium between barium chromate and dichromate, wide supra, 
chromic acid. I. Meschtschersky found that a litre of water dissolved 4-3 mgrms. 
at 100°. C. R. Fresenius said that at 0°, a litre of water dissolves 1-19 mgrms. 
The salt is less soluble after it has been ignited. KE. Schweizer said that in that 
state a litre of water dissolves 0-62 mgrm. L. M. Henderson and F. C. Kracek 
pointed out that the solubilities of the alkaline earth chromates decrease as the at. 
wt. of the alkaline earth metal. Thus, at 15°, the solubilities of the anhydrous 
calcium, strontium and barium chromates are of the order 25, 1-2, and 0-0033 grms. 
per litre respectively. The solubility of radium chromate seems to follow the rule, 
and a separation of radium and barium can be effected by fractional precipitation 
as chromates. The partition factor for acidic soln. is about 15-5. 

The soln. of barium chromate in hydrochloric, or nitric acid or in an excess 
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of chromic acid, was found by J. F. Bahr, H. Caron and D. A. Raquet, and K. Preis 
and B. Rayman to become orange-red owing to the formation of dichromate, but 
the monochromate is reprecipitated from this soln. by ammonia. The statement 
with reference to the solubility in soln. of chromic acid was disputed by L. Schulerud, 
and W. Autenrieth. HE. Schweizer said that the salt is insoluble in a soln. of potas- 
sium dichromate, and 100 parts of a 10 per cent. soln. of chromic acid dissolve 
0-055 part of chromate. When sulphur dioxide is passed over heated barium 
chromate W. R. Hodgkinson and J. Young found that chromium sulphate is formed 
as the chromate is decomposed. N. W. Fischer observed that barium chromate 
is not decomposed by cold sulphuric acid, but is decomposed with difficulty by the 
hot acid ; he also stated that aq. soln. of sulphates do not affect. the chromate, and 
the action is only slight with hot soln. H. Schwarz found that about a quarter 
mol is decomposed by a mol of conc. sulphuric acid to form, according to L. Bourgeois, 
barium sulphate and chromium trioxide. Observations by P. D. Chrustschoff 
and A. Martinoff, M. Scholtz and R. Abegg are indicated above. The transformation 
of the chromate into carbonate by the fusion with sodium carbonate, or by digestion 
with a soln. of the carbonate, was discussed by H. Rose, F. J. Malaguti, M. Scholtz 
and R. Abege—vwide supra. K. W. Floroff gave 1-6 x 10—1! for the solubility product 
at 18°. According to H. Golblum, the equilibrium constant K=[K,COs]/[K,CrO,] 
in the reaction : K,CO3-+ BaCrO,=BaCO3+K,CrO,, is not constant but decreases 
to a minimum value. The deviation from the simple mass law is ascribed to the 
ionization of the salts. The heat of the reaction, calculated from the equilibrium 
constants at 25° and 40°, is 5997 cals. EH. Carriére and P. Castel found that the 
equilibrium constant K=[CrO,)?[H]2/[Cr,07] with barium chromate in acid soln. 
is 3X10—15. 

B. Guerini observed that 0:2210~4 gram-equivalent of barium chromate 
are dissolved by a litre of 45 per cent. alcohol, and A. Naumann observed that it is 
insoluble in acetone, and in methyl acetate. I. Meschtschersky, and H. Baubigny 
said that the chromate is soluble in acetic acid ; while H. Caron and D. A. Raquet 
said that barium chromate is insoluble in acetic acid and soln. of alkali chromate, 
but partially soluble in a mixture of dichromate and acetic acid. According to 
C. R. Fresenius, the presence of acetic acid increases the solubility of barium 
chromate, for 100 parts of water containing one part of acetic acid dissolve 0-0027 
part of chromate. EH. Schweizer said that 100 parts of 5 per cent. acetic acid 
_ dissolve 0-02725 part of chromate, and with 10 per cent. acetic acid, 0-0503 part. 
C. R. Fresenius said that ammonium salts also make the chromate more soluble, 
thus 100 parts of water containing 0-5 per cent. of ammonium chloride dissolve 
0:00435 part of the chromate; water with 0-5 per cent. of ammonium nitrate 
dissolves 0-00222 part of chromate ; water with 0-75 per cent. of ammonium acetate 
dissolves 0-002 part of chromate ; and water with 1-5 per cent. of ammonium acetate 
dissolves 0-00417 part of chromate. KE. Fleischer found that barium chromate is 
readily soluble in soln. of alkali tartarate or citrate ; L. Bourgeois that it 1s decom- 
posed with difficulty by alkali hydroxides; and F. Guthrie that molten sodium 
nitrate dissolves 0-205 per cent. BaCrO,. K. W. Floroff studied the adsorption of 
potassium chromate by barium sulphate, and showed that the reaction, particularly 
for conc. soln., is complex—probably 2BaSO,+K,Cr0O,=BaSO,.BaCrO4+ K,SO,. 
L. Kahlenberg and W. J. Trautmann observed that when mixed with silicon, there 
is a strong reaction at a cherry-red-heat, and in the electric arc. CO. Zerr and 
G. Riibencamp mentioned the use of barium chromate as a pigment—uwltramarine 
yellow, lemon yellow, permanent yellow, jaune de baryte, giallo di barite, amarillo da 
barita, oltremare giallo, outremer jaune, amarillo ultrames, Citrongelb. M. A. Ujinsky 
and co-workers studied the adsorption of barium chromate by silk, wool, and 
cotton fibres. 

M. Gréger prepared potassium barium chromate, K,CrO,4.BaCrO,, by shaking 
an almost sat. soln. of potassium chromate with a cold, sat. soln. of barium chloride. 
The pale yellow granules are decomposed by water. M. Barre also prepared this 
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salt. M. Groger also made ammonium barium chromate by precipitation with 
soln. of ammonium chromate and barium chloride. The precipitate is at first 
amorphous, but soon forms six-sided plates. The salt is decomposed by water. 
L. Bourgeois reported barium strontium chromate, BaSr(CrO,)>., to be formed in 
prismatic crystals by the process used for strontium calcium chromate—vide supra ; 
similarly also with barium calcium chromate, BaCa(CrO,),. L. H. Duschak found 
that a crystalline precipitate of barium and strontium chromates of definite com- 
position is formed in a sat. soln. of barium chromate containing given conc. of 
strontium chromate and acetic acid. Diffusion takes place within this substance, 
and that, therefore, it must either be regarded as a solid soln., or else diffusion must 
be recognized as a possible property of isomorphous mixtures. L. M. Henderson 


and F. C. Kracek 12 discussed the separation of radium and barium by the fractional — 


precipitation of barium chromate and radium chromate. 

A. Atterberg 13 found that beryllium hydroxide dissolved in an aq. soln. of 
chromic acid to form a deep red liquid from which no crystals can be obtained ; 
and that when a soln. of beryllium sulphate is treated with potassium chromate, 
the precipitate first formed dissolves with stirring, and finally there is deposited a 
yellow basic salt. J.C. G. de Marignac treated soln. of potassium dichromate with 
beryllium sulphate and obtained a precipitate of variable composition. A. Atter- 


berg found that beryllium carbonate is decomposed by a soln. of potassium — 


dichromate, carbon dioxide is evolved, and a basic chromate is formed. This when 
washed and dried gives a pale yellow powder approximating 14Be0.Cr03.23H,0. 
It loses 5 mols. of water at 100°; 16 mols. at 300°; and all is lost at dull redness. 
At a higher temp. oxygen is given off. B.Glassmann obtained beryllium dodeca- 
hydroxychromate, 6Be(OH)2.BeCrO,, as a yellow powder by heating the normal 
chromate with water, or by treating a soln. of beryllium sulphate with ammonium 
chromate. It is insoluble in water, but soluble in chromic acid soln. Normal 
beryllium chromate, BeCrO,.H,O, was obtained by neutralizing a conc. soln. of 
chromic acid with beryllium carbonate, and evaporating the liquid. The reddish- 
yellow, monoclinic plates are hydrolyzed by water. B. Bleyer and A. Moormann 
could not obtain either of the two salts described by B. Glassmann. The precipi- 
tation of berylhum sulphate by potassium chromate yields impure, amorphous 
products of varying composition, whilst the precipitate from the chloride has the 
composition 15BeO.Cr0O3.12H,0, independently of the proportions of the reacting 
substances. Beryllium hydroxide and chromic acid yield only resinous masses, 
but the clear soln. contains beryllium and chromium in the ratiol: 1. N. A. Orloff 
obtained 9BeO.BeCrO,.16H,O and 20H,O, and 14BeO.BeCrO,4.31H,0, from a 
soln. of beryllium sulphate and potassium chromate; 12BeO.BeCrO,4.16H,O from 
a soln. of beryllium hydroxide in chromic acid and potassium chromate; and 
5BeO.BeCrO,.14H,0, as a precipitate by adding alcohol to a soln. of beryllium 
hydroxide in chromic acid. Hence, beryllium chromate is gradually hydrolyzed 


by water without forming any definite basic salt. H. C. Creuzberg prepared | 


beryllium tridecoxychromate, BeCrO,4.13Be0.23H,O, by precipitation. 


L. N. Vauquelin 4 prepared magnesium chromate, MgCrO,, by chratalleeaa 


from a soln. of magnesia in chromic acid. J. Milbauer observed an 82:7 per cent. 
conversion to chromate when chromic oxide mixed with magnesium oxide or 
carbonate is heated to 480° in oxygen at 12 atm. press. The orange-yellow, six- 
sided prisms of the chromate crystallized in aq. soln. were said by H. Kopp to be 
isomorphous with magnesium sulphate, and his analysis corresponded with hepia- 
hydrate, MgCrO4.7H,O. A. Murmann gave for the axial ratios of the rhombic, 
bisphenoidal crystals a:b: c=0-9901 : 1: 0-5735. The (010)-cleavage is perfect. 
W. J. Grailich gave for the optic axial angle 2V—75° 28’. The optical character 
is negative. KH. Dittler obtained overgrowths with magnesium sulphate. 
H. G. K. Westenbrink found that the rhombic bisphenoidal “crystals have four 
mols. in unit cell, and that the dimensions are a=11-89 A.,b—=12-01 A., and c==6-89 A. 


Observations on the crystals were made by H. Dufet, and L. Longchambon ; | 
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C. Gaudefroy studied the corrosion figures; and A. Fock, the solid soln. of the 
heptahydrates of magnesium chromate and sulphate. H. Kopp gave 1:66 for the 
sp. gr. at 15°; C. H. D. Bodeker, 1-75 ; and F. W. Clarke, 1-761 at 16°. F. Mylius 
and R. Funk observed that a sat. soln. containing 4-2 per cent. MgCrO, had a sp. gr. 
1-422 ; A. Heydweiller found the sp. gr. at 18°/18° of soln. : 


MgCrO, . 0:1234N- 0:247N- 0-617N- 1-1234N- 2:468N- 4-936 N- 
per er 1 O0ss7 1-01710 1-04178 1-0818 1-1596 1-3052 


K. F. Slotte found the sp. gr. of soln. of magnesium chromate with 12-31, 21-86, 
and 27-71 per cent. of chromate to be respectively 1-0886 at 13-6; 1-1641 at 14:5° ; 
and 1-217 at 13-6°; and the viscosities (water 100) to be respectively 151-8, 227-8, 
and oli at LO > 115-4, 170-9, and 235-6 at 20° 3. 92; 134-7, and 182°8 at 30° ; 
and 75, 108:6, and 145:°5 at 40°. W. Kohlrausch said that 100 c.c. of a sat. soln. at 
18° contain 60 grms. MgCrO,; and G. N. Wyrouboff found that the heptahydrate 
lost 2 mols. of water in air, 3 mols. at 120°; but expulsion of the last mol. of water is 
attended by the decomposition of the salt. M. R. Nayar and co-workers observed 
that very little chromate is formed when a mixture of magnesia and chromic oxide 
is heated below 600° ; at 650°, magnesium chromate decomposes into basic chromites 
(q.v.). H. Topsée and C. Christiansen found the indices of refraction for the 
D-line to be a=1-5211, B=1-5500, and y=1-5680 ; while for the C-line, a=1-5131, 
P=1-4315, and y=1-5633. A. Fock gave for the refractive indices, w, and the 
optic axial angle, 2V, of mixtures of magnesium sulphate and chromate containing 
the eq. per cent. of MgCrO,4.7H,O, 


MgCrO,.7H,O 0 52 15:8 18°5 31-6 35:9 43-7 100 per cent. 
ean 0:-4319 1-4353 1-4388 1:4408 1:4457 1-4543 1-6432 1-5221 

fe ps : 1-4519 1:4579 1-4618 1-4632 1-4727 1:4778 1-4934 — 
vy. : 1:4602 1-46385 1-4666 1-4697 1-4844 1-4881 — 1°5680 

2V . 51° 28’ 53° 32’ 53° 58" 55° 40’ 57° 16" 60° 14’ 69° 52’ 75° 28’ 


P. Walden gave for the eq. conductivity, A mho, at 25° with a mol of the salt in v 
litres : 


) : 2 B2 64 128 256 512 1024 

A : . 80:6 90-6 98-9 107:2 114-3 119-9 
while H. Clausen, and A. Heydweiller obtained for conc. soln., at 18° : 

) s : 0-203 0-405 0-81 1-62 4-05 8-1 

A . se al b-us 24°85 34:17 41-07 48:09 54°86 


W. J. Grailich and V. von Lang found the diamagnetism to be strongest in the 
direction of the (010)-axis. M. Wein studied the electrical conductivity. 
A. Naumann said that the salt is soluble in acetone. G. N. Wyrouboff prepared 
the pentahydrate, MgCrO,4.5H,O, from the heptahydrate as indicated above ; or by 
crystallizing an aq. soln. above 30°. The yellow crystals are stable, and do not 
effloresce in air. They are triclinic pinacoids with the axial ratios a:b:c¢ 
=0-5883: 1: 0-5348, and a=82° 43’, B=108° 14’, and y=103° 51’. They are 
isomorphous with pentahydrated cupric sulphate. No cleavage was observed. 
The sp. gr. is 1-954. For the action of heat, vide supra. 

M. Gréger prepared ammonium magnesium chromate, (NH,)2Mg(CrO,),.6H,0, 
from soln. of ammonium chromate and magnesium chloride; and F. J. Malaguti 
and M. Sarzeau, by adding ammonia to a soln. of magnesium chromate in aq. chromic 
acid until the hydroxide begins to separate, and then evaporating. The pale 
yellow crystals were found by A. Murmann to be monoclinic prisms with the 
axial ratios a: 6: c=0-7511:1:0-4931, and B=106° 31’; and M. W. Porter, 
0-7517 : 1 : 0-4935 and B=106° 07’. A. EH. H. Tutton and M. W. Porter found the 
topic axial ratios y:%: w =6-3751 : 8-4811:4-1761. The optic axial angles: 

red-light Li- C- Na- Tl- Cd-lines 
yee tn G29" 9°50’ 14° 29’ 45° 8’ 66° 1’ 77° 43’ 
ee Vige i bb OG 47" 6° 15’ 8° 54’ 26° 53’ 38° 57’ 44° 37’ 
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They also investigated the effect of temp. on these angles. M. W. Porter found 
with 0, 43-85, 72°52, and 100 per cent. (NH,).Mg(CrO,4)2.6H,0, the axial ratios 
0:7499:1:0-4935, and B=106° 15’; 0-7476:1:0-4928, and B=106° 32’; 
0-7451:1:0-4930, and B=106° 55’; and 0-7409:1:0-4924, and 6=107° 6’ 
respectively ; and the respective refractive indices a=1-6363, 6=1-6371, y=1-6531 ; 
a=1-554, B=1:557, y=1:560; a=1:491, B=1-493, y=—1-495; and a—1-4716, 
B=1-4730, y=1-4786. S. Rosch and M. Stiirenburg studied the optic axial angles. 
F. W. Clarke gave 1-84 for the sp. gr. at 16° ; and M. W. Porter, 1-835 at about 16°. 
The mol. vol. is 215-92. C. Schaefer and M. Schubert observed in the ultra-red 
reflection spectrum a complex maximum at 11:3u to 11:42u; and in polarized 
light the maximum falls into three groups—11-46y parallel to the a-axis, 11-28u 
parallel to the b-axis, and 10-36u parallel to the c-axis. A. E. H. Tutton and 
M. W. Porter found for the indices of refraction : 


Li- C- Na- Tl- Cd-light 
a : . 1:6248 1-6265 16363 1-6489 1-6571 
B “ s- 1°6250 1-6267 1-6371 1-6509 1-6602 
y : . 1:6390 1-641] 1-6531 1:6687 1-6799 


The refractive indices at 80° were about 0-0023 lower than for ordinary temp. 
The optical properties of isomorphous mixtures of ammonium magnesium sulphate 
and chromate wereexamined. F. Riidorfi’s diffusion experiments showed that the 


salt is more or less dissociated in aq.soln. G.Canneri prepared guanidine magnesium _ 


chromate, (CH;N3)o.H,CrO,.MgCrO,.6H,O, isomorphous with the sulphate. 
A. Stanley evaporated a soln. obtained by treating a soln. of sodium dichromate 
with a magnesium salt, and obtained yellow, four-sided prisms and plates of sodium 
magnesium chromate, Na,CrO,.MgCrO,.3H,O. The salt gives off all its water 
below 200° leaving the reddish-brown, pulverulent anhydride. The wihydrate is 
freely soluble in water and alcohol, but insoluble in ether. 

T. Thomson, and E. F. Anthon prepared potassium magnesium chromate, 
K,CrO4.MgCr0,.2H,O, by evaporating a soln. of potassium dichromate mixed 
with magnesia; M. Groger, by treating an almost sat. soln. of potassium chromate 
with a soln. of magnesium chloride. G. N. Wyrouboff said that the dihydrate is 
obtained if the soln. be evaporated over 18°. The triclinic, pinacoidal crystals 
were found by G. N. Wyrouboft to have the axial ratios a : b : c=0-6551 : 1 : 0-4326, 
and a=84° 35’, B=102° 44’, and y—86° 38’. Twinning occurs about the (101)-, 
(101)-, and (100)-planes; and the (101)- and (101)-cleavages are distinct. The 
optical character is negative. H. G. F. Schréder gave 2-600 for the sp. gr.; 
EK. F. Anthon, 2:59 at 19°; and G. N. Wyrouboff, 2-602 at 16°, and for the mol. 
vol. 142-5. EH. F. Anthon observed that when the salt is heated, it becomes orange- 
yellow, and melts at dull redness forming a dark red liquid; and EH. Schweizer 
represented the decomposition at a red-heat by 2K,Mg(CrO,),.=2K,Cr0O,+Mg0 
+Mg(Cr0e)o+380. G. Viard said that not MgO.Cr,03 but rather 2Mg0.Cr,03 
and 5Mg0.4Cr,03 are produced. H. Schweizer said that 100 parts of water dissolve 
28-2 parts of the salt at 20°, and 34:3 parts at 60°; and M. Groger, that the salt 
is not decomposed by cold water. The salt is insoluble in alcohol. S. H. C. Briggs 
reported that the hexahydrate, K,Mg(CrO,),.6H,O, is formed by cooling a cone. 
soln. to —10°. The lemon-yellow crystals can be washed with alcohol and ether. 
When dried in air at 8°-10°, the salt loses 4 mols. of water. G.N.Wyrouboff said 
that the hexahydrate is formed by evaporating the soln. below 1:8°. C. von Hauer 
could not make the hexahydrate. A. Duffour found that the hexahydrate can be 
obtained if the two chromates are dissolved separately in equimolar proportions 
in two and a half times their weight of warm water, and the soln. are mixed, filtered, 
and left to evaporate at a temp. not exceeding 15°. After several days, the hexa- 
hydrate separates in tabular crystals, which should be removed at once. The 
crystals after five or six hours begin to change slowly into the dihydrate. This 
dehydration is far more rapid at 120° but always stops at the dihydrate. The 
hexahydrate-is thus known only in a metastable state even 10°. The crystals 
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are monoclinic and have the axial ratios a : b : c=0-7521 : 1 : 0-4984, and B=103° 54’. 
Monoclinic crystals of the hexahydrate, in solid soln. with the hexahydrated 
potassium magnesium sulphate, can be obtained by the evaporation at 20° of a 
soln. with 3 mols of the complex sulphate to one mol of the complex chromate. 
A. Duffour studied the triclinic crystals of solid soln. of hexahydrated potassium 
magnesium chromate and sulphate. 

8. H.C. Briggs prepared rubidium magnesium chromate, Rb.Cr0,.MgCr0,.6H,0, 
by a process analogous to that used for the potassium salt. The lemon-yellow 
crystals are stable in air. T. V. Barker also prepared this salt and found that the 
axial ratios of the monoclinic crystals are a@:b:c=—0-7558:1:0-4950, and 
B=104° 55’ ; M. W. Porter gave 0-7540 : 1 : 0:-4960 and B—104° 52’. A. E. H. Tutton 
and M. W. Porter gave for the optic axial angle : 

Li- C- Na- 


ACL 
oN peer Wigs higkes 88° 4’ 86° 33” 84° 


- Cd-light 
31’ 83° 15’ 

They also gave for the topic axial ratios y : # : w=6-3403 : 8-4246 : 4-1727; and the 
sp. gr. 2:466 at 20°/4°. M. W. Porter gave 2-463 at about 16°, and the mol. vol. at 
20° is 215-48; F. A. Henglein gave 217-0. M. W. Porter found that the indices of 
refraction are a—1-6363, 8=1-6371, and y=1-6528. A. EH. H. Tutton and 
M. W. Porter found for the indices of refraction : 


Li- C- Na- Tl- Cd-light 
a : 2 SOLOS 1-6118 1-6217 1-6342 1-6426 
B : . 11-6208 1-622] 1-6330 1-6466 1-6561 
y : . 16310 1:6326 1-6435 1-6517 1-6672 


The refractive indices, a, 8, andy, diminish respectively by 0-0019, 0-0024, and 0-0025 
on raising the temp. to 80°. M. W. Porter examined the optical properties of 
isomorphous mixtures of ammonium and rubidium magnesium chromates. 
_M. W. Porter showed that the ammonium and rubidium magnesium chromates are 
completely isomorphous. Selecting some of the observed data for the isomorphous 
mixtures containing 0, 35-35, 74-05, and 100 per cent. of the ammonium salt, the 
axial ratios were 0-7540:1:0-4960, and B=104° 52’; 0-7526:1:0-4928, and 
105° 23’; 0:7522:1:0:4931, and 6=105° 47’; and 0-7517:1:0-4935, and 
B=106° 9’ respectively ; the sp. gr., 2-463, 2-211, 1-998, and 1-835 respectively ; 
and the indices of refraction a=1-6216, 6=1-6330, and y=1-6439 ; a=1-6268, 
6=1-6371, and y=1-6468 ; a=1-6330, B=1-6368, and y=1-6493 ; and a=1-6363, 
6=1-6371, andy=1-6538 respectively. 8. H.C. Briggs prepared ceesium magnesium 
chromate, Cs.Mg(CrO,)..6H,O, by the method employed for the potassium salt. 
The cesium salt is rather more stable than the rubidium salt. T. V. Barker gave 
for the axial ratios of the monoclinic crystals a:b: c=0-7420: 1: 0-4886, and 
6=106° 7’. A. E. H. Tutton and M. W. Porter gave for the optic axial angles: 


Li- C- Na- Tl- Cd-light 
A vglolt 11 A ey i 132° 55’ 133° 22’ — 
aVar. s A 67° 9’ 67° 7’ 67° 3’ 66° 33’ 65° 57’ 


The topic axial ratios are y:%: w=6-4441 : 8-6718 : 4:2388 ; the sp. gr. is 2-747 
at 20°/4° ; and the mol. vol. 227-62; F. A. Henglein gave 229-2. A. EK. H. Tutton 
and M. W. Porter found the indices of refraction to be: 


Li- C- Na- Tl- Cd-light 
a : +) 1-6257 1-6271 1-6369 1-6493 1-6578 
B 5 . 1:6310 1:6324 16425 1:6552 1-6640 
y ? » lh 6424 1-:6438 1-6547 1-6683 1-6778 


A rise of temp. to 80° results in the reduction of the indices by about 0-0026. 
Normal zine chromate, ZnCrO,, is not easy to prepare, for, if a large proportion 
of water be present, a basic salt is formed ; and if very conc. soln. are employed at 
a high temp., oxygen may be evolved. J. Milbauer 15 said that there is a 72 per 
cent. conversion to chromate when a mixture of chromic oxide and zinc oxide or 
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carbonate is heated to 480° in oxygen at 12 atm. press. 8S. H. C. Briggs did not 
succeed in preparing the normal chromate in a non-aqueous solvent. J. Schulze 
obtained normal zinc chromate by heating the dichromate with zinc hydroxide in a 
sealed tube to 200°; and S. H. C. Briggs recommended heating for 3 hrs. at 220° 
in a sealed tube a mixture of 4:5 grms. CrOs, 4:5 grms. zinc carbonate with 70 per 
cent. ZnO, and 5 c.c. of water. According to M. Groger, by shaking zinc oxide 
with a soln. of chromic acid, in different proportions, and after a few days, deter- 
mining the compositions of the filtrate, and precipitate, the composition of the soln. 
is found to vary continuously, Fig. 49, but the composition of the solid phase shows 
discontinuities, Fig. 49; if the concentrations of the soln. be expressed in mols per 
litre, the solid phases correspond with 


Cro . .  0-00010 0-1140 0-6660 1-92 4-62 

ZnO; ee O:000T6 0-0720 0-3720 1-03 2-4] 
a i ee 

Solid. 47n0.Cr03.3H,0  38Zn0.Cr03.2H,O 2Zn0.Cr03.13H,0  3Zn0.2Cr0, 


Beyond the limit CrO,: ZnO=4:62: 2-41, the solid phase is the monohydrate, 
ZnCrO,.H,O. The soln. also contained some zinc mono- and di-chromates. All 
the solids were crystalline excepting the 3:2:1 


a compound. The monohydrated monochromate 
ee did not lose water at 125°; and it was not 
S found possible to convert it into the insoluble, 
wr anhydrous salt. 

a According to J. Schulze, normal zine chro- 
Say mate furnishes microscopic, lemon-yellow, pris- 
S matic crystals, which are insoluble in water, 
ae easily soluble in acids, and are decomposed by 

boiling with water to form soluble dichromate 

Sane ae: a and an insoluble basic chromate. M. Gréger’s 


observations on the action of water on the 
rat ie monohydrate are summarized in Fig. 49. 
Fic. saad Wart van aur a H. 8. Taylor and G. I. Lavin studied the action 
“OO "9K0 of activated hydrogen on the chromate. 
Seciade ea Dee HK. C. Franklin said that zinc: chromate is in- 
soluble in liquid ammonia; and A. Naumann, that it is insoluble in acetone. 
M. Gréger said that the product of the action of zinc chloride on an excess 
of ammonium chromate is probably zine amminochromate, ZnCrO,.NH;.H,0. 
This monohydrate is decomposed by water ; and forms zinc chromate when heated 
giving off nitrogen and water. L. Bieler prepared the trihydrate of zine tetrammino- 
chromate, ZnCrO,.4NH3.3H,0, by dissolving the basic salt in the smallest amount 
of aq. ammonia, and adding to the filtrate 2 or 3 times its vol. of absolute alcohol. 
The crystals are then dissolved in aq. ammonia, some ammonium chloride is added, 
and the salt again precipitated with alcohol. The rhombic plates rapidly effloresce 
forming a yellow powder. The salt is freely soluble in ag. ammonia, and in dil. 
acids; but it is decomposed by water with the separation of a basic salt. 
F. J. Malaguti and M. Sarzeau obtained the pentahydrate, ZnCrO,.4NH3.5H,O, by 
allowing a basic salt to stand for 12 hrs. in a closed flask with sat. aq. ammonia. 
The salt is precipitated from the clear soln. by adding alcohol. The yellow cubes 
are decomposed by water; they are soluble in ag. ammonia; and insoluble in 
alcohol and ether. By mixing the 4:1:5 basic chromate with an excess of aq: 
ammonia, and adding alcohol, F. J. Malaguti and M. Sarzeau obtained yellow 
masses of acicular crystals of zine deeamminochromate, 2Zn0.3Cr0O3.10NH3.10H,0. 
A number of basic salts has been reported ; and a number of these, of indefinite 
composition, forms the so-called zine yellow, zine chrome, Zinkgelb, jaune de zinc, or 
yellow ultramarine which is employed as a pigment. T. Thomson prepared the 
colour in 1825; and W. A. Lampadius, in 1829. C. O. Weber prepared a bright 
yellow, flocculent powder by treating a soln. of zinc sulphate and sodium carbonate 


12 /6 
Mol. ratio Cr./Zn0 
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with potassium chromate. Its composition approximated 4Zn0.3Cr0O3.nH,0. 
M. Prud@’homme and F. Binder obtained a basic salt by heating zinc hydroxide 
with a soln. of potasstum chromate and dichromate. The zinc yellows have been 
discussed by L. Bock, J. G. Gentele, G. Zerr and G. Riibencamp, F. Rose, 
S. Tschelnitz, etc. The colour was discussed by W. Ackroyd. The conditions of 
equilibrium of the basic salts are indicated in Fig. 49. M. Gréger, and B. Skormin 
obtained zine trioxychromate, 4ZnO.CrO3.3H,O, as a trihydrate, by mixing soln. 
of zine chloride-and sodium chromate at ordinary temp.; by treating the basic 
potassium or ammonium zinc chromates with hot water; and by the action of 
chromic acid on zinc oxide in accord with the conditions indicated in Fig. 49. 
J. Priissen and H. Philippona obtained it by boiling the precipitate obtained by 
mixing zinc sulphate and potassium chromate soln. with much water for a long 
time. F. J. Malaguti and M. Sarzeau said that the pentahydrate is formed when 
zine carbonate is treated with a soln. of chromic acid. H. Kopp added that if the 
chromic acid contains sulphuric acid as impurity, the precipitate will be con- 
taminated with basic zinc sulphate. M. Gréger obtained zine dioxychromate, 
3Zn0.CrO3.2H,O, by the action of chromic acid on zinc oxide in accord with the 
conditions indicated in Fig. 49. M. Groger, and B. Skormin likewise prepared 
zine oxychromate, 2ZnO.CrO3.1SH,O. The hemitrihydrate was also prepared by 
T. Thomson, A. Bensch, and J. Priissen and H. Philippona by the action of a soln. 
of zinc sulphate on one of potassium chromate. L. Vanino and F. Ziegler added a 
sat. soln. of chromic acid to a mol. eq. of zinc oxide suspended in water, constantly 
agitated. ‘The zinc oxide passed into soln. with a rise of temp. After a time an 
orange or brownish-yellow product separated approximating ZnO.ZnCrO,.nH,0. 
S. H. C. Briggs obtained the monohydrate as a yellow, crystalline powder by heating 
for 3 hrs. in a sealed tube a mixture of 4 grms. chromium trioxide, 3 grms. of zinc 
oxide, and 20 germs. of water. M. Groger also prepared zine oxybischromate, 
3Zn0.2CrO3.H20, by the action of chromic acid on zinc oxide in accord with the 
conditions indicated in Fig. 49. 

It is doubtful if the potassium zinc chromates or the ammonium zinc chromates 
have been prepared. The products which have been reported may be adsorption 
products of the basic salts. M. Gréger reported products with the mol. ratios 
HOee/ynO CrOss Hy0=175: 4:6; 1:4:4:38; and 1:1:2:2. L. Vanino 
and F. Ziegler found that on mixing a sat. soln. of potassium dichromate at 100° 
with zinc sulphate soln. sat. at 39°, so that the ratio CrO3 : ZnO is 1: 1, or by pouring 
one soln. into the other, in either case, a deep yellow precipitate is formed ; which 
after filtering and washing approximates potassium zinc trioxybischromate, 
2K,0.3Zn0.2ZnCrO,. It is supposed that the zinc chromate first formed hydrolyzes 
when washed with water, forming this basic chromate or a mixture of basic chromates. 
He showed that the action of an excess of zinc chloride in an aq. soln. of N- or 
3N-K,CrO, leads to the formation of a yellow, granular precipitate, which has the 
composition 4Zn0.K,0.4CrO3.3H,O. By repeated treatment with hot water, 
this is converted into the insoluble basic zinc chromate, ZnCrO,.3Zn(OH)., which 
is a dark yellow powder. When fused, the zinc potassium chromate evolves oxygen, 
the residue consisting of potassium chromate and insoluble violet zinc chromite, 
8Zn0.3Cr,03. The proportion of potassium, and, to a less extent, that of chromium, 
is increased by the use of an excess of the potassium chromate ; with N-soln., the 
precipitate has the mol. composition Zn0.0-394K,0.1-094CrO3 ; with 3N-soln., 
Zn0.0-486K,0.1:222CrO3. When treated with hot water, these precipitates 
yield the foregoing basic zinc chromate. These precipitates are of a deeper yellow 
than that formed in presence of excess of zinc salt, but after prolonged contact 
(2 weeks) with the mother-liquor they assume the colour and composition of the 
latter. The action of zinc chloride on sodium chromate leads to the formation of 
basic zinc chromate, ZnCrQ,.3Zn(OH)2, which is obtained as a horny mass. 
Ammonium chromate and excess of zinc chloride give rise to a dark yellow, granular 
precipitate, ZnO.0-279(NH,).0.0-822CrO3, which is possibly a mixture, and is 
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decomposed by cold water. The orange-yellow precipitate, formed by the action 
of an excess of ammonium chromate on zinc chloride, is stable to water or its 
mother-liquor and has the composition (NH,)oCrOq. ZnCrO,.Zn(OH),. When 
strongly heated, it decomposes suddenly, evolving nitrogen and water vapour ; 
the residue is a powder consisting of zinc oxide and chromite, 2ZnO.Cr,03. These 
salts were discussed by J. J. Berzelius, C. Freese, J. Priissen and H. Philippona, 
C. O. Weber, B. Skormin, and L. Bock. According to 8. H. C. Briggs, 
ammonium zinc diamminobischromate, (NH4)o.Zn(CrO4)2.2NH3, 1s formed in 
lemon-yellow crystals by adding an excess of ammonium chloride or nitrate to a 
soln. of 10 grms. of zinc hydroxide in 20 grms. of chromium trioxide in a little 
water and all diluted to 200 c.c. M. Gréger obtained it in prismatic crystals by the 
action of ammonium chromate on zinc chloride in the presence of a large excess of 
ammonia. M. Gréger also reported ammonium zinc triamminosexichromate, 
(NH,)4Zn,4(CrO,)¢.3N Hg, in orange-yellow crystals, by dropping 10 c.c. of 2M-ZnCl, 
into 50 ¢.c. of a cold, sat. soln. of ammonium chromate. 

J. Schulze prepared normal cadmium chromate, CdCrO,, by heating in a sealed 
tube at 200°, a mixture of cadmium dichromate and cadmium hydroxide. The 
pale orange-coloured powder is insoluble in water, and soluble in acids. It gradually 
decomposes when boiled with water. S. H. C. Briggs obtained it by heating a 
mixture of 3-5 grms. cadmium oxide, 3-6 grms. chromium trioxide, and 20 c.c. of 
water in a sealed tube at 200° for 3 hrs. He said that the yellow powder consisting 
of prismatic crystals is insoluble in a hot, conc. soln. of cadmium sulphate. G. Viard 
said that the salt is very stable and begins to decompose at dull redness. When 
the filtrate is allowed to stand for some time, it deposits crystals of the dehydrate, 
CdCrO,.2H,0O. F. J. Malaguti and M. Sarzeau prepared cadmium tetrammino- 
chromate, CdCrO,.4NH3.3H,O, by the method employed for the corresponding 
zinc salt. By adding alcohol to the acidic soln. of the oxychromate, they obtained a 
crystalline precipitate of cadmium pentamminochromate, 2Cd0.3Cr03.5NH3.8H20. 
According to M. Gréger, the ammonium salt, (NH,).0.4Cd0.4CrO3.3H,0, can be 
regarded as cadmium hemiamminochromate, 2CdCrO,.NH3.2H,O; and when the 
salt 2(NH4),CrO,4.2CdCrO,.NH3.3H,O is allowed to stand in its mother-liquor, 
for 3 weeks, cadmium amminochromate, CdCrO,.NH3.H,0, is formed. 

F. J. Malaguti and M. Sarzeau prepared cadmium trioxybischromate, 
3Cd0.2CdCrO,.8H.,0, by treating a soln. of a cadmium salt with potassium chro- 
mate, and boiling the precipitate with oft-removed water until the colour no longer 
changes. The orange-yellow powder is very slightly soluble in water. C. Freese 
reported cadmium oxychromate, CdO.CdCrO,.H,O, to be formed from boiling 
soln. of cadmium sulphate and potassium chromate. Only when a large excess 
of chromate is present is the product free from acid. C. Freese suggested that the 
trioxybischromate is really this salt; while B. Skormin obtained a product 
4Cd0.3CdCrO, with 4:5 to 6-:0H,O. The nature of the product, said M. Gréger, 
depends on the time of contact of the precipitate with boiling water. Conse- 
quently the nature of the basic salts of cadmium chromate is still sub judice. 
B. Skormin described cadmium tetroxytrischromate, 4CdO.3CdCrO,4.nH,0. 
According to F. Rose, the basic chromate has been used as a yellow pigment ; but 
its cost limits it to fine art work. 

According to M. Gréger, cadmium chloride and ammonium chromate in aq. soln. 
interact to form a dark yellow precipitate consisting of microscopic prisms of 
ammonium cadmium dihydroxyquadrichromate, (NH,).Cr0,.3CdCrO,.Cd(OH)>. 
2H,0. The action of hot water on this precipitate is to convert it into a basic 
cadmium chromate; and when heated, the salt leaves a green residue—possibly 
cadmium chromite. If 10 c.c. of a soln. of cadmium chloride be dropped into 
50 c.c. of a soln. of ammonium chromate, with constant stirring, deep yellow, 
microscopic prisms are precipitated. The composition corresponds with ammonium 
cadmium amminoquadrichromate, 2(NH,).CrO,.2CdCr0,.NH3.3H,0. S8.H.C. Briggs 
obtained ammonium cadmium diamminochromate, (NH,).CrO,.CdCrO,.2NHs, by 
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dissolving 26 grms. of chromium trioxide and 13 grms. of cadmium oxide im a little 
water, diluting the soln. to 200 c.c. and adding ammonia so long as the soln. remained 
clear. The filtrate is allowed to stand for 2 or 3 days. The yellow crystals 
decompose suddenly when heated to 280°-290°. The potassium cadmium chromates 
resemble the corresponding zinc salts. M. Gréger reported products with the mol. 
pu mC d(C) acho Ol -7i: 28 A 1 hs 432d 3822 238 1 222; 
and 1:1:4:2. G. Kriiss and O. Unger also prepared the 1:1:4:2 complex ; 


_and B. Skormin, 1:7:5:3. M. Gréger observed that on mixing aq. soln. of 


potassium chromate and pure cadmium chloride, a canary-yellow, granular pre- 
cipitate is formed having the composition K,Cr0,.8CdCrO,4.Cd(OH),.2H,O. Con- 
trary to K. Preis and B. Rayman’s statement, this same precipitate is formed by 
the action of cadmium sulphate and potassium chromate. Cadmium potassium 
chromate is more stable to boiling water than is zinc potassium chromate ; but is 
finally converted into a lemon-yellow powder, 84:53 per cent. of which is cadmium 
chromate. On mixing aq. soln. of cadmium chloride and sodium chromate, a yellow, 
flocculent precipitate is formed which rapidly becomes granular; it is a basic 
cadmium chromate which easily loses chromic acid when washed with water and 
absorbs carbon dioxide when exposed to air. When equal vols. of cadmium chloride 
and sodium chromate soln. are mixed hot and boiled for three days, during which 
period the precipitate formed is washed twenty-four times, the residue obtained 
has the mol. proportions CdO 1 0-342CrO, 1 1-428H,0O. 

The early workers—L. N. Vauquelin,16 C. M. Marx, S. M. Godon de St. Menin, 
etc.—prepared a basic mercurous chromate by treating a soln. of mercurous nitrate 
with potassium chromate. The presence of nitrous acid prevents the precipitation 
by reducing chromic acid to chromic oxide. If an excess of nitric acid be present, 
part of the chromic acid forms mercuric oxide and chromic nitrate and the liquid 
becomes amethyst-blue, but, on adding more mercurous nitrate, the whole of the 
chromium is precipitated as mercurous chromate. The same product is obtained 
whether the soln. be hot or cold, and, added P. and M. M. Richter, statements to 
the contrary are based on the use of mercurous nitrate contaminated with nitrite. 
The analyses of L. Gmelin, F. Fichter and G. Oesterheld, and S. M. Godon de St. 
Menin agree with the assumption that the basic salt—mercurous oxytrischromate, 
Hg,0.3Hg,CrO,—is formed. C. Freese, and F. Fichter and G. Oesterheld also 
obtained it by the hydrolysis of mercurous chromate. The bright red powder 
turns black when exposed to light ; and at a red-heat it is decomposed into chromic 
oxide, oxygen, and mercury. H. Rose said that it dissolves very sparingly in 
cold water, but freely in boiling water to form a mercuric salt. A. A. Hayes said 
that hydrochloric acid converts it into mercurous chloride and chromic acid ; 
ammonia converts it into a black powder which, together with the mercurous oxide, 
contains about half the chromium as chromic oxide. R. H. Brett said that it is 
slightly soluble in aq. soln. of ammonium chloride or nitrate. A. A. Hayes added 
that it is slightly soluble in nitric acid. 8. Darby found that basic mercurous 
chromate is transformed into normal mercurous chromate, Hg,CrO,, by boiling it 
with nitric acid; and F. Fichter and G. Oesterheld obtained it by dissolving basic 
mercurous chromate in boiling 5N-HNOs, and cooling; and also by treating a 
normal soln. of mercurous nitrate with potassium chromate. C. Freese treated an 
excess of a soln. of mercurous nitrate with potassium dichromate, and washed 
the product with dil. nitric acid; L. Schulerud added that if twice the proportion 
of mercurous nitrate be not present, some dichromate is formed. §S. Darby found 
that a complex salt is produced when equimolar parts of potassium dichromate 
and mercury cyanide are mixed in soln. and enough nitric acid added to the boiling 
soln. to dissolve the precipitate ; on cooling, mercurous chromate is deposited as a 
crystalline powder. J. A. Atanasiu found that in the electrometric titration of 
soln. of mercurous nitrate and potassium chromate there is a break corresponding 
with the formation of mercurous dichromate. Mercurous chromate may form red, 
rhombic plates, or it may appear as a brown, amorphous precipitate which soon 
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becomes red, and crystalline. F. Fichter and G. Oesterheld said that it should be 
precipitated from ice-cold soln. since hydrolysis occurs at higher temp., and basic 
salts are formed. O. D. Swett said that nitric acid is a good solvent for this 
chromate. According to 8S. Darby, hydrochloric acid precipitates mercury 
quantitatively from the soln. of the salt in nitric acid ; and ammonia, or potassium 
hydroxide gives black precipitates. P. and M. M. Richter found that potassium 
bromide, iodide, and cyanide react similarly ; the iodide, for example, precipitates 
green mercurous iodide which, with more potassium iodide, forms mercury and 
mercuric iodide, and thus dissolves as KHgI3 ; with potassium cyanide, the complex 
2K,CrO,.3HgCy, is formed. F. Fichter and G. Oesterheld said that the salt is 
less soluble in a soln. of potassium chromate than it is in water. A. Naumann 
found that the salt is insoluble in acetone ; and H. Rose, that it is slightly soluble 
in dil. nitric acid, very soluble in conc. nitric acid, soluble in a soln. of potassium 
cyanide, and insoluble in a soln. of mercurous nitrate. 

F. Fichter and G. Oesterheld observed that the hydrolysis of normal mercurous 
chromate furnishes the oxytrischromate (qg.v.), and subsequently mercurous 
oxybischromate, Hg,0.2Hg,CrO,. This salt is formed when freshly precipitated 
mercurous chromate is boiled with water so long as chromic acid passes into soln. 
If precipitated mercurous chromate be allowed to stand under the mother-liquid, 
containing an excess of mercurous nitrate for 7 days, or if it be boiled with mother- 
liquid for 4 hrs., dark red microscopic needles of the oxybischromate are formed. 
P. and M. M. Richter obtained mercurous dioxychromate, 2Hg,0.Hg,CrO,, by 
the action of alkalies on mercurous chromate. This salt forms black crystals, 
which when dried at a high enough temp. becomes dark green or brownish-black 
owing to the loss of a little mercury—vide infra, oxydimercuriammonium chromate ; 
for the properties of these basic chromates, vide supra, mercurous oxytrichromate. 

M. Gréger reported potassium mercurous chromate, K,CrO,.Hg,CrO,, to be 
formed by the action of a soln. of mercurous nitrate, containing as little free nitric 
acid as possible, on a sat. soln. of potassium chromate. After shaking for a couple 
of weeks, the solid is separated by a suction filter, and dried on a porous tile. The 
brownish-yellow product decomposes when melted ; and when treated with water 
it furnishes basic mercurous chromate. 

According to A. Geuther, and A. J. Cox, if equimolar parts of chromium trioxide 
and vellow mercuric oxide be boiled with water, red crystals of mercuric chromate, 
HgCrO,, are formed. The dark garnet-red, 
rhombic prisms become still darker when heated, 
but they lose no weight at 135°; at a red-heat, 
the salt decomposes yielding mercury, oxygen, 
and chromic oxide. The salt is hydrolyzed by 
cold water, and with hot water, a residue 
THgO.2CrOg is formed; the hydrolysis can pro- 
ceed further until finally mercuric oxide remains. 
If the conc. of the chromic acid be less than 
Hie. BO.-_-Canaioua | oF eae 0-46 mol CrO3 per litre, the normal chromate is 

librium of Mercurie Chromates Unstable—Fig. 50. Cold cone. nitric acid trans- 
at 25°. forms the salt into 7THgO.2CrO3; moderately 
conc. nitric and sulphuric acids also form 
7THgO.2CrO3. The salt is completely soluble in hydrochloric acid, and from this 
soln., alkali-lye precipitates mercuric oxide. M. Groger obtained mercuric 
diamminochromate, HgCr0O,.2NH3.H,O, by dropping a soln. of 8-64 grms. of 
mercuric oxide in 6 c.c. of nitric acid of sp. gr. 1-41, and diluted to 20 c.c. into 
50 c.c. of a soln. of 2 mols. of ammonium chromate. A. Naumann said that the 
mercuric chromate is insoluble in ethyl acetate and in acetone. 

A. J. Cox studied the ternary system: HgO-CrO,—H,0 at 25°, and found that 
under these conditions only one basic salt is formed. The invariant points, 
A, B, E, F, G, Fig. 50, are indicated in Table IV. where concentrations are expressed 
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Taste IV.—INVARIANT Points IN THE System HgO-—CrO,—H,O at 25°. 


Mols CrO3. Mols Hg. Solid phases. Fig. 
— —— HgO+3Hg0O.CrO, A 
0-456 0-035 3HgO.CrO,+ HgCroO, B 
10°46 0-758 HgCrO,-+ Hg,Cr,0, H 
Leh) — Hg,Cr,0,+CrO, PF 
10:8 — CrO, G 


in mols per litre. The results are also shown graphically in Fig. 50. It was also 
found that at 50° 


CrO, ~ 00013 0:0047 0-705 0-499 0:620 0-740 1-006 
Men . small 0:00015 0:0745 0-049 0-066 0:072 0-1 
MRE Ee ae a ga Rn 
HgO 3HgO.CrO, labile stable 
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HgCrO, 


N. A. E. Millon boiled yellow mercuric oxide with a soln. of potassium dichromate 
and obtained mercuric dioxychromate, 2HgO.HgCrO,, or 3HgO.CrO3. B. Skormin 
obtained the same product from freshly precipitated 
yellow mercuric oxide and an excess of a soln. of 
potassium dichromate. N. A. KE. Millon, B. Skormin, 
C. Freese, and A. J. Cox also obtained it by treating a 
soln. of mercuric nitrate with potassium dichromate or 
chromate. The conditions of equilibrium are illustrated 
by Fig. 51. N. A. E. Millon found that the same pro- 
duct is obtained with mercuric chloride, but A. Caillot 
could not prepare it with mercuric bromide. A. J. Cox, 
and A. Geuther obtained it by the hydrolysis of mercuric 
chromate; and A. Geuther, by pouring a cold solution 
of mercuric carbonate in conc. nitric acid into cold 
water—the precipitate is at first yellow, but soon be- 
comes scarlet-red. B. Skormin also prepared this salt. aT A eM 
A. J. Cox showed that the minimum cone. of acid in Mol. ratio Hel/Cr0; 
which the salt is stable is 0-00026N-HNO, at 50°. euaubvioitatinnd ar 
J. L. Gay Lussac and L. J. Thénard found that mercuric Sennen touih eed ane 
chromate is decomposed with incandescence when heated tem: HgO—CrO,-H,0 at 
with potassium. 25°. 
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Several other basic salts have been reported; thus, EH. Jager and. G. Kriss, and 
F. W. Clarke and D. Stern reported 6HgO.CrO,, but neither B. Skormin, nor A. J. Cox 
could verify its existence ; E. Jager and G. Kriiss also reported 5HgO.CrO;, but A. J. Cox 
could not confirm the result ; N. A. E. Millon, and F. W. Clarke and D. Stern, 4Hg0O.CrOs;, 
but neither A. J. Cox, nor B. Skormin could accept the evidence: M. Gréger stated that 
this compound forms the ammino compound 3(4HgO.CrO;).2NH;.3H,0, by extraction 
with a soln. of ammonium chromate. A. Geuther, and F. W. Clarke and D. Stern reported 
7HgO.2CrO,, but C. Freese, B. Skormin, and A. J. Cox were unable to verify the result ; 
and A. Geuther reported 2HgO.CrO,, but A. J. Cox could not confirm the result. _ F. Rose 
mentioned the use of the basic chromates as pigments—purple red, or chrome red. 


F. M. Litterscheid added ammonia to a soln. of potassium dichromate, mixed 
with an excess of mercuric chloride, in the cold until the liquid had an alkaline 
reaction; and obtained dimercuriammonium chromate, (NHg,).CrO,4.2H,0. The 
same product was obtained by adding an excess of ammonia to a cold soln. of 


- mercuric chloride, and then adding a soln. of potassium chromate or dichromate. 


The lemon-yellow precipitate gave off no water when heated for many hours at 
100° ; it is virtually insoluble in water, and in a cold 10 per cent. soln. of ammonia 
—free from ammonium salts. The moist salt dissolves in soln. of ammonium salts. 
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The moist compound is freely soluble in 10 per cent. hydrochloric acid, but if the 
salt has been dried it dissolves with difficulty. The dried salt is easily soluble in 
25 per cent. hydrochloric acid; and is insoluble in boiling, conc. nitric or sulphuric 
acid, with gradual decomposition; the moist salt is more easily attacked 
by these acids. F. W. Clarke and D. Stern obtained what they regarded 
as a complex salt, ammonium dimercuriammonium chromate. According to 
E. C. Franklin, a salt of this composition can be regarded as mercuric 
hydroxyimidochromate, (HO.Hg.NH.Hg),CrO,; or as oxydimercuriammonum 
chromate, (NHz.Hg.0.Hg),CrO,. F. Fichter and G. Oesterheld obtained it by the 
action of aq. ammonia on mercurous chromate, and said that P. and M. M. Richter 
were wrong in saying that the product of the action is mercurous dioxychromate ; 
the action of alkalies furnishes a mixture of mercurous oxide, or mercuric oxide 
and mercury. C. Hensgen obtained this product by the action of a hot, conc. soln. 
of ammonium chromate on mercuric chloride, and by boiling the complex dichromate 
with aq. ammonia or potash-lye; C. H. Hirzel, by digesting basic oxydimercuri- 
ammonium chromate (vide infra) with aq. ammonia, and washing with hot water ; 
and B. Skormin, by mixing an excess of a cold, conc. soln. of ammonium chromate 
with mercuric nitrate, and boiling the orange-yellow, amorphous precipitate with 
water until it gives no reaction for nitric acid, and is colourless. The yellow 
product can be represented as an amidochromate, 3HgO.Hg(NH,).CrO3; it 
becomes greyish-yellow at 100°, and begins to decompose into ammonia and a 
basic mercuric amidochromate, 3HgO.Hg(NH,),CrOs. When heated in a tube, it 
gives a yellowish-red sublimate and mercury; it glows brightly with sparking 
when heated in air; it is not decomposed by potash-lye, but with a boiled soln. 
ammonia is evolved ; it develops ammonia when heated with a soln. of potassium 
iodide ; and it is soluble in hydrochloric acid, but nitric and sulphuric acids have 
scarcely any action. 

C. H. Hirzel prepared oxydimercuriammonium mercuric oxyquadrichromate, 
HgO.3HgCrO,(NH,.Hg.0.Hg).CrO,. He said that a cold soln. of ammonium 
dichromate has no apparent action on yellow mercuric oxide; but when the 
mixture is boiled this salt is formed as an orange-yellow, sandy powder. C. Hensgen 
regarded it as a mixture of mercuric oxide or basic mercuric chromate, and 
ammonium oxydimercuriammonium dichromate ; and H. C. Franklin represented 
it by the formula 3HgCrO,.Hg0O.(HO.Hg.NH.Hg),CrO,. C. H. Hirzel found that 
when heated in a tube, the compound darkens in colour and then decomposes 
with a feeble detonation; or it may yield nitrous vapours, a yellow sublimate of 
mercury, and chromic oxide. Ammonia transforms it into lemon-yellow oxydi- 
mercuriammonium chromate; potash-lye makes the colour paler, but gives no 
ammonia; boiling soln. of potassium iodide or sulphide liberate the nitrogen 
quantitatively as ammonia; conc. nitric acid decomposes it without its passing 
into soln. ; and it forms a reddish-yellow soln. with hydrochloric acid. 

S. Lowenthal described mercuric amidochromate, Hg,NH»(CrO,). ; and M. Gréger 
said that potassium mercuric chromate is not produced by treating mercuric nitrate 
or chloride as in the analogous process for the mercurous salt, but rather yields a 
basic chromate which adsorbs potassium chromate. 

A. J. Fairrie,1” and C. W. Eliot and F. H. Storer treated a soln. of potash-alum 
with potassium chromate, and obtained a precipitate which after pressing, corre- 
sponded with aluminium dioxychromate, Al,0,.CrO,.nH,O. M. Siewert, and 
A. Maus also dissolved aluminium hydroxide in a soln. of chromic acid, and on 
evaporating the liquid, obtained aluminium hydroxide, and an acidic soln. 
K. Fleischer observed that no precipitate is produced by adding potassium 
dichromate to a soln. of potash-alum ; and when the liquid is evaporated alum first 
crystallizes out, and then potassium dichromate. There is here no satisfactory 
evidence of the formation of an aluminium chromate. lL. Blanc, however, regarded 
the formation of the basic chromate as proved. According to M. Gréger, the 
addition of aq. potassium chromate to a soln. of potassium-alum precipitates basic 
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aluminium sulphates ; as the quantity of the chromate is increased, the precipitate 
becomes mixed with an increasing amount of chromate ; when the alum and potas- 
sium chromate are in the ratio Al,O3 : 2CrOs, no precipitate is formed. On mixing 
soln. of aluminium chloride and potassium chromate, a yellow precipitate is formed 
which has the composition 2Al,03.CrO3.6H,O ; the precipitation of the aluminium 
is not complete until 3 mols of potassium chromate have been added for each mol ' 
of aluminium chloride. Soln. made by dissolving aluminium hydroxide in chromic 
acid always contain Al,Og and CrOg in the proportion of 1: 1-4 to 1-45; from this 
soln., the insoluble basic chromate mentioned above separates on keeping. No 
indication was observed of the formation of the compound A1l,03.CrO3.7H,O, 
described by A. J. Fairrie. N. A. Orloff said that aluminium chromate, like 
beryllium chromate, is hydrolyzed by water without forming any definite basic’ 
salt; and L. Petrik represented the reaction: Al,(SO,4)3+38K,Cr0,+3H,O 
=Al,(OH),+3Cr03+3H,SO,—vide supra, the colour of chromic oxide. 
S. H.C. Briggs added a soln. of 4 grms. of hydrated aluminium chloride in 25 c.c. 
of water to a soln. of 15 grms. of sodium chromate in 30 c.c. of water, and heated 
the mixture for an hour on the water-bath. The filtered precipitate was washed 
with a little water, and dried in vacuo. A mixture of 2 grms. of chromic trioxide, 


2c.c. of water, and 1-8 grms. of the powdered product was heated in a sealed 


tube at 200° to 210° for 4 hrs., and the crystalline, insoluble, lemon-yellow 
product corresponded with aluminium oxydichromate, 3A1,03.2CrO3.6H,O, or 
Al,O3.2(A10).CrO,.6H,0. 

According to R. E. Meyer,18 and C. Winkler, a soln. of a neutral salt of indium 
gives an insoluble precipitate of an indium chromate when treated with an alkali 
chromate. A soln. of indium sesquioxide in aq. chromic acid, does not crystallize 
when evaporated, or when allowed to stand in a desiccator. Only a viscid syrup is 


produced. W. Crookes 19 observed that thallous chromate, Tl,CrO,, is precipitated 


when a soln. of a neutral thallous salt is treated with potassium chromate; and 
also by digesting thallous dichromate with ammonia. EH. Carstanjen obtained it 
from a soln. of thallous carbonate in aq. chromic acid. G. Canneri observed that 
M. Groger’s method for basic lead chromates yields with thallous salts, only the 
normal chromate. The action of dil. acid on thallous chromate yields thallous 
dichromate, but if a quantity of sulphuric acid insufficient to dissolve the chromate 
is employed and the boiling soln. is filtered and conc. thallous hydrochromate, 
TIHCrO,.Tl,CrO,, in cinnabar-red crystals, and often in cruciform twins, is formed. 
Thallous chromate darkens when heated, and then melts without decomposition. At 
a higher temp. the salt decomposes. J. W. Retgers said that the crystals are probably 
not isomorphous with potassium chromate or thallous sulphate. According to 
G. Canneri, the e.m.f. of the electrode, mercury amalgam against a saturated thallous 
chromate soln. varies continuously with the temp., the curve exhibiting no character- 
istic point corresponding with the change in colour which thallous chromate crystals 
undergo when heated at 60°. Similarly the conductivity of sat. thallous chromate 
shows no sudden variation between 25° and 90°. The pale yellow or lemon-yellow 
amorphous precipitate is slightly soluble in water. HE. Rupp and M. Zimmer said 
that 100 parts of water at 60° dissolve 0-03 part of thallous chromate; and 
P. EK. Browning and G. P. Hutchins said that 100 grms. of water at 100° dissolve 
0-2 grm. EH. Carstanjen observed that it is attacked by dil. hydrochloric acid ; 
and W. Crookes found that.it is dissolved by moderately conc. boiling hydrochloric 
acid, and on cooling vermilion-red crystals separate—probably the trichromate. 
H. Carstanjen added that with conc. hydrochloric acid, thallous chloride is separated, 
and a green soln. is formed. W. Crookes also observed the formation of thallium 
chloride by the action of conc. hydrochloric acid. EH. Carstanjen found that dil. 
sulphuric acid attacks thallous chromate slowly in the cold, and when the acid is 
heated, E. Willm said that the di- or tri-chromate is formed. With conc. sul- 
phuric acid, violet thallium chrome-alum separates out. HE. Carstanjen observed 
that dil. nitric acid, as well as conc. acetic acid, do not dissolve thallous chromate in 
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the cold, but with boiling soln., a little chromate is dissolved. It also behaves 
similarly towards aq. soln. of ammonia and sodium carbonate. M. Lachaud and 
C. Lepierre found that a litre of boiling N-KOH dissolves 3-5 grms. of thallous 
chromate, and on cooling, almost all separates out in six-sided pyramidal crystals. 
A soln. of potash-lye of sp. gr. 1-3 dissolves 18 grms. of chromate per litre. Molten 
potassium hydroxide converts it into thallic oxide. When thallous and potassium 
chromates are melted with potassium nitrate, potassium thallous chromate, 
KTICrO,, or K,CrO,.Tl,CrO,, is formed. M. Hebberling, and W. Strecker observed 
that reddish-yellow or brown precipitates are obtained when soln. of thallic salts 
are treated with soluble chromates or dichromates. The result is thallic chromate. 
According to G. Canneri, thallic chromate may be obtained pure as a golden yellow, 
crystalline powder by dissolving freshly-precipitated thallic oxide in excess of 
chromic anhydride soln. According to L. F. Hawley, potassium thallic chromate, 
KTI(CrO4)2.2H,0, is obtained by adding potassium hydroxide to a soln. of thallic 
hydroxide in chromic acid. The yellow salt is rapidly hydrolyzed by water unless 
a large excess of chromic acid is present. 

L. Haber 2° observed no precipitation occurs when cerium, lanthanum, and 
didymium salts are boiled with chromic acid, or with potassium or sodium 
dichromate, but a basic salt is precipitated when thorium or zirconium salts are 
similarly treated. J.F.John, and A. Beringer found that a soln. of cerous carbonate 
in aq. chromic acid slowly deposits cerous chromate as a yellow powder, and when 
the mother-liquor is evaporated, crystals of an acid salt areformed. According to 
S. Jolin, soln. of cerous salts also give precipitates of basic cerous chromates 
when treated with soln. of potasstum chromate or dichromate. F. Zambonini 
and G. Carobbi found that when an intimate mixture of cerous chloride and 
potassium chromate is heated to 1000°, chromic oxide and cerium dioxide are 
formed. M. M. Pattison and J. Clarke found that when the chromates obtained 
by evaporating to dryness a soln. of the mixed oxides of cerium, didymium, and 
lanthanum in chromic acid, are heated to about 110°, only the certum chromate is 
decomposed to form an insoluble powder, while the chromates of didymium and 
lanthanum remain unchanged. A. Brauell, and L. M. Dennis and B. Dales founded 
analytical processes on this reaction; G. Kriiss and A. Loose, and W. Muthmann 
and C. R. Bohm found that the fractional precipitation by potassium chromate of 
the ceria earths proceeds in the order: La, Pr, Nd, Sm; and of the yttria earths, 
in the order: Tb, Yb, Er, Y, Gd. Processes of separation have been devised—by 
J. H. Egan and C. W. Balke, B. 8. Hopkins and C. W. Balke, H. Moissan and 
A. Etard, C. R. Bohm, W. Muthmann and C. R. Béhm, L. M. Dennis and B. Dales, — 
R. J. Meyer and J. Wuormen, H. C. Holden and C. James, and C. James—based 
on this reaction—vwde 5. 38, 6. According to F. Frerichs and F. Smith, a soln. of 
lanthanum sulphate and potassium chromate gives a precipitate consisting of 
lanthanum chromate, La,(CrO,)3.8H,O. Lanthanum chromate is very liable to 
_ form a sparingly soluble potassium complex salt so that P. T. Cleve said that the 
precipitate probably contains the complex salt. The precipitate is yellow, granular, 
and consists of microscopic crystals. It is sparingly soluble in cold water and freely 
soluble in acids. P. T. Cleve obtained the octohydrate by treating a soln. of 
lanthanum nitrate with potassium chromate. H. T. 8. Britton also prepared the 
octohydrate of lanthanum. chromate by dissolving about 2 grms. of the rare earth 
in the minimum amount of chromic acid soln. ; diluting the liquid to 2 litres ; and 
gradually adding 0-1M-K,CrO,. When the amount of chromic acid used was kept 
sufficiently low, the quantity of potassium chromate required was small, thereby 
causing the simple chromate alone to be precipitated, but if too great a quantity 
of acid had been employed a correspondingly large amount of precipitant was 
necessary, and this often caused the precipitation of double chromates together 
with varying amounts of simple chromates. The salt is a bright yellow mass of 
microscopic, prismatic needles. 100 grms. of water at 25° dissolve 0-020 grm. 
calculated as anhydrous salt. The solubility is less at higher temp. F. Zambonini 
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and G. Carobbi obtained the anhydrous salt by heating the rare earth chloride 
and potassium chromate over 600°; and they obtained the monohydrate, 
La,(CrO,)3.H,O, by precipitation from cold soln. G. Carobbi studied the system 
Lag(CrO,)3—(NHy)2CrO,-H20 at 25°—Fig. 52. The only complex salt formed was 
ammonium lanthanum hexachromate, La.(CrO,)3.3(NH,).CrO,.5H,O. The study 
of the system is complicated by the alteration of ammonium chromate into 
dichromate, so that when the ammonium chromate is in excess, ammonium 
dichromate crystallizes out, and when lanthanum chromate is in excess, the salt 
La,(CrO4)3.8H,O separates. H. T. 8S. Britton obtained potassium lanthanum 
tetrachromate, K,CrO,.La,(CrO,)3.6H,O, as indicated above. P. T. Cleve found 
that if an excess of potassium chromate be employed, there is formed potassium 
lanthanum heptachromate, 4K.Cr0O,.La.(CrO,)3.nH,0. G. Carobbi studied the 
system La,(CrO,);-K,CrO,-H,O at 25°, and found that the existence of the 
hydrated complex chromates, 1:1:2; 1:3:2; 1:4:2; 14:5:2; and 
1:5: 2, are indicated on the isothermal curve, Fig. 53. F. Frerichs and F. Smith 
obtained a precipitate resembling that with the lanthanum salt when a soln. of 
a didymium salt is treated with potassium chromate. The precipitated didymium 
chromate, Di,(CrO,)3.8H,O, was said by P. T. Cleve to be contaminated with a 
complex potassium salt which is obtained by treating a soln. of didymium nitrate 
with an excess of potassium chromate. H. T. 8S. Britton also obtained the bright 
yellow octohydrate of praseodymium chromate, Pr.(Cr0,)3.8H20, as in the case of 
the lanthanum salt; 100 grms. of water at 25° dissolve the eq. of 0-021 grm. of 
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the anhydrous salt. F. Zambonini also prepared the anhydrous salt, as well as 
the decahydrate, Pro(CrO,)3.10H,O, by the methods indicated in connection with 
the anhydrous, and the monohydrated lanthanum salts. H. T. 8. Britton likewise 
prepared the dull yellow octohydrate of neodymium chromate, Nd,(CrO4)3.8H,0, with 
a solubility of 0-027 grm. per 100 grms. of water at 25°. E. Baur said that this 
salt is olive-brown; and N. A. Orloff, moss-green. As in the case of the 
praseodymium salt, F. Zambonini and G. Carobbi also prepared the anhydrous salt, 
and the decahydrate. By adding an excess of potassium chromate to the soln. 
of a didymium salt, P. T. Cleve obtained yellow potassium didymium chromate, 
KCr04.Dig(CrO,)3.nH,0. It is hydrolyzed when washed with water with the loss 
of potassium chromate. H. T. 8. Britton obtained a mixture of a basic chromate 
and potassium praseodymium chromate by adding an excess of potassium chromate 
to a chromic acid soln. of praseodymia; and similarly with potassium neodymium 
chromate. H. T. S. Britton obtained the octohydrate of samarium chromate, 
Sao(CrO,)3.8H.0, as in the case of the lanthanum salt ; 100 grms. of water at 25° dis- 
solved 0-043 grm. of the salt calculated as anhydrous. F. Zambonini and G. Carobbi 
prepared the anhydrous salt and the enneahydrate, Sag(CrO,4)3.9H,0, as in the case 
of the anhydrous and monohydrated lanthanum salts. By adding potassium 
chromate to a soln. of a samarium salt, P. T. Cleve obtained a yellow, crystalline 
precipitate of potassium samarium chromate, K,CrO,4.Sa9q(CrO3)3.6H,0. No 
precipitation occurs with potassium dichromate. H. T. S. Britton found that 
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with an excess of potassium chromate the composition of the yellow flocculent 
precipitate varied with the composition of the precipitant ; a complex salt is probably 
formed. The application of the phase rule is required to establish the nature of 
the complex salts. In general, the addition of a soln. of potassium chromate to an 
aq. salt soln. causes the precipitation of (a) in the case of lanthanum, the simple 
chromate if the excess of precipitant is small, (6) praseodymium, the simple chromate, 
(c) neodymium, a mixture of simple and basic chromates, (d) samarium, a basic 
chromate of indefinite composition. H. T.8. Britton continued: The only normal 
chromates which have been found hitherto belong to the cerite-group, the bases of 
which are believed to be among the strongest of the rare earths. Even among the 
members of this group there is a gradually increasing tendency to form basic 
chromates in the case of the weaker bases, neodymia and samaria. 

G. Kriiss and A. Loose, and W. Muthmann and C. R. Bohm obtained precipitates © 
of terbium chromate, and of gadolinium chromate by adding potassium chromate 
to soln. of the corresponding salts. P. B. Sarder obtained the complex potassium 
gadolinium chromates, K,Cr0,.Gd,(CrO,)3.7H.O, and 5K,CrO4.2Gd,(CrO,)3.10H,0. 
G. Jantsch and A Ohl prepared dysprosium chromate, Dy,(CrO,)3.10H20, as a 
sparingly soluble precipitate, by the interaction of soln. of the nitrate and of potas- 
sium chromate. The greenish-yellow, crystalline powder is soluble in water—at 
25°, 100 c.c. of the soln. contain 1-0002 grms. of salt. When heated to 150°, the 
chromate loses 3-5 mols. of water; and at 150°, it decomposes. N. J. Berlin said 
that a basic yttrium chromate is formed when a soln. of chromic acid is sat. with 
yttria. The brown soln. deposits a brown’ powder. The salt was also obtained 
by O. Popp, G. Kriiss and A. Loose, and W. MuthmannandC.R. Bohm. J. F. John 
observed that a soln. of yttrium carbonate in aq. chromic acid deposits orange- 
yellow crystals, of yttrium chromate, Y.(CrO,)3.nH,O, easily soluble in water. 
N. J. Berlin said that the spontaneous evaporation of the soln. gives yellowish-brown 
deliquescent crystals. P. T. Cleve obtained potassium yttrium chromate, 
K,CrO4. Y2(CrO4)3.nH,0, as a yellow, crystalline powder, by the action of potassium 
dichromate on yttrium carbonate. G. Kriiss and A. Loose, and W. Muthmann 
and C. R. Bohm also prepared erbium chromate, and ytterbium chromate. 

According to 8S. M. Godon de St. Menin,21 when an aq. soln. of chromic acid mixed 
with hydrated silicic acid is evaporated, a reddish-yellow powder—silicon chromate— 
is formed, insoluble in water, and is not decomposed at an elevated temp. It is 
highly probable that no compound is formed. G. A. Quesneville, however, said 
that very little silicic acid is taken up by the soln., and that all the chromic acid 
is removed by washing. M. Blondel found that a conc. aq. soln. of chromic acid 
dissolves titanic acid in amounts depending on the cone., and temp. of the soln., 
and on the previous history of the titanic acid. When a conc. soln. containing one 
part of titanic oxide and 4 parts of chromium trioxide is diluted with 8 parts of 
water at 50° or 6 parts of water at 100°, titanium tetroxychromate, 3Ti0,.2Cr03.H.0, 
or Ti02.2(Ti0)CrO,.H,0, is precipitated ; with 25 parts of cold water, or 8 parts of 
water at 100°, titanium trioxychromate, Ti0,.(Ti0)CrO,4.2H,0, is produced ; while 
with 50 parts of cold water or 12 parts of water at 100°, titanium pentoxychromate, 
2Ti09.(T10)CrO4.3H20, is formed. On adding an eq. of ammonia to the same 
conc. soln. of the two oxides, Ti02.(TiO)CrO,.2H,O is precipitated, and the 
evaporation of the mother-liquor in vacuo yields hexagonal prisms of ammonium 
titanium chromate, (NH,).CrO,.Ti(CrO4)>.H,O. All this has not yet been verified. 
M. Weibull found that zirconium chromate is precipitated when a zirconium salt 
soln. is treated with chromic acid or a dichromate. The flocculent, orange-red 
precipitate 1s sparingly soluble in dil. acids ; and when washed with water chromic 
acid passes into soln. L. Haber said that the composition of the precipitate is 
indefinite. F. P. Venable and L. V. Giles, however, said that a definite salt 
2ZrO(OH)>:.ZrOCrO,.8H,0, zirconyl tetrahydroxychromate, is produced as a 
granular, yellow precipitate by dissolving zirconium hydroxide in a boiling soln. 
of chromic acid, diluting, and again boiling the soln. The compound obtained loses 
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a considerable quantity of its water at 110°, but the whole of it is lost only at 200°. 
It is suggested that its formation occurs as follows : first, normal zirconium chromate 
is formed, which is immediately hydrolyzed to ZrOCrO,; some of the zirconium 
hydroxide is partly dehydrated to give ZrO(OH),. These two substances then 
combine to give the yellow insoluble basic salt. According to P. Krishnamurti 
and B. B. Dey, the addition of a large excess of a sat. soln. of potassium dichromate 
to a conc. soln. of zirconium oxychloride precipitates zirconium octohydroxy- 
chromate, Zr3(OH).(CrO,)2; with a dil. soln. of the zirconium salt, zirconium 
hexahydroxychromate, Zr.(OH)¢CrO,, is formed; and with very dil., boiling soln. 
of the oxychloride, and only a slight excess of dichromate, the product washed with 
boiling water corresponds with zirconium decahydroxychromate, Zr3(OH), CrOx,. 
S. H. C. Briggs added a soln. of 7 grms. of crystalline zirconium nitrate in 50 c.c. 
of water to 10 grms. of potassium dichromate in 80 c.c. of water, after a day, the 
precipitate was filtered off, washed with a little water, and dried in vacuo, 2-5 grms. 
of the dried powder was heated in a sealed tube at 190° for 34 hrs. with 6 grms. 
chromic trioxide, and 6 c.c. of water. The orange-red, homogeneous, insoluble, 
crystalline powder had the composition of zirconium hexacosioxypentachromate, 
9ZrOz.5CrO3.12H,0, or 13ZrO,g.5Zr(CrO,)..24H,0. 

W. Muthmann and E. Baur 2? found that if a soln. of potassium chromate is 
dropped carefully into a boiling soln. of commercial thorium nitrate, first thorium 
will be precipitated completely as chromate and afterwards some rare earths begin 
to appear, indicated by a change in colour of the precipitate. This is the principle 
of E. Baur’s method of separating the rare earths—vide supra. C. Palmer obtained 
thorium chromate, Th(CrO,),.H,0, by allowing a soln. of freshly precipitated 
thorium hydroxide in aq. chromic acid to stand for some time, or by mixing boiling 
soln. of a mol of thorium nitrate and 2 mols of potassium dichromate. The mono- 
hydrate appears as an orange-red, crystalline powder. He also prepared the 
irthydrate by evaporating in vacuo a soln. of freshly precipitated thorium hydroxide 
in a cold soln. of chromic acid. L. Haber prepared it as an orange-yellow, crystal- 
line powder by boiling thorium nitrate for some time with aq. chromic acid, or 
better with sodium or potassium dichromate. Under similar conditions no pre- 
cipitate is formed with cerium, lanthanum, or didymium salts. J. J. Berzelius 
said that the precipitated thorium chromate dissolves in an excess of chromic 
acid. The orange-yellow, rhombic plates lose their water of crystallization at 
180° ; and they dissolve in moderately conc. mineral acids. J. Chydenius obtained 
yellow crystals of the octohydrate by evaporating over sulphuric acid a soln. of 
thorium hydroxide in aq. chromic acid, or an aq. soln. of thorium chloride and 
chromic acid. The salt loses its combined water at 100°, and the aq. soln. does not 
become turbid when boiled. C. Palmer also obtained thorium dihydroxychromate, 
Th(OH),CrO,, by mixing a soln. of a mol of thorium nitrate and one of 3 mols of 
potassium chromate; the precipitate first formed dissolves. The soln. furnishes 
golden-yellow crystals of the basic salt. According to H. T. 8. Britton, if thorium 
hydroxide is suspended in a dil. soln. of chromic acid, it will be converted gradually 
into the normal chromate, the change occurring more rapidly on boiling. No basic 
salt of definite composition has been found. The composition varies, gradually 
approaching that of the normal chromate,.but the conversion is complete only 
after long boiling. Crystals may appear to be slightly basic owing to the adsorption 
of normal chromate. The so-called basic thorium chromates are really mixtures 
of thorium hydroxide and thorium chromate. In other words, these basic chromates 
may be regarded as so-called adsorption compounds, or, taking into account the 
slight solubility of the normal thorium chromate, as having been produced by the 
simultaneous precipitation of both the hydroxide and the chromate. The basic 
chromate of C. Palmer is a special case of such a mixture. When soln. of thorium 
salts, to which potassium chromate has been added in quantities insufficient to 
give a permanent precipitate owing to the acid liberated by hydrolysis, are allowed 
to stand at room temp, if the conc. is sufficiently great, crystals of thorium chromate 
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trihydrate will be deposited slowly ; but deposition occurs almost immediately 
from the boiling soln. The solubility of thorium chromate in soln. of chromic acid 
at 25°, when the composition is represented in percentages by weight, is as follows : 


CrO, - 0:033 13-09 39-49 40-23 52-60 61-38 61-84 62-78 
Tho, . 0-044 6:52 24-22 23-04 7°91 17-65 6:27 0 
a A 
Th(CrO,)».3H,0 Th(CrO,)2.Cr03.3H,0 Cr03 


The results are plotted in Fig. 54. The compound thorium chromatobis- 
chromate, Th(CrO,)2.Cr03.3H,0, is better represented by this formula than by 
Th(Cr,0,)(CrO,4).3H,0, because it can exist 
in equilibrium only with highly cone. soln. 
of chromic acid. It is decomposed by 
water. 
According to J. J. Berzelius,2? when 
stannous chloride is added to an excess 
of a soln. of potassium chromate, and the 
liquid agitated, yellow, curdy flocks of 
stannous chromate are precipitated ; but 
if to a soln. of stannous chloride a dil. 
soln. of potassium chromate be added in 
small portions at a time, with constant 
agitation, a greenish precipitate of chromic 
stannate is formed. If the soln. of the 
Rye. 34d “guile Ein Seat oe tin-salt contains free acid, no precipitate 
System: ThO,-CrO,—H,O at 25°. is formed, and the soln. is green. 
P. Grouvelle obtained a similar result. 
According to J. J. Berzelius, stannic chloride soln., not containing free acid, gives 
a yellow precipitate of stannic chromate, when treated with potassium chromate. 
The supernatant liquor acquires an orange-yellow colour in consequence of the 
liberation of chromic acid. The dried precipitate is brownish-yellow, and when ~ 
ignited forms violet chromic stannate. T. Leykauf said that if stannic chromate 
be heated to bright redness, a violet mass is obtained which communicates to 
pottery glazes colours ranging from rose-red to violet. F. J. Malaguti studied 
the minéral lac, or laque minérale, obtained by igniting 50 parts of stannic oxide 
with one part of chromic oxide. The pink or-crimson colour develops more easily 
if calcium carbonate is a constituent of the ignited mixture. This is essentially the 
chrome-tin pink pottery colour. The pink coloration is probably the colour of 
highly dispersed chromic oxide, and the stannic oxide acts as a mordant. Other 
inert oxides can be used, but stannic oxide resists attack by the pottery glaze— 
vide supra, chromic oxide. This subject was studied by H. Stein, G. Steinbrecht, 
C. Lauth and G. Dutailly, H. A. Seyer, A. 8. Watts, R. C. Purdy and co-workers, 
F. Rhead, W. A. Hall, and W. A. Lethbridge. 

The mineral described by M. W. Lomonosoff,24 J. G. Lehmann, and P. 8. Pallas 
as nora nunera plumb ; by J. G. Wallerius, as minera plumbi rubra ; by A.G. Werner, 
as Rothes Bleerz; and L. C. H. Macquart, as plomb rouge, was found by 
L. N. Vauquelin, in 1757, to contain a new element in the form of chromate so that 
R. J. Haiiy called it plomb chromaté. J. ¥. L. Hausmann proposed the name kallo- 
chrom ; W. H. Miller, lehmannite ; F. S. Beudant, crocoise—from x poxos, safiron ; 
F. von Kobell, crocoisite ; and A. Breithaupt, crocoite (Krokoit), which was after- 
wards adopted by F. von Kobell and others. Analyses of the mineral by C. H. Pfaff,25 
J. J. Berzelius, C. Barwald, and A. Liversidge ; and of artificial preparations by 
J.J. Berzelius, H. Golblum and G. Stoffella, M. Groger, A. J. Cox, N. 8. Manrogs, 
L. Bourgeois, M. Lachaud and C. Lepierre, and C. Liideking, agree that the product 
is lead chromate, PbCrQ,. 


L. N. Vauquelin, and J. J. Berzelius obtained normal lead chromate by precipi- 
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tation from a soln. of lead nitrate or acetate by the addition of potassium chromate 
or dichromate. The precipitate is yellow, and, according to E. F. Anthon, the 
colour is paler when precipitated from cold soln. than from hot soln., since the 
former is more or less hydrated ; while L. N. Vauquelin said that a trace of potas- 
sium chromate in the precipitate darkens the colour. C. O. Weber, and M. Dullo 
discussed the effect of an excess of lead—vide infra. LL. Dede and P. Bonin said that 
the precipitation is incomplete in acetic acid soln. if much chloride be present. 
Z. Karaoglanoff and B. Sagortschefi found that with lead chloride as the soluble 
lead salt, some Pb.Cl,(CrO,) is formed. The above mode of preparation, using the 
potassium or sodium chromates or chromic acid as precipitants, and soln. of varying 
degrees of concentration, were used by T. Gobel, F.G. Kidd, P. Jannasch, H. Golblum 
and G. Stoffella, J. Milbauer and K. Kohn, M. Fraudel, J. G. Gentele, E. Guignet, 
F. Rose, A. J. Cox, F. Auerbach and H. Pick, O. Meyer, M. Gréger, P. Breteau and 
P. Fleury, A. de Schulten, and G. Zerr and G. Riibencamp. J. Massignon and 
HK. Watel obtained lead chromate by the action of soln. of lead salts on calcium 
chromate. G. N. Ridley showed that the precipitate formed on mixing aq. soln. 
of lead acetate and potassium dichromate is finer grained when the soln. are more 
dilute ; but temp. has little influence on the fineness of grain. Precipitated lead 
chromate is amorphous. M. Lachaud and C. Lepierre found that the amorphous 
chromate is readily crystallized by boiling, say, 5 grms. with a soln. of 20 grms. of 
chromic acid in 70 grms. of water; L. Bourgeois boiled the precipitated chromate 
with dil. nitric acid (1 : 5 or 6), filtered the hot decanted liquid through glass-wool, 
and allowed it to cool slowly ; he also obtained well-defined crystals by heating 
the chromate in a sealed tube at 150°. C. Liideking, and G. Cesaro allowed a soln. 
of lead chromate in potash-lye to stand exposed to the air. G. N. Ridley found 
that in alcoholic soln., precipitation is slow ; and that the addition of an alcoholic 
soln. of potassium dichromate to a glycerol soln. of lead acetate produces only a 
slight turbidity—but precipitation occurs when water is added. No precipitation 
occurs in carbon disulphide soln. 

Lead chromate was prepared by J. von Liebig, B. Legg, EH. F. Anthon, M. Riot 
and B. Declisse, A. Scheurer, H. Hetherington and W. A. Allsebrook, and C. O. Weber 
by the action e soln. of the alkali chromates on lead sulphate. J. A. Atanasiu 
found that the electrometric titration of soln. of lead nitrate and potassium chromate 
gives a curve with a break corresponding with normal lead chromate. J. Milbauer 
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and K. Kohn observed that the reaction: PbSO,+K,CrOy=K,S0O,-+ PbCrO, 
progresses from left to right rapidly, and from right to left, slowly. The velocities 
‘of the reactions increase with temp. The equilibrium constant K=[K,CrO,]/[K250,] 
is 0-000277 at 20° ; 0-000365 at 40°; 0-000440 at 70°; and 0-000505 at 98-5°. No 
evidence of the formation of double salts was observed. The isothermal diagram 
has the form shown in Fig. 55, where A represents the solubility of potassium 
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chromate; and D, that of potassium sulphate. The regions of stability of the 
solid phases PhCrO,, and PbSO, are shaded in the diagram. The curve AB repre- 
sents a system in equilibrium with the four phases—PbCrO,4, K,CrO,, soln. and 
vapour; BC, a system in equilibrium with the four phases PbCrO,, K,SQ,, soln. 
and vapour; and CD, a system with the four phases PbSO,, K S04, soln. and 
vapour in equilibrium. The four salts cannot exist side by side in the presence 
of their sat. soln. as the system would be invariant—1. 9,5. At the point C there 
are six phases, PbCrO,, K,CrO,4, K,8O,4, PbSO,, soln. and vapour, in equilibrium. 
Adsorption is very marked at the low temp. and high concentration. It is inferred 
that the manufacture of chrome-yellow can be carried out from lead sulphate, and 
that various shades can be obtained by varying the conditions, temp., conc., and 
time. In the manufacture, an excess of lead acetate should be used, to secure the 
absence of adsorbed potassium chromate in the product, otherwise this chromate 
would rapidly convert the lead sulphate which is necessary for the particular shade, 
into lead chromate, and so the shade would be changed. J. G. Gentele’s theory 
which explains the stability of chrome-yellow by the existence of a lead sulphato- 
chromate is unlikely, since the present experiments make the existence of these 
double salts extremely doubtful. 

F. Kuhlmann, C. O. Weber, and A. Winterfeld obtained lead chromate by the 
action of potassium chromate or dichromate on white-lead, or lead carbonate. 
H. Golblum and G. Stoffella studied the system: PbCO3+K,CrO,=—PbCrO, 

+K,CO3. The product nearly always contains a 
little lead carbonate. The isothermal diagram 
PbO; shown in Fig. 56, is analogous to that for the 
system indicated in the preceding diagram, Fig. 55. 


see’ c_PLCrO, + PLCO; The mixture on the right of the equation PbCO3 
N +K,Cr0,=PbCr0O,+K,COs, is more stable than 
& that on the left. The equilibrium constant, 


K=[K,COs3]|[K,CrO,], decreases with dilution on 
account of the disturbing effect of ionization. 
PbINO) No compound or solid soln. of potassium chromate 
sie F and lead chromate is formed, but the solubility of 
Fie. 57.—Mutual Precipitation . 

of Lead Chromate and Car. Potassium carbonate decreases as the amount of 
bonnte: lead carbonate in the solid residue and in soln. 
increases. A double compound of K,CO3.PbCOs; 
appears to exist. The constant K at 25° is 5- 46, and at 40°, 3-405. The thermal 
value of the reaction : PbCO3+-K,Cr0,—PbCr0,-+KCO; is 5-822 Cals. If the 
equilibrium constant, K, Fig. 57, be represented by K=Oa, and the soln. of lead 
nitrate be added to a mixed soln. of potassium carbonate and chromate, when 
the ratio of COg | CrO, is greater than Oa, lead carbonate alone will be precipitated 
until the ratio of the constituents remaining in soln. is equal to Oa; and con- 
versely if the ratio be less than Oa, lead chromate alone will be precipitated. If 
the ratio be equal to Oa, and more than Ob of lead nitrate be added, a mixture of 
lead carbonate and chromate will be precipitated. On adding lead nitrate soln. 
to a mixed soln. of potassium chromate and carbonate, the precipitation of lead 
chromate or carbonate does not take place in such a way as to produce the pre- 
determined ratio in the dissolved potassium salts. Whilst the interaction of lead 
carbonate and potassium chromate proceeds smoothly to an equilibrium, the 
interaction of lead chromate and potassium carbonate presents periodic phenomena. 
The curve representing the amount of potassium chromate formed oscillates with 
decreasing amplitude until the equilibrium is finally attained. This is attributed 
to the formation of a basic chromocarbonate of lead. On boiling lead chromate 
in potassium carbonate soln., a rhombic, ruby-red, crystalline solid is obtained 
with the composition : 3PbO.2CrO3.2PbCO3. O. Ruff and EH. Ascher studied the 
joint precipitation of lead and barium chromates; and lead sulphate and 

chromate ; and O. Ruff, the X-radiograms. 
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N. 8. Manross obtained crystals of lead chromate by melting lead chloride with 
potassium chromate, and leaching out the lead chloride, with boiling water. 
L. Bourgeois said that the yield is small because of the formation of the complex 
salt, PbCly.PbCrO,. A better result is obtained by using potassium dichromate, but 
even then the result is not satisfactory. B. Redlich treated lead hydroxide with 
a soln. of sodium chromate or dichromate. The tint of the product is influenced 
by the presence of acetic acid, sodium sulphate, etc. F. Auerbech and H. Pick 
obtained lead chromate by treating basic lead chromate with a dil. aq. soln. of 
sodium hydrocarbonate and chromate; and M. Grdéger, by the action of water 
on potassium lead chromate. D. G. Fitzgerald and R. C. Molloy roasted chromic 
oxide or chromite with lead oxide; and J. Milbauer said that there is a 100 per 
cent. conversion to chromate when a mixture of chromic oxide and lead oxide or 
carbonate is heated to 480° in oxygen at 12 atm. press. G. Chancel obtained lead 
chromate by warming a soln. of chromic oxide in alkali-lye with lead dioxide, and 
treating the filtrate with acetic acid. H. Vohl heated lead nitrate and chromic 
oxide in a crucible; and K. Toabe treated lead with a soln. of chromic and nitric 
acids at 60° to 140°. A. C. Becquerel obtained crystals of the salt by placing a 
Pb—Pt-couple in a soln. of chromic chloride in a sealed tube. 

C. Liickow prepared lead chromate by an electrolytic process. The electrodes 
are formed of soft lead and the electrolyte is composed of a 0:3 to 3-0 per cent. soln. 
of sodium chlorate (perchlorate, nitrate, or acetate) 80 parts and sodium chromate 
20 parts. The current density was 0-5 amp. persq.dm. The colour of the deposit 
varies with the nature of the soln., being yellow in an acidic soln., and inclining to 
red in an alkaline soln. ; electrodes about 10 to 20 mm. apart, and 1-5 to 1-6 volts 
are needed for weakly acid soln. ; about 1-7 volts for neutral soln., and 2 volts for 
weakly alkaline soln. M. le Blanc and E. Bindschedler found that in the electrolysis 
of soln. of sodium chlorate and chromate, containing 1-5 to 12 per cent. of salt— 
of which 70 to 90 per cent. is chlorate—by means of a lead anode, lead chromate 
is formed near the anode, separating from it by its own weight, whereas in soln. 
containing a large proportion of chromate an adherent layer of chromate and lead 
dioxide forms on the anode. The yield of lead chromate is theoretical in the first 
case, practically zero in the latter. Sodium nitrate, acetate, or butyrate give 
practically the same result as chlorate. With the mixed electrolyte, the current is 
mainly transported by ClO’s-ions, the chromate ions are therefore soon removed 
almost completely from the electrolyte in contact with the anode, and the precipi- 
tation of lead chromate takes place at some small distance from it. With a more 
conc. chromate soln., this is not the case. K. Elbs and R. Niibling found that in 
the electrolysis of very dil. soln. of chromic acid with lead electrodes, lead chromate 
alone is obtained; with more conc. soln.—up to 40 or 50 per cent.—there is 
evidence of the formation at the anode of plumbic chromate, Pb(CrO,)>, or of a 
mixture of lead chromate and dioxide ; and with very conc. soln.—130 grms. of 
CrO per 100 c.c.—a soln. is obtained which evolves oxygen when kept and deposits 
lead dichromate. The quantity of oxygen evolved is in agreement with Pb(Cr.07)s 
=PbCr,07,+2Cr0,+0. According to G. Just, the potential difference between 
a lead anode and a soln. containing bivalent lead ions depends very much on the 
anodic current density (probably owing to local increase of the conc. of the lead 
ions) so that at high current densities it may rise to the normal value for lead 
dioxide. When this is the case, lead dioxide is, of course, formed on the anode. 
B. Huick electrolyzed a 1-5 per cent. soln. of a mixture of sodium chlorate (95 parts) 
and sodium dichromate (5 parts) for lead chromate. 

As pointed out by E. E. Free, by using very dil. soln. of lead nitrate and potas- . 
sium chromate—say M- to ,},M-soln.—yellow colloidal solutions are obtained 
which are stable for some days ; and, if glue be present, the soln. are stable for many 
months. J. Milbauer and K. Kohn also found that in the presence of acetic acid, 
or when boiled, the colloidal lead chromate is flocculated. F. W. O. de Coninck 
observed that when crystalline lead chromate is boiled for one-half to one hour 
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with a very conc. soln. of pure potassium nitrate and immediately filtered, the 
filtrate exhibits a well-marked red fluorescence and contains lead chromate. If, 
however, the filtrate after some moments is refiltered, the filter retains the lead 
chromate, and the second filtrate is colourless. Sodium nitrate behaves similarly, 
but much more slowly. It is thus inferred that the lead chromate is rendered 
colloidal by the nitrate soln. but that the colloidal form re-polymerizes very rapidly. 
W. Lenze obtained colloidal soln. by mixing 25 grms. of a 10 per cent. soln. of sodium 
protalbinate (or lysalbinate) with 15 grms. of a 20 per cent. soln. of lead acetate, 
and treating a soln. of the precipitate in soda-lye with a conc. soln. of potassium 
chromate, and adding enough acetic acid to prevent precipitation. The soln. was 
dialyzed. It is greenish-yellow in reflected light, and brown, in transmitted light. 
J. N. Mukherjee and H. L. Ray studied the adsorption of salts by precipitated lead 
chromate. 

A. Drevermann obtained crystalline lead chromate by the very gradual diffusion 
of very dil. soln. of potassium chromate and lead nitrate into water. The solids 
were placed in separate cylinders, placed in a wide dish, and the dish filled with water 
above the tops of the cylinders. If air is present, some basic salt may be preci- 
pitated. L. Bourgeois said that besides the crystalline chromate some amorphous 
basic chromate may be precipitated. H. Vohl also obtained the crystals by allowing 
soln. of a lead salt and a chromate to diffuse into each other through a porous 
diaphragm. E. Hatschek studied the rhythmic precipitation of lead chromate. 
A small quantity of 0-5 per cent. soln. of potassium dichromate is introduced into 
a tube containing a one per cent. agar-agar jelly containing 0-1 per cent. of lead 
acetate. The diffusion of the soln. into the jelly is accompanied by the formation 
of a stratified system. Ifa second small quantity of dichromate is added when the 
first has completely disappeared, it is found that the diffusion of the newly-added 
dichromate gives rise to a second system of strata, in which the successive bands 
are much broader than those in the first system. The fact that two different 
systems can be obtained in the same jelly is considered to be irreconcilable with the 
supersaturation theory which has been advanced to account for the formation of 
these stratified systems. The subject was investigated by R. EH. Liesegang, 
E. R. Riegel and L. Widgoff, 8S. C. Bradford, EK. Hatschek, P. B. Ganguly, 
V. Moravek, A. C. Chatterji and N. R. Dhar, D. N. Ghosh, and K. Ando. 

The mineral crocoite occurs crystalline, and in imperfectly columnar or granular 
masses coloured various shades of bright hyacinth-red, or orange-red. The crystals 
are feebly pleochroic. The colour of the artificial crystals is also orange-red. When 
the crystals are finely powdered, the colour is yellow, like that of the precipitated 
cryptocrystalline or amorphous powder. Normal lead chromate, prepared by 
precipitation, is a clear yellow and its use as a pigment explains why so many 
investigations have been made on processes of manufacture with the object of 
increasing the purity and clarity of the colour of chrome-yellow—light, medium, 
and dark. Some of these terms are also applied to other chromate yellows, jaune 
de chrome, gallo di cromo, amarillo de cromo, or Chromgelb—light, medium, and dark. 
It also has the trade-names Paris yellow, King’s yellow, a term also applied to 
orpiment. The paler tints—lemon-chrome, and citron-chrome—are produced by 
mixing lead chromate with lead sulphate. By increasing the basicity of the 
chromate the colour is deepened, and reddened; so that an unbroken series of 
colours can be obtained varying from the pure yellow of the normal chromate to 
the deep orange-red of the basic salt—orange-chrome, chrome-red, which also has 
the trade-names chrome-cinnabar, chrome-garnet, chrome-ruby, Austrian red, Vienna 
red, Derby red, American Vermilion, rouge de Perse, etc. The variations of colour 
among different samples of the same compound may be greater than with different 
compounds. ‘The variation in colour may be due to differences in the basicity, 
hydration, average grain-size, etc.; and it is conditioned by the temp., and conc. 
of the soln., by the time occupied in the precipitation ; and by the nature of the 
soln. which in turn affects the salts adsorbed by the precipitated chromate. The 
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subject was discussed by J. Milbauer and K. Kohn, L. Bock, C. 0. Weber, 
K. Jablezynsky, J. W. Bain, F. Rose, G. Zerr, G. Zerr and G. Riibencamp, 
K. Guignet, J. G. Gentele, and J. Bersch. E. E. Free said that for clear yellow 
colours, the formation of basic salts must be avoided. The presence of a slight 
trace of alkali, or a higher,temp. than usual, may cause a darkening of the yellow 
colour. This darkening is produced by a number of unrecognized causes, but 
P. Grouvelle, and M. Dullo considered that in many cases the alteration of the 
colour is a visible sign that the normal chromate has undergone a partial change 
to the basic condition, produced by the presence of alkali. This is confirmed by 
the fact—observed by 8. M. Godon de St. Menin, L. N. Vauquelin, C. O. Weber, and 
H. W. Hofmann—that the presence of small amounts of free acid in the soln. 
lessens the tendency for the colour to turn. C. O. Weber also noticed that an excess 
of chromate in the precipitating soln. favours the tendency of the colour to change, 
while an excess of lead salt acts in the converse way ; but M. Dullo does not agree 
with this statement. E. EH. Free suggested that in some cases the darkening of the 
colour may be due to the growth of the fine granules into coarser grains. The 
darkening of the colour may render the chrome-yellow quite useless for a pigment. 

H. HK. Free showed that the difference in the colour of the yellow colour of the 


powder and the orange colour of the crystals is due to differences in the grain-size. 


The largest crystals are obtained with hot dil. soln. The size of the precipitated 
crystals increases continuously with decrease in conc. The colours of the precipi- 
tates obtained from the most conc. and the most dil. soln. are lighter than is the 
case with precipitates from soln. of 

intermediate conc. The curve shows AERO DR 9 eee G H 


a maximum depth of colour at mode- ae 

rate conc. So that size of grain alone § HEL 

does not suffer to explain the results. S| | 
It is assumed that the basicity as Nae 

well as grain-size were concerned in ‘~ Cee oe 

the effects obtained. A. Habich, ~ ? 2 SA gs aes ee 
T. Gobel, and J. Bersch showed that - tne oles ae ee 
the larger crystals of the basic chro- Fia. 58.—The Spectrum of Light Reflected 


mates correspond with the deeper ahead CRromiaAte: 

and redder shades of colour; and 

W. H. Fuss stated that chrome-red, when ground, acquires a yellow tinge. 
B. Redlich said that chromates prepared by the action of chromate soln. on 
lead hydroxide are redder when the hydroxide is crystalline. EH. L. Nichols and 
B. W. Snow showed that the reflection spectrum of pigments is produced by light 
reflected from the surface, and by light reflected from the interior faces. That 
reflected from the surface is white ; and that reflected from the interior determines 
the colour of the pigment. The internally reflected light is that light which has 
entered at least one of the crystals and been reflected from the posterior surface of 
that crystal or from the surface of some other crystal situated more deeply within 
the mass. E. EH. Free continued: with a more finely powdered pigment, there will 


_ be obviously more surface per unit of mass, and the first of these interior faces will 


be on the average nearer the external surface of the layer, that is, the layer of 


~ coloured material through which the internally reflected ray must pass, is less in 


the finely powdered material. It must therefore happen that the selective absorp- 
tion which takes place in this ray will be relatively weaker, or in common phrase 
the “ colour ” imparted to the ray will be less marked. Crystalline lead chromate, 
however, changes from a reddish-orange to a clear yellow when powdered ; so that 
there appears to be not only a weakening of the colour, but an actual change from 
red or orange into yellow. EH. L. Nichols found that when light is reflected from 
a thin plate of lead chromate, the blue and violet, most of the green, and a con- 
siderable fraction of the yellow are absorbed, but the red is allowed to pass in 
greater degree and in increasing proportion with increasing wave-length. This is 
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shown by Fig. 58, where the abscisse represent wave-lengths, and the ordinates of 
the intensities of the reflected light in terms of uniform white light. The green 
component of the light which reaches the eye is masked by the larger proportion 
of red, and the apparent colour is a shade of yellow or orange tinged with red. By 
increasing the thickness of the plate, the area representing the absorbed light 
extends towards the left, thus concentrating the red and reducing the yellow. 
Conversely when the thickness of the plate is decreased, the green progressively 
weakens the red and makes the yellow more prominent in the transmitted 
light. As the transmitted light extends into the blue, a further decrease in 
the thickness of the plate, the blue tends to neutralize the yellow, as the 
green neutralizes the red, and the yellow becomes paler and paler, until in the 
limiting case the colour appears white. L. Godard studied the effect of radiant 
heat rays by chrome-yellow. Lead chromate belongs to the class of substances 
which W. Ackroyd called metachromatic because they change their colour on 
heating. The colour was shown by R. F. Marchand, L. Bourgeois, and KE. J. Houston 
and E. Thomson to change from yellow to orange to red, and in this respect, it 
behaves like the majority of other substances observed by C. F. Schénbein, and 
K. J. Houston and E. Thomson, in that the maximum intensity, with rise of temp., 
moves towards the red. The basic chromates also become a deeper red when 
heated. Conversely, as the yellow chromate is cooled to —30° to —40°, it becomes 
yellowish-green ; and M. Bamberger and R. Grengg said that both the natural 
and artificial crystals are decolorized at —190°. 

The crystals of crocoite are monoclinic prisms; and, according to H. Dauber, 
the axial ratios are a:b: c=0-9603 : 1 : 0-9159, and B=102° 27’; EH. F. Chirva 
gave a: b: c=0-960293 : 1 : 0-91305, and B=77° 32’ 55". The crystals are usually 
prismatic, but the habit varies so that the crystals sometimes resemble acute 
rhombohedra. The faces are usually smooth and brilliant; the (110) face may 
be vertically striated. The (110)-cleavage is distinct ; but the (001)- and (100)- 
cleavages are not so well defined. The crystals were also examined by N. von 
Kokscharoff, and F. Hessenberg. A. de Schulten, A. Drevermann, and L. Bourgeois 
also showed that the artificial crystals are monoclinic prisms. .B. Gossner and 
F. Mussgnug showed that the X-radiograms correspond with a=6-82 A., b=7-48 A., 
e=7-16 A., and B=102°,.33'5.0r a:b: c=0-912;7 : 0-951 4) The wolsoteunmecs! 
is 3856-51024 c.c. G. Tammann and Q. A. Mansuri found that the recrystal- 
lization of the powder with granules less than 0-3 mm. begins between 237° and 248°. 
The optical character is positive ; and the optic axial angle 2V=54°. In accord 
with the dimorphism of lead sulphate, discussed by W. Grahmann, P. Groth and 
K. Haushofer said that lead chromate is probably dimorphous furnishing monoclinic 
and rhombic crystals. C. Liideking obtained artificially what he regarded as 
rhombic crystals—vide supra. According to F. M. Jager and H. C. Germs, lead 
chromate is trimorphic. The monoclinic or a-form is stable below 707° ; the 8-form 
is stable between 707° and 783°; and the y-form between!783° and the m.p. 920°— 
Fig. 62. The transition a-PbCrO,=6-PbCrOg, at 707°, is attended by a small thermal 
change, while the transition B-PbCrOy=y-PbCrO,, at 783°, involves a greater 
thermal change. Some varieties of crocoite showed only one transition temp. at 792°. ~ 

C. H. D. Bédeker gave 5-951-6-004 for the specific gravity of lead chromate ; 
L. Playfair and J. P. Joule, 5-653; and P. Niggli, 6-123. H. G. F. Schroder gave 
5-965 for the sp. gr. of crocoite ; and for the artificial crystals, N. 8. Manross 
gave 6-118; A. de Schulten, 6-123 at 15°; L. Bourgeois, 6-29; J. Milbauer and 
K. Kohn gave 5-44 for that of the amorphous precipitate. B. Gossner and 
F. Mussgnug calculated 6-00 for the sp. gr. The hardness of crocoite is 2-5 to 
3-0. P. W. Bridgman found the linear compressibility at 30°, in the direction 
C of the monoclinic crystals, to be 61/l9>=0-0¢4978p-0-0,;378p2, and at 75°, 
61 /l9>=0-0g5102p—0-0, 4222 for press. p ranging up to 12,000 kerms. per sq. cm. 
H. Kopp gave 0-0900 for the specific heat between 19° and 50°; and 29-0 for the 
mol. ht. T. M. Lowry and L. P. McHatton observed that the fineness of the 
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powder produced by the decrepitation of crocoite depends on the proportion of 
included water which the mineral contains. R.F. Marchand said that lead chromate 
fuses at a red-heat and, on cooling, solidifies to a dark brown mass which forms a 
brownish-yellow powder ; but if the molten chromate be poured into cold water, it 
forms a red mass which yields a red powder. F. M. Jager and H. C. Germs found 
that the melting point of lead chromate is 844°—and fusion is attended by a little 
decomposition ; while crocoite melts at 835° to 839°. R. F. Marchand said that 
when heated above its m.p., it gives off about 4 per cent. of oxygen forming lead 
dichromate and chromic oxide. The amount of oxygen evolved is only a fractional 
part of that which would be evolved if the decomposition were complete. 
R. F. Marchand represented the reaction: 4PbCrO0,—2Pb,0(CrO,)+Cr,03+30 ; 
C. Schubert, and W. Hempel and C. Schubert found that the evolution of gas 
begins at about 600°, and he observed rather more oxygen is given off up to 1150° 
than is required by this equation. If re-heated in oxygen gas, the chromate is not 
reformed ; but if a mixture of chromic oxide and lead oxide be heated in oxygen, 
14-9 parts of oxygen are taken up for 100 parts of chromic oxide. W. Hempel and 
C. Schubert found that dissociation begins at about 600°, and is completed at 
1150°. R. Lorenz and W. Herz studied some relations between the b.p. and the 
critical temp. H. C. Sorby gave 2-730 for the index of refraction of crocoite ; 
C. Barwald gave 2-203 and 2-667 for red-light, and 2-437 and 2-933 for green-light ; 
while A. des Cloizeaux gave 2-42 for yellow-light. A. de Gramont examined the 
spark spectrum of crocoite. G. H. Hurst found that chrome-yellow reflects a 
large proportion of the yellow and green rays, with a small quantity of orange and 
blue rays, Fig. 59. G. I. Pokrowsky studied the polarization of light by finely 


divided lead chromate suspended in water. W. W. Coblentz gave for the diffuse 
reflecting power : 


d Sen a eat 0-60. 4-4, 8-8u 24-0 
Emission . 61-2 70-2 41-2 4-74 7:4 


T. W. Case said that the electrical resistance of crocoite exceeds one megohm, and 


is not affected by light. The sp. electrical conductivity of a sat. soln. at 18° was 
found by F. Kohlrausch to be of 


the order 0-1 x10~6 mhos. According Me Ue G H 


to J. Rosenthal, the electrical con- 8 ss 
ductivity of the compressed powder & Hi 
S 9. 


Increases with temp., being 0-110 ‘S$ 
mho at 208°, and 0-385 mho at 331°. <°7 
The precipitated powder is a better 7? 
conductor than that obtained by eS ies 
grinding the fused chromate. R. Labes 
studied. the electrical charges on the Fria. 59.—Reflection Spectrum of Chrome- 
surface of lead chromate in soln. of yellow. 

electrolytes. 

H. Rutherford and F. Soddy observed that red-hot lead chromate has no action on 
radium or thorium emanation. R. F. Marchand observed that when lead chromate 
is heated in hydrogen, water is formed and the mass becomes incandescent before 
the temp. of the vessel had attained a red-heat. The reaction is symbolized 
2PbCr0O,+5H,—5H,0+Cr,03+2Pb. H. Mennicke found that hydrogen in statu 
nascendi—from. hydrochloric acid and zinc in the presence of platinum—reduces 
lead chromate quickly and completely. J. Milbauer and K. Kohn said that when 
the yellow chromate is warmed with water it becomes red, but on cooling the yellow 
colour is restored; and A. J. Cox found that at 25°, the chromate is hydrolyzed 
so that the water contains about 0-02 millimol of chromic acid per litre. 
J. F. G. Hicks and W. A. Craig studied the progressive hydrolysis of lead chromate 
by water at 100° at ordinary press., and in sealed tubes; and found that the 
reaction is complete in about 3 hrs. A basic lead chromate is formed. The older 
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chemists thought that lead chromate is insoluble in water, but A. Drevermann 
found that 1000 parts of water dissolve 0-02 part of salt; and P. Harting said that 
lead nitrate is precipitated as chromate when one part is present in 70,000 parts 
of water. G. von Hevesy and F. Paneth gave for the solubility 1-210 grm. 
per litre at 25°; G. von Hevesy and E. Rona gave 210~7 mol per litre at 20° ; 
F. Kohlrausch and F. Rose, 0-0002 grm. per litre at 18°; F. Kohlrausch, 0-0001 
erm. per litre at 18°; K. Beck and P: Stegmiiller, 31077 mol per litre at 25°.. 
F. Auerbach and H. Pick gave for the solubility product, [Pb’’][CrO4’"]=2 x 10714 
at 18°; and [Pb’’}?{CrO,""[OH’?=6 x 10-35. P. Schiitzenberger observed that 
when heated in a porous crucible over a gas-flame, lead chromate adsorbs moisture 
which is expelled only at a red heat. K. B. Lehmann observed that conductivity 
water dissolves more than distilled water. According to L. N. Vauquelin, lead 
chromate dissolves completely in a soln. of potassium hydroxide ; and F. Wohler 
and J. von Liebig added that the soln., sat. while hot, deposits after a few days 
yellowish-red laminze of a basic salt. A. Drevermann also said that a soln. of 
potassium hydroxide makes the crystals opaque, and darker, and they are then 
slowly dissolved. M. Lachaud and C. Lepierre found that a litre of 2N-KOH 
dissolves 11-9 grms. of lead chromate at 16°; 16-2 grms. at 60°; 26-1 grms. at 
80°; and 38-5 grms. at 102°, forming K,Pb(CrO,4)o. Cone. potash-lye—say 45 per 
cent. KOH, sp. gr. 1-47—forms oxychro- 
C, 2NaCr0, mate, or lead monoxide; but 2V-KOH 
: forms only the oxychromate. Molten po- 
tassium hydroxide forms crystals of the 
oxychromate—vide infra, basic salts. 
R. Eberhard observed that the salt is 
soluble in an alcoholic soln. of potassium 
hydroxide. According to F. Brandenburg, 
when lead chromate is boiled with a soln. 
of potassium carbonate, a basic oxy- 
chromate is formed, and then lead car- 
bonate ; the liquid takes up much chromic 
y, a J \/\g and lead oxides, and when treated with 
NaHCd, 2 -  ba,Co, eee gee lead ae 18 ee 
é Ve tated. e observations of H. Golblum 
BT rete Ho On te dion Catbinets and Go Stofiellacomtherequilibrium EbOHO 
Solutions at 18°. +Na,CO,=PbCO3+Na.CrO, have been 
summarized in Fig. 60. K. B. Lehmann 
found that a dil. soln. of sodium carbonate readily dissolves lead chromate and a 
state of equilibrium is inaugurated with the oxychromate: 2PbCr0,+2Na,.CO; 
-+H,0=PbO.PbCr0,+2NaHCO3+Na,CrO,. With increasing dilution and rise 
in temp. the equilibrium is displaced towards the right-hand side of the above 
equation. When the equilibrium is approached from the side of the basic lead 
chromate, exactly the same results are not obtained as from the side of the normal 
lead chromate. The reversible reaction expressed by the equation: PbCrO, 
+Na,CO3;=PbCr03-+NagCrO,, only takes place in the presence of considerable 
quantities of hydrocarbonate in soln., otherwise basic lead chromate is formed. 
For soln. with the total sodium conc. from 0-05N- to 0-1N-Na,COs3, at 18°, the 
equilibrium constant, for the reaction 2PbCr0,+2C0,”+H,0=PbO.PbCr0, 
+CrO,+2HCO3’ is [CrO4’’][HCOg’]2/[CO3’’]2=0-057—0Q’, Fig. 60; for 2PbCO, 
+CrO,” +H,0=2HCO;’+PbO.PbCrO,, it is [HCO,’]2/[CrO,’"]=1-95—Q’ B, Fig. 60 ; 
and for PbCrO,+CO3"=Cr0,”+PbCOs, it is [CrO,’’]/[COs’"]=0-2—AQ’, Fig. 60; 
and if carbonic acid be present, [HCOs3][CrO4’]/[ HCO3]2—=4 x 10-5. Lead chromate 
enters into reversible reaction with a soln. of sodium hydrocarbonate according to 
the equation: PbCrO,+2NaHCO,->PbCO3+Na,Cr0,+CO,+H,0 ; equilibrium 
is attained at a much lower press. of carbon dioxide than is the case with lead 
sulphate. The equilibrium conditions for the ternary system: Na,gCO;-NaHCO;- 
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Na CrO, in the presence of lead chromate, oxychromate and carbonate, are shown in 
Fig. 60. The region where lead carbonate is stable is very small, and the trans- 
formation PbCrO,+Na,CO3=PbCO3,+Na,CrO, occurs only in the presence of 
hydrocarbonate. The regions of stability of the two lead chromates are very 
wide. 

H. Moissan observed that hydrogen chloride decomposes lead chromate forming 
red fumes of chromyl chloride; and H. Schwarz, that hot hydrochloric acid dis- 
solves the chromate with the formation of chlorine, lead chloride, and chromic 
chloride. M. Gréger said that hot, dil. hydrochloric acid decomposes the chromate 
completely forming lead chloride which, if not filtered off, and water be added, 
re-forms lead chromate. K. Beck and P. Stegmiiller found the solubility, S 
millimols per litre, to be : 


HCl i A GOokN- 0-2N- 0-:3.NV- 0-4N- 0-5N- 0-6N- 


ey ¢. . 0-186 0:393 0-654 1-07 1-56 2°25 
Rope op gee seed Zou 0-485 0-839 1-32 4:06 2°95 
7 Ree - 0°337 0:744 1-31 2-10 3°28 4°69 


so that, as indicated by K. B. Lehmann, the solvent action is greater, the more 
conc. the acid. A conc. soln. of sodium chloride dissolves traces of the chromate ; 
and M. Lachaud and C. Lepierre stated that molten sodium chloride converts the 
chromate into basic chromates. J. F.G. Hicks, and J. F. G. Hicks and W. A. Craig 
found that reactions in fused salts can be brought about to yield products analogous 
to those obtained with the same initial substances in aq. soln., the chief difference 
being the slowness of the reactions in the fused medium at 870°. The reaction 
with fused sodium chloride represents a true state of equilibrium. A basic chromate 
is the main product of the reaction. J. Milbauer and K. Kohn found that lead 
chromate reacts quantitatively with potassium iodide: CrO,’’+-8H’+3I’=Cr” 
+4H,0+3I. M.le Blanc and E. Bindschedler found lead chromate to be insoluble 
in contact with a 1-5 per cent. soln. of sodium chlorate for 4 hrs. at room temp. 
H. H. Willard and J. Kassner found that the solubility of lead chromate in per- 
chloric acid, S grm. per 100 c.c. at 25°, is : 


Of-HOIO, ..«-0-1 0:5 1-0 2-0 3°0 4-0 5:0 
S . 00-0041 0-0120 0-0140 0-0199 0-0211 0-0213 0-0191 


The solubility is reduced if lead perchlorate or sodium dichromate be present. 

J. B. Senderens said that the chromate is not altered when boiled for a week with 
water and sulphur. ‘The presence of free sulphur, or sulphides, gradually darkens 
chrome-yellow owing to the formation of lead sulphide. E. F. Anthon heated in a 
glass tube a mixture of lead chromate with one-eighth of its weight of sulphur, and 
found that the product takes fire with incandescence. on exposure to air, forming 


sulphur dioxide, and chromic and lead oxides. H. Moissan and P. Lebeau said that 


sulphur hexafiuoride is not decomposed by molten lead chromate. Hot sulphuric 
acid decomposes lead chromate, forming lead sulphate, and H. Schwarz found that 
for complete decomposition an excess of 4 to 5 mols of sulphuric acid is necessary ; 
M. Gréger found that the decomposition with boiling dil. sulphuric acid is incom- 
plete ; the cold conc. acid acts slowly while the hot acid acts quickly, forming 
chromic acid. J. Milbauer and K. Kohn’s observations on the reaction with 
potassium sulphate soln. are summarized in Fig. 55. G. Chancel said that lead 
chromate is insoluble in a soln. of sodium thiosulphate. 

H. C. Franklin and C. A. Kraus found that lead chromate is insoluble in liquid 
ammonia ; and W. HE. Garrigues that it is insoluble in aq. ammonia. C. L. Parsons 
found that lead chromate favours the oxidation of ammonia by air. R. H. Brett 
said that the salt is insoluble in a soln. of ammonium chloride. A. Drevermann, 
J. von Liebig, and A. Baumann observed that lead chromate is insoluble in nitric 
acid. H. Duvillier stated that boiling conc. nitric acid dissolves 98-79 per cent. 
CrOz and only 1-21 per cent. PbO, while the remaining lead separates as lead 
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nitrate. When water is added to the mixture, lead chromate is reformed. K. Beck 
and P. Stegmiiller gave for the solubility S millimols Pb per litre, at 18°, 


HNO, : > 20°LN-= 0-2N- 0-3N- 0-4N- 0-5 N- 0-6N- 
Sted 0-129 0-227 0-312 0-401 0-488 0-598 


H. H. Willard and J. L. Kassner found the solubility of lead chromate, 2 orm. per 
100 c.c. at 25°, in nitric acid, to be : 


M-HNO, 0-5 1-0 2-0 0 
Sean 1 


0-1 3 ‘0 5-0 
0:0063 0-0177 0:0385 0:0889 0- 2 


4 
701 0-2812 0-4367 


The solubility is reduced if lead nitrate, or sodium dichromate be present. C. Marie 
said that 0-5 grm. of lead chromate dissolves in a mixture of nitric acid with 
2 germs. of ammonium nitrate. F. Wohler and J. von Liebig found that molten 
potassium nitrate converts lead chromate into the oxychromate; and M. Lachaud 
and C. Lepierre observed the formation of the complex salts K,Pb(CrO,)e 

and 2PbO.K,Pb(CrO,),. Similarly also with sodium and lithium nitrates. 

J. F. G. Hicks, and J. F. G. Hicks and W. A. Craig studied the reaction with an 
equimolar mixture of fused sodium and potassium nitrates at various temp. up to 
230°. The reaction at different temp. represents states of equilibrium analogous 
to hydrolysis. The product of the reaction is a basic chromate. F. W. O. de 
Coninck studied the peptizing action of a boiling soln. of potassium nitrate on lead 
chromate—vide supra. K. Jellinek and H. Ens found that 3 drops of a one per 
cent. soln. of silver nitrate are coloured reddish-brown owing to the formation of 
silver chromate. 

H. Moser observed that when heated with carbon, lead chromate is reduced 
to lead and chromic oxide. EK. Berger and L. Delmas found that the combustion 
of carbon in air is facilitated by the presence of lead chromate. M. Tarugi found 
that at 400°, caleium carbide reduces the chromate to a calcium lead alloy and 
chromium. A. Kutzelnigg observed that lead chromate exerted an oxidizing action 
on a soln. of potassium ferrocyanide ; and J. R. Campbell and T. Gray, that the 
salt exerts an oxidizing action on methane and ethylene. K.B. Lehmann found that 
conc. acetic acid dissolves very little lead chromate ; and A. Baumann, that acetic 
acid dissolves no chromate. Lead chromate is almost insoluble in a soln. of 
ammonium acetate ; and, according to I. M. Kolthoff, in a soln. of sodium acetate. 
H. C. Bolton found that a boiling conc. soln. of citric acid decomposes crocoite. 
J. Spiller said that lead chromate is not precipitated in the presence of alkali 
citrates ; and A. Naumann, that it is insoluble in acetone. J. B. Charcot and 
P. Yvon said that saliva dissolves perceptible amounts of lead chromate. L. Vignon 
stated that fabrics are usually dyed with lead chromate by passing the material 
through the aq. soln. of a soluble lead salt and then through a soln. of potassium or 
sodium chromate. Dyeing also occurs if the material is agitated in a suspension 
of precipitated lead chromate in water; equally good results are obtained with 
silk, wool, or cotton. The lead chromate does not combine chemically with the 
material dyed. Dyeing also takes place if the lead chromate is suspended in 
alcohol or benzene, but the resulting colours are not so deep as those obtained 
when water is the medium of suspension. The reaction was studied by M. A. Iljinsky 
and V. V. Kozloff. 

P. Jannasch observed that natural silicates are decomposed when heated 
strongly with lead chromate. L. Kahlenberg and W. J. Trautmann found that when 
mixed with silicon and heated by a bunsen burner a sudden reaction occurs with the 
evolution of heat and light. There is a strong reaction at a “cherry” red-heat 
and when heated in the electric arc. KE. Lay found that silicon hydrotrinitride 
reduces lead chromate at a high temp. M. Lachaud and C. Lepierre found that 
a soln. of chromic acid causes amorphous lead chromate to crystallize, or, according 
to K. Preis and B. Rayman, to be transformed into lead dichromate ; but, according 
to W. Autenrieth, a hot, conc. soln. of chromic acid does not dissolve the chromate. 
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J. Coneybeare said that lead chromate dissolves sparingly in water containing 
potassium chromate. F. Paneth and co-workers, G. M. Schwab and E. Pietsch, and 
A. Hisner studied the adsorption of radioactive substances by crystals of lead 
chromate. J.N. Mukherjee and H. L. Ray found that a precipitate of lead chromate 
in contact with various salts becomes negatively charged in contact with water, 
this being due, probably, to the adsorption of chromate ions or, alternatively, to 
the adsorption of hydroxyl ions from the water. The velocity of electrical-osmosis 
shows that when the lead chromate is in contact with soln. of potassium chromate, 
iodate, nitrate, iodide, sulphate, and chloride, 

lead nitrate, barium chloride, and calcium = 79° —— 770? 
chloride of conc. varying between 0-000067N aaa ‘a Bae a 
and 0-004N, the order of adsorbability of the ae 
cations is Pb’ >Ba’>Ca’>K’, whilst with a 
constant cation, K’, the order of adsorption of 
the anions is that given above. The constituent 


ions of a precipitate are very strongly adsorbed 864 
by it, those of lead being so largely adsorbed as 

to reverse the charge at a conc. of 0-00005N. eke 

These observations cannot be explained on the 7° Yor | |: 

type of adsorption assumed by F. Paneth; and PRIA RTS) Verba, 11 205° 100 


the suggestion of K. Fajans and K. von Becke- CLELLE fale Re, 
rath that there is a parallelism between the Fic. er aeerspn neta Biss a Eee of 
intensity of adsorption of the anion and the 
solubility of the salt of the adsorbed ion with Sarg tp 
opposite sign in the precipitate is not tenable, since the nitrate is more strongly 
adsorbed than the iodide or sulphate, whereas the order of increasing solubility 
of the lead salts is Cr0,’’<10,'<I’<S0,”<Cl’<NO,’. F. M. Jager and 
H. C. Germs studied the binary system: lead sulphate—and lead chromate, and 
obtained the diagram, Fig. 61, which is largely conjectural because of the decom- 
position at the higher temp. There is a gap in the solid soln. between 30 and 40 
per cent. PbCrO,. The mixed crystals have transition points at 934°, 874°, and 
748°. 

A number of basic lead chromates has been reported. OC. Liickow, and 
J. J. W. Watson and T. Slater obtained basic salts by the electrolysis of a soln. of 
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Fic. 62.—Freezing-point Curves of the Fic. 63.—Equilibrium Diagram of the Ternary 
Binary System: PbhO-PbCrQ,. System: PbO-CrO,—-H,O at 25°. 


sodium chlorate and chromate with lead electrodes ; S. Ganelin, by the action of 
potassium chromate and magnesia on lead sulphate; A. C. Becquerel, by the 
action of a zinc plate and water on lead chromate ; EK. Toelle and M. von Hofe, and 
J. Kronen, by the action of a paste of lead chromate on lead oxide ; H. N. Holmes, 
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by the action of potassium chromate on soln. of lead salts; and A. Prinvault 
observed transient violet compounds of apparently high basicity. The equilibrium 
conditions of fused mixtures of lead oxide and chromate were studied by H. C. Germs, 
F. M. Jager and H. C. Germs, J. F. G. Hicks. The f.p. curve of the binary system 
by F. M. Jager and H. C. Germs is shown in Fig. 62. The compound Pb;CrOg, or 
Pb, )Cr201¢, has no real m.p. and is stable only below 815°. ‘The eutectic between 
PbCrO, and Pb.CrO; occurs at 820°, but this part of the diagram could not be 
accurately explored because of decomposition. The other basic salt was Pb7Cr20j3. 
J. F. G. Hicks obtained Pb,CrO;, as well as PbyCrO,; PbsCrOg; and PbsgCro0g 
on his f.p. curve; but the results were obtained by a cruder method. The com- 
pounds obtained by the f.p. process, are not necessarily the same as those obtained 
by wet processes. The results of A. J. Cox’s examination of the ternary system : 
PbO-CrO,—H,0 at 25°, are summarized in Fig. 63. Here, the basic salts PbsCrO, 
and PbCrO; were obtained—vide supra, mercury chromates. 

F. M. Jager and H. C. Germs observed that lead tetroxychromate, 5PbO.CrOs ; 
4PbO.PbCrO,; PbsCrOg; or Pb )Cr.O4¢, is formed from mixtures of lead chromate 
with 82-5 to 89 molar per cent. of lead oxide, Fig. 62. The compound is stable 
below 815°. It decomposes with the evolution of oxygen above its m.p.; and at 
a temp. exceeding 615°, it decomposes into a liquid and solid f6-Pb7CrgQ43. 
J. F. G. Hicks obtained lead trioxychromate, 4PbO.CrO3; 3PbO.PbCrO,; or 
Pb,CrO,, from a molten mixture of lead oxide and chromate, but F. M. Jager and 
H. C. Germs did not find it—Fig. 62. D. Stromholm added the calculated amount 
of 0-1N-K,CrO, to lead hydroxide, and as soon as equilibrium was established ; 
there remained an ochre-yellow mass of small needles of the monohydrate of lead 
trioxychromates, Pb,CrO,7.H,O0. EF. M. Jager and H. C. Germs observed the 
formation of lead pentoxybischromate, 7PbO.2CrO3,; 5PbO.2PbCrO,; or Pb7Cr.043, 
by melting lead chromate with 68 to 82-5 molar per cent. of lead oxide, Fig. 62. 
It melts at 854° with feeble dissociation. At 774°, there is a reversible transfor- 
mation with a small thermal change. It forms with lead oxychromate a eutectic 
at 841° and 68 molar per cent. PbO. They consider that the mineral melanochroite 
from Beresowsk, Urals, is probably this compound—wvide infra. At 830°, this 
melanochroite decomposes with the separation of lead. J. F. G. Hicks reported 
lead dioxychromate, 3PbO.CrO,; 2PbO.PbCrO,; or PbsCrOg, to be formed 
from fused mixtures of lead oxide and chromate, but F. M. Jager and H. C. Germs 
did not find it. On the other hand, A. J. Cox observed its formation under the 
conditions indicated in Fig. 63. This salt can be regarded as a derivative of the 
hypothetical orthochromuc acid, HgCrOg ; just as PbO.PbCrO, can be regarded as a 
derivative of parachromic acid, H,CrOs. 


0 0 
>Pb >Pb 
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PbCrO, PbO.PbCrO, 2PbO.PbCr0, 


J. F. G. Hicks, however, does not favour this hypothesis, since it does not explain 
the constitution of 83PbO.PbCrO,. 

P. L. Dulong prepared lead oxychromate, 2PbO.CrO3; PbO.PbCrO,; or 
Pb.CrO;, by boiling lead oxide or carbonate with an aq. soln. of potassium chromate. 
M. Rosenfeld, F. Auerbach and H. Pick, T. Gobel, and J. G. Gentele employed 
modifications of this process—cf. Figs. 62, and 63. L.N. Vauquelin, and M. Faraday 
exposed to the air a dil. soln. of lead nitrate and potassium chromate in dil. potash- 
lye, and obtained small crystals which was thought were the normal chromate, but 
which were shown by F. Wohler and J. von Liebig to be the oxychromate. 
- C. Reichard obtained the oxychromate by the action of potassium chromate on a 
soln. of lead sulphate in an aq. soln. of ammonium tartrate; R. Weinland and 
F. Paul, by the action of potassium chromate on a hot soln. of potassium hydroxy- 
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chlorate ; and A. A. Hayes, by the slow action of carbon dioxide on a soln. of lead 
oxide and potassium chromate in potash-lye. As the soln. becomes sat. with 
carbon dioxide, orange-yellow needles of lead oxychromate are formed. F. M. Jager 
and H. ©. Germs observed that this compound is formed by the fusion of mixtures 
of lead chromate with 15 to 68 molar per cent. PbO—Fig. 62. J. F. G. Hicks 
obtained it in a similar manner; and R. F. Marchand, by heating the neutral 
chromate to redness for some time, A. A. Hayes, J. F. G. Hicks, W. EH. Fuss, 
J. F.G. Hicks and W. A. Craig, F. Wohler and J. von Liebig, M. Groger, L. Bourgeois, 
and M. Lachaud and C. Lepierre obtained it by fusing lead chromate with an alkali 
nitrate, and leaching out the soluble salt with water. M. Lachaud and C. Lepierre, 
and J. F. G. Hicks and W. A. Craig, by fusing a mixture of lead oxide and chromate, 
and sodium chloride. Lead oxychromate is also a product of the hydrolysis of the 
normal chromate with water or, according to EK. F. Anthon, P. Grouvelle, 
J. F. G. Hicks, C. O. Weber, A. Habich, M. Lachaud and C. Lepierre, with dil. 
alkali-lye; or, according to F. Auerbach and H. Pick, with 0-1N-Na COs. 
P. L. Dulong, and EH. Guignet obtained the same basic salt by boiling lead chromate 
and carbonate with water; M. Rosenfeld, T. Gobel, P. Grouvelle, and J. Badams, 
by boiling lead chromate and oxide with water; and J. J. Berzelius, by boiling 
lead oxide with potassium chromate and water. R. Weinland and R. Stroh 
prepared the basic chromate lead dihydroxychromate, [Pb(OH),|CrO,, by double 
decomposition with lead perchlorate and a soluble chromate. The equilibrium 
conditions were studied by A. J. Cox—Fig. 63. Analyses were reported by 
D. Strémholm, M. Groéger, J. F. G. Hicks, M. Lachaud and C. Lepierre, F. Auerbach 
and H. Pick, J. Badams, etc. The colour of this basic chromate varies from a deep 
fiery red, cochineal-red, scarlet-red, orange-red, vermilion, etc. Orange-chrome 
—vide supra—is mainly this compound. It may be formed as an amorphous, 
or eruptic crystalline powder ; and the crystals were described by M. Lachaud and 
C. Lepierre as prismatic needles, which, according to L. Bourgeois, are isomorphous 
with lanarkite. F. M. Jager and H. C. Germs said that it furnishes no polymorphic 
transformation, and that it melts at 920°. The eutectic with lead chromate is at 
820° with about 15 molar per cent. of lead oxide. M. Lachaud and C. Lepierre 
said that it is insoluble in'water; and F. Auerbach and H. Pick gave 6x 10735 
for the solubility product at 18°. M. Lachaud and C. Lepierre found that a litre 
of 2N-KOH at 15° dissolves 10-1 grms.; at 60°,13-5 grms.; at 80°, 21-9 grms. ; 
and at 102°, 32-1 grms. Dil. acids transform it into lead chromate. Observations 
on the action of sodium hydrocarbonate soln., by F. Auerbach and H. Pick, are 
summarized in Fig. 56. J. Badams said that acetic acid extracts half the contained 


lead oxide. 


R. Hermann reported the occurrence of a basic lead chromate in the limestone of 
Beresowsk, Urals, and he called it melanochroite—from péAas, black; and ypda, 
colour—but since the colour of the mineral is red, not black, E. F. Glocker changed 
the name to phoenicochroite—from ¢gowikeos, deep-red; and ypda, colour—and 
this term was adopted by J. F. L. Hausmann, and J. D. Dana. W. Haidinger’s 
term phonicite is more portable, so to speak, but it is too much like phenacite for 
use. R. Hermann’s analysis corresponds with lead oxybischromate, 3PbO.2CrOs3, 
PbO.2PbCrO,4, or PbsCro09. W. E. Dawson gave 4PbO0.3CrO3 for a variety 
obtained from Pretoria, Transvaal. Analyses of the artificial chromate in agree- 
ment with this were reported by C. Liideking, R. Weinland and F. Paul, and 
M. Lachaud and C. Lepierre. A. Drevermann obtained it together with the normal 
chromate by the slow mixing by diffusion of soln. of potassium chromate and lead 
nitrate. R. Weinland and F. Paul obtained it by the action of sodium chromate 
soln. on a hot soln. of lead hydroxychlorate. A.C. Becquerel obtained it by elec- 
trolysis, through a connecting capillary tube, of soln. of potassium dichromate 
and plumbate; by the electrocapillary action of the same two soln. separated 
by a collodion or paper partition ; by the long continued action of a soln. of potas- 
sium chromate on chalk previously boiled with a conc. soln. of lead nitrate ; and 
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by the action for several years of a Pt-Pb-couple on a conc. soln. of chromic chloride 
and china clay. N.S. Manross, and M. Lachaud and C. Lepierre obtained it by 
heating at a red-heat a mixture of lead chromate and molten sodium chloride ; 
S. Meunier, by the action of a soln. of potassium dichromate on galena; and 
C. Liideking, by allowing a soln. of lead chromate in conc. potash-lye to stand 
for some months exposed to air. F. M. Jager and H. C. Germs observed no sign 
of this compound in their study of the system PbO-—PbCrO,; nor was A. J. Cox 
more successful in his study of the system: PbO-CrO,-H,O. J. F. G. Hicks, 
however, said that he obtained it from fused mixtures of lead oxide and chromate 
in a molten equimolar mixture of potassium and sodium nitrates. According to 
R. Hermann, melanochroite is coloured hyacinth-red or cochineal-red, and it 
becomes lemon-yellow on exposure to air. It occurs in massive, and also in tabular 
crystals thought to be rhombic. The sp. gr. is 3-0 to 3-5, and the hardness 5-75. 
A. Drevermann described it as forming rhombic plates coloured like potassium 
ferricyanide; A. C. Becquerel, as orange-red, doubly refracting needles; and 
N. S. Manross, as deep red, hexagonal prisms. M. Lachaud and C. Lepierre said 
that the red, rhombic crystals have a sp. gr. 5-81; A. Drevermann found that 
the salt does not dissolve as readily as the normal chromate in a soln. of potassium 
hydroxide. Conc. nitric acid changes it into chrome-yellow. 

M. Gréger reported ammonium lead chromate, (NH,).Pb(CrO,)2, by dropping 
50 c.c. of a cold, sat. soln. of ammonium chromate into 10 c.c. of a cone. soln. of 
lead acetate, and ailowing the voluminous, yellow, amorphous precipitate to stand 
for some weeks in contact with the mother-liquor. M. Lachaud and C. Lepierre 
obtained microscopic, hexagonal plates of lithium lead chromate, Li,Pb(CrO,)o, 
by heating freshly precipitated lead chromate with a very conc., neutral soln. of 
lithium chromate for 8 hrs. in a sealed tube at 140°; and by melting lead chromate 
with lithium nitrate when some lead oxychromate is formed at the same time. 
A basic salt could not be prepared. Normal sodium lead chromate, Na,Pb(CrO,)o, 
was obtained in a similar way. The yellow prisms or plates are soluble in water. 
By heating lead chromate, lead oxychromate and sodium chromate in molten 
sodium nitrate, orange, microscopic prisms of sodium lead dioxybischromate, 
2PbO.Na,Pb(CrO,)o, are produced. M. Barre obtained potassium lead chromate, 
K,Pb(CrO,)o, from soln. of potassium chromate and lead chromate ; L. Bourgeois, 
and M. Lachaud and C. Lepierre, obtained it by heating lead chromate, or a mixture 
of lead chromate and potassium chromate in molten potassium nitrate for 3 hrs. ; 
and M. Groger, by shaking 50 c.c. of an almost sat. soln. of potassium chromate 
with 10 c.c. of a conc. soln. of potassium.acetate—with lead nitrate some hydroxy- 
nitrate is formed as well. The yellow, hexagonal plates melt in a crucible over the 
bunsen flame. The salt is insoluble in water and in alcohol; and with dil. acids, 
lead chromate is formed. According to M. Barre, the salt is decomposed by water, 
potassium chromate passing into soln., but with the following proportions of potas- 
sium chromate in 100 parts of water, the salt is insoluble at the temp. indicated : 


10° 27-5° 37°5° 50° 70° 100° 
K. CrQ ies - 55. 000 8:077 7-629 7-150 6-145 4-940 


C. Immerwahr said that the electrode potential of lead against lead chromate 
suspended in 2M-K,CrO, is 0-536 volt. M. Gréger said that the monohydrate, 
K,Pb(CrO4)2.H.0, is formed by the action of lead chromate on potassium acetate 
soln., or of potassium chromate on lead acetate soln. M. Lachaud and C. Lepierre 
obtained potassium lead dioxychromate, 2PbO.K,Pb(CrO,), in orange prisms by 
the method used for the sodium salt. M. Lachaud and C. Lepierre also prepared 
barium, strontium, and calcium lead chromates by the method used for the alkali 
salts. For copper lead chromate, vide infra, vauquelinite. A. Breithaupt described 
a mineral from Berezoff, Urals, as occurring in orange-yellow crystals—possibly zine 
lead chromate. The mineral was called jossoite. Its sp. gr. is 5-2; and its 
hardness 3. 


; CHROMIUM 305 
S. H. C. Briggs 26 heated 3-5 grms. of antimony oxychloride, 28bOCI.Sb,0sz, 


with 6 grms. of chromic trioxide and 6 c.c. of water in a sealed tube for 4 hrs. at 
200°. The tube contained a straw-yellow sublimate, and an orange-yellow deposit 
in spherical, crystalline aggregates, insoluble in water, and slowly soluble in nitric 
acid—vide supra, antimony chromite. The composition approximated antimony 
tetrozybischromate, 38b02.2CrO3, or Sb3O,4(CrO,). Although normal bismuth 
chromate, Bi,(CrO,)3, has not been prepared, K. Preis 

and B. Rayman obtained what they regarded as S48 


potassium bismuth chromate, 4K.CrO,.Bi,(CrO,)s, S72 
by mixing a soln. of 2 mols of bismuth nitrate with  ‘S/”? 
a soln. of 9 mols of potassium chromate. The pre- SG? 
cipitate is non-crystalline. J. Milbauer obtained only ie 
a 6:3 per cent. conversion to chromate when a mix- es 
ture of bismuth oxide or carbonate and chromic S ie 
oxide was heated to 480° in oxygen at 12 atm. press. < a 
A number of basic salts has been reported, with Be 0 
Pov rOsn do Oe rls O03) 32e0ce 12:21:06: Ss 
Wee ioe Go-and. 3s 7:00 5, Ofsthese, ‘A..J) Cox SN 
recognized only the 1 : 2: 1-compound—the 1:4: 1- BN 
compound may be a_ basic dichromate. The Bld) ou, I< Bi(Crd),-nbr, 


5:11: 6-compound, reported by M. M. P. Muir to Solid phase 
be formed by the protracted boiling of the 1:4: 1- eee ; 
compound with dil. nitric acid, is considered by eee Sc obanieibirean 00 
A. J. Cox to be an impure 1:2: 1-compound; and Bi,O,-CrO,-H,0 at 25°. i 
a similar remark applies to the 3:7: 0-compound 

reported by M. M. P. Muir to be formed by heating the 1:4: 1-compound with 
conc. nitric acid. The other basic salts are supposed to be impure 1: 2:1 or 
1:4:1-compounds or mixtures of these. The results of A. J. Cox’s exami- 
nation of the ternary system: Bi,03-CrO3;-H,O at 25° are summarized in 
Fig, 64. If the soln. at 25° has a smaller conc. than 7-80 mols of CrOg per litre, 
the 1:4: 1-compound is hydrolyzed and it passes into the 1:2: 1-compound, 
which is stable even when the soln. is almost pure water. 8S. H. C. Briggs did not 
succeed in making a bismuth chromate—vide supra, bismuth chromite. 

W. Schmid reported the 3:1:0-compound or 3Bi,03.CrOs, which may be 
bismuthyl orthochromate, (BiO),CrO,. It is said to be formed by boiling bismuthy] 
hydroxide with a cone. soln. of potassium chromate. The heavy, pale orange 
powder is washed with boiling water. It can be heated to redness without decom- 
position. J. Lowe prepared the 3: 2:0-compound—possibly bismuthyl paradi- 
chromate, (BiO);==CrO—O-—CrO=(Bi0),—by pouring a soln. of bismuth nitrate, 
containing as little free nitric acid as possible, into an excess of a soln. of potassium 
chromate, and washing the product with hot water. W. Schmid obtained it by 
heating the 1:2: 1-compound with molten potassium nitrate, and leaching the 
soluble salts from the cold product with water; and M. M. P. Muir, by boiling the 
5:11:6- or the 3:7:0-compound with potash-lye. A. J. Cox regarded this 
product as a mixture of bismuth oxide and the 1:2: 1-compound. J. Lowe said. 
that the lemon-yellow, micro-crystalline powder contains only one per cent. of 
water when dried at 110°. It can be heated to redness without melting or without 
decomposition. It is insoluble in cold or hot water ; it is freely soluble in an excess 
of dil. hydrochloric or nitric acid, but if the acid be not in excess, the 1:2: 1- 
compound is formed. When boiled with dil. soda-lye, it forms a bright red basic 
salt. “‘ Bismuth chromate,” said A. Naumann, “is insoluble in acetone.”’ 

M. M. P. Muir reported the 1 : 1 : 0-compound, bismuthyl chromate, Bi,03.CrOs, 
or (BiO),CrO,, to be formed by treating a soln. of bismuth nitrate with an excess 
of potassium chromate or dichromate, and, after the addition of a few drops of nitric 
acid, boiling the mixture for a few hours until it is transformed into a red powder. 
The product is washed with hot water, and dried at 100°. It is also obtained by 
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boiling the 1 : 2: 1-compound with a soln. of potassium dichromate and hydroxide. 
The vermilion-coloured powder consists of microscopic needles. It does not 
decompose when heated in a crucible over the bunsen-flame, but when strongly 
heated it becomes dark brown ; it is insoluble in water, soluble in dil. hydrochloric 
acid, but not so soluble in dil. nitric or sulphuric acid. Boiling soda-lye converts 
part of it into the 3: 1: 0-compound, and part is dissolved. 

J. Lowe poured a nearly neutral soln. of bismuth nitrate mto an excess of a 
warm soln. of potassium dichromate and boiled the mixture for some time. The 
product, washed with water and dried at 140°, consisted of Bi,O3.2CrO3, or 
Bi,O3.2CrO3, that is, bismuthyl dichromate, (BiO),Cr.07, or bismuth hydroxy- 
chromate, Bi(OH)CrO,. M. M. P. Muir, W. Schmid, and K. Preis and B. Rayman 
also prepared this salt. R. W. Pearson obtained a product by a similar process, 
but regarded it as the 1:1:0-compound. F. Nolle also prepared a similar salt. 
A. J. Cox showed that this compound is produced by the hydrolysis of the 1 : 4 : 0- 
compound—Fig. 64. At 25°, the salt is stable in the presence of water containing 
not less than 0-00001 mol of chromic acid per litre. J. Lowe obtained it by the 
action of mineral acids on the 1:1: 0-compound ; W. Schmid, by boiling bismuthyl 
hydroxide with an excess of a soln. of chromic acid; and M. M. P. Muir, by the 
action of dil. nitric acid on the 1:4:1-compound. J. Lowe, W. Schmid, and 
A. J. Cox supposed the salt to be anhydrous; and M. M. P. Muir, hydrated. 
The anhydrous salt consists of minute, orange-yellow scales, which decompose 
at a red-heat; and are insoluble in hot or cold water, but soluble in dil. mineral 
acids. 

M. M. P. Muir prepared the 1:4:1 compound—bismuth hydroxydichromate, 
Bi,O3.4CrO3.H,O0, or else bismuthyl quaterochromate, BiO.O.CrO,.0.CrO,.0. 
CrO,.0.CrO2.0.BiO, without combined water—by boiling the 1:1: 0-compound 
with a little conc. nitric acid. A. J. Cox obtained it by the action of chromic 
acid on bismuth oxide provided the soln. contains at least 7-8 mols of CrOs per litre 
at 25°—Fig. 64. The salt is washed with a similar soln. of chromic acid. The 
salt prepared by A. J. Cox was not hydrated; M. M. P. Muit’s product was said 
to be the monohydrate when dried at 100°; but A. J. Cox said that it was not com- 
pletely dried. M. M. P. Muir found that the water is expelled at 200°-250°. The 
small ruby-red crystals are monoclinic prisms which decompose when strongly 
heated, forming a reddish vapour and a green residue. It is insoluble in hot and 
cold water ; but it dissolves freely in mineral acids ; with conc. hydrochloric acid, 
chlorine is evolved. It forms a pale orange product when boiled for a long time 
with dil. nitric acid. 

The vanadium chromates have been discussed in connection with the chromium 
vanadates. According to C. W. Blomstrand,?7 an aq. soln. of columbium oxy- 
chloride gives a yellow, granular precipitate of columbium chromate when it is 
treated with potassium chromate. 

The so-called chromium chromates have been discussed in connection with 
the oxides CrsO,, or 2Cr,03.CrO3; CrgO,5, or 3Cr,03.2CrOg; CrOs, or 
Cr,03-CrOg 3 :CryO9, ‘or Cr,05.20rOs 3 Cr;Q4o)<oro CreQ33CrO.; sandiCr,0,5) ‘or 
Cr.03.4CrO3.. H. J. 8. King prepared chromic hydroxypentammino- 
chromate, [Cr(NH3);(OH)|CrO,, by the action of the chloride of the base in 
ammoniacal soln. on ammonium chromate. O.'T. Christensen 28 prepared chromic 
nitritopentamminochromate, [Cr(N Hs);(NO.)|CrO,, by treating the corresponding 
chloride with a cold, sat. soln. of potassium chromate. The salt forms small, 
yellow crystals, sparingly soluble in water; and they explode like gunpowder 
when heated. A. Hiendlmayr prepared chromic fluopentamminochromate, 
[Cr(NHg)5;F]CrO,, by the action of potassium chromate on a soln. of the chloride of 
the series. 8%. M. Jérgensen prepared chromic chloropentamminochromate, 
© [Cr(NH3),Cl]CrOy, by treating the corresponding chloride or nitrate with potassium 
chromate, and, after filtration, washing the product with cold water. The micro- 
scopic, rhombic plates are soluble in water. P. T. Cleve obtained chromic aquo- 
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chlorotetramminochromate, [Cr(NH3),)H,O)Cl|CrO,, from a soln. of the corre- 
sponding chloride by the addition of potassium chromate. The brownish-black 
powder decomposes when heated. 8. M. Jérgensen obtained chromic bromopentam- 
minochromate, [Cr(NH3);Br]CrO,, from a cold sat. soln. of the nitrate by the 
addition of N-K,CrO,. The brownish-red product forms the chloride when treated 
with hydrochloric acid. He also prepared chromic oxyaquotrihydroxyhexammino- 
chromate, [Cro(O4Hs)(NH3)¢6]o(CrO,4)3.5H,0, or 


f NHs), (NH) i 
(H,0) Cr—O-—Cr(OH) (CrO,)3,5H,0 
(HO), 2 


by the action of potassium chromate in excess on a soln. of the chloride. The 
microscopic, reddish-brown, rhombic plates are sparingly soluble in water. 
P. Pfeiffer and W. Vorster prepared chromic hexaethylenediaminohexahydroxy- 
chromate, [Cr,(OH),(en),¢](CrO4)3.5H,O, from a soln. of the chloride and a conc. 
soln. of potassium chromate. The brownish-red compound is decomposed by a 
prolonged boiling with water. W. J. Sell prepared chromic hexacarbamido- 
chromate, [Cr(CON,H,)¢|(CrO4)3.4H,0. 

J. J. Berzelius 29 obtained a basic molybdenum chromate by adding potassium 
chromate to a soln. of molybdenum chloride; and another basic salt as a pre- 
cipitate by adding ammonia to a soln. of the dichromate. The pale yellow soln. 
when spontaneously evaporated furnishes white or yellowish-white acicular or scaly 
crystals which are efflorescent. A. Atterberg prepared molybdous tetrabromo- 
chromate, [Moz,Br,|CrO,. If a soln. of molybdous tetrabromodihydroxide in 
alkali-lye be treated with potassium dichromate, no precipitate is formed ; but if 
an acid, say acetic acid, be also added, the soln. becomes dark red, and a dark 
purple-brown powder is precipitated. The compound decomposes when heated. 
It is insoluble in dil. acids, but soluble in hot, conc. hydrochloric acid. It is 
decomposed by alkali-lye; and it is insoluble or sparingly soluble in soln. of 
alkali chromates. For tungsten chromates, see chromium tungstates. 

According to H. Moser, and J. J. Berzelius, potassium chromate gives an ochre- 
yellow precipitate with uranyl nitrate ; and C. F. Rammelsberg obtained a precipi- 
tate with uranium tetrachloride and potassium chromate—vide supra, uranium 
chromite; while J. F. John observed that a soln. of yellow uranic carbonate in 
chromic acid deposits red, cubic and dendritic crystals, which fuse with partial 
decomposition at a red-heat. According to N. A. Orloff, a sat. soln. of uranium 
trioxide in chromic acid, yields, on evaporation, yellow needles of normal uranyl 


- chromate, (UO,)Cr0O,.3H,O. At 15°, 100 parts of water dissolve 7-52 parts of the 


truhydrate forming a pure yellow soln., which, on evaporation at 100°, gives an 
amorphous, brown mass, soluble in water to a brown soln. Uranyl chromate dis- 
solves slowly in alcohol at the ordinary temp. ; this soln. decomposes on boiling, 
also when exposed to the action of sunlight, with the separation of a brown precipi- 
tate. The filtrate from this precipitate when evaporated to dryness yields an 
amorphous, brown mass, partially soluble in water; it probably consists of a 
mixture of uranyl chromate and chromous uranate. According to J. Formanek, 
the henahydrate, (UO,)CrO,4.11H,O, obtained by dissolving the hydroxide in an 
aq. soln. of chromic acid and concentrating the filtered soln. on the water-bath, 
crystallizes from boiling water in yellow needles, effloresces on exposure to the air, 
and loses the whole of its water at 200° ; only silver, lead, mercurous, and bismuth 
salts produce precipitates in its aq.soln. In precipitating chromic acid as mercurous 
chromate, in presence of uranium salts, the mercurous nitrate employed must be 
free from oxides of nitrogen, and the soln. must be slightly acidic ; otherwise some 
of the uranium salt is also precipitated. J. Aloy gave —6-3 Cals. for the heat of soln. 
of a mol of this salt in 1000-2500 mols of water at 18°-20°. According to 
N. A. Orloff, when potassium chromate is added to an aq. soln. of uranyl chromate, 
the basic salt, yellow uranyl oxybischromate, U0O3.2U0,Cr0,.8H,0, or 
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(UO,)30(CrO4)o.8H,0, is formed ; and if uranyl acetate is similarly treated, uranyl 
oxychromate, UO;.U0,CrO,4.6H,O, or (UO,),0(CrO,).6H,0, is formed. He 
added that the formation of the basic salts indicates that in soln. uranyl chromate 
behaves like a mixture of uranic and chromic acids. 8. H. C. Briggs obtained a 
complex, 2U03.3Cr03.2Py, with pyridine. 

J. Formanek observed that yellow plates of ammonium uranyl chromate, 
(NH,).CrO,4.2(U0,2)CrO,.6H,O, are produced by mixing a soln. of a mol of uranyl 
nitrate with a soln. of a mol of ammonium chromate, and evaporating the liquor 
over sulphuric acid; the same salt is obtained by treating ammonium uranate 
with a warm, conc. soln. of chromic acid, and evaporating the filtered liquid over 
sulphuric acid. The yellow, monoclinic crystals of the hexahydrate have the axial 
ratios a:b: c=0-8016 : 1: 1-0196, and B=72° 31’. The salt is partially decom- 
posed by boiling water. In some cases, probably owing to a variation of temp., 
orange-red crystals of a trihydrate were formed. J. Formanek obtained potassium 
uranyl chromate, K,CrO,4.2U0.CrO,4.6H,O, by a process analogous to that employed 
for the ammonium salt. The axial ratios of the yellow, monoclinic plates or prisms 
were a: b : c=0-7566 : 1: 0-9714, and 6=107° 22’. The salt is soluble in acidulated 
water, and it is decomposed by boiling water. J. Wiesner reported a number of 
complex potassium salts are formed by precipitation from mixtures of uranyl nitrate 
and potassium chromate, wiz., K,(UO,)3(CrO4);.7TH,O; Ke(UO2)4(CrO,4)7.7H,0 ; 
K,(UO,).(CrO,4)o.H,0 ; and K,Cr.07.8(U0,)CrO,.14H,O. J. Formanek, H. Biirger, 
and EK. Rimbach obtained yellow crystals of sodium uranyl chromate, 
NagCrO4.2U0,CrO,.10H,0, by a process analogous to that employed for the 
ammonium salt. The salt is freely soluble in water, without decomposition. 
J. Formanek obtained silver uranyl chromate as a vermilion precipitate by treating 
a soln. of uranyl chromate with silver nitrate. Unlike J. Formanek, B. Szilard was 
unable to detect any decomposition of silver uranyl chromate in light even after 
several days’ exposure. J. Formanek prepared mercurous uranyl chromate in a 
similar manner; so also lead uranyl chromate ; and bismuth uranyl chromate. 

According to J. F. John,?° an aq. soln. of chromic acid slowly dissolves man- 
ganese with the evolution of hydrogen; manganous oxide and carbonate are also 
dissolved by the acid forming, presumably, soln. of manganous chromate. ‘The 
soln. has an acidic reaction and a pungent, metallic taste, and after repeated evapora- 
tion it deposits nearly all the manganese in a higher state of oxidation. 'T. Thomson 
said that potassium chromate or dichromate does not give a precipitate with 
manganous salts immediately, but after some time, especially with the chromate, a 
brownish-black precipitate is produced. According to U. Antony and U. Paoli, 
if excess of alkali hydroxide be added to a soln. containing a chromium and a 
manganese salt in the proportion Mn : 8Cr(O=16), no precipitate is obtained, but 
the liquid is coloured emerald green and must be regarded as a colloidal soln. of 
the hydroxides of chromium and manganese, since this behaviour is exhibited only 
when the salts are present in exactly the above ratio. Chromium being tervalent 
and having both an acid and basic function, whilst manganese is bivalent and 
decidedly metallic in its properties, it is inferred that they exist in this soln. in the 
form of a salt, an electrolyte, which must be either a manganous chromite or 
polychromite. When this liquid is exposed to the air, or, better, when oxygen is 
passed through it, it quickly turns brown but remains free from precipitate. The 
element undergoing the oxidation is the manganese which becomes quadrivalent ; 
the réles of the two elements thus become interchanged and a more or less basic 
chromium manganite is formed. The chromium hydroxide now begins to undergo 
oxidation and the amount of chromate formed in the soln. increases until about 
60 per cent. of the chromium has been converted. Continued action of oxygen has 
now no further effect on the liquid which, after a time, deposits a dark precipitate 
of constant composition, the proportion Mn: Cr having the value 1:3; when this 
compound is treated with cold dil. sulphuric acid, the chromium dissolves as sul- 
phate whilst the manganese remains in soln. as the hydrate of manganese dioxide. 
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If now to this liquid is added an alkaline soln. of chromium hydroxide, the latter 
undergoes immediate and complete oxidation. U. Antony and U. Paoli also 
measured the speed of the oxidation. R. Warington observed that manganous 
salts are coloured yellowish-brown by potassium chromate, and in time a dark 
brown precipitate is formed; which, with dil. soln., may be crystalline manganous 
oxychromate, MnO.MnCr0,.2H,0, in agreement with the analyses of R. Warington, 
and H. Reinsch. C. Freese obtained a similar salt from a boiling soln. of manganous 
sulphate and potassium chromate; and A. J. Fairrie, using manganous chloride, 
obtained what he regarded as 3Mn,03.Cr.03.3CrO3.6H,O. KE. Schulze was unable 
to obtain a manganous chromate from a cold soln. of manganous carbonate and 
chromic acid. C. Freese said that the oxychromate loses half its water at 180° 
and the remainder at 300°; P. Grouvelle, that the salt is slightly soluble in water ; 
and R. Warington, that with potash- lye it furnishes potassium chromate ; with 
hydrochloric acid it gives chlorine ; and dissolves in sulphuric or nitric acid forming 
an orange-yellow liquid. EH. Donath described the use of manganese chromate as a 
pigment chrome-brown. C. Hensgen prepared ammonium manganous chromate, 
(NH,4)oCrO,. 2MnCrO,.4H,0, as a precipitate from a mixed soln. of manganous and 
ammonium sulphates. It can be crystallized from a soln. of chromic acid. The 
bluish-black crystals resemble iodine. It decomposes at 200°, and if the salt be 
rapidly heated, a slight explosion occurs. The corresponding ammonium man- 
ganous trischromate, K.CrO,.2MnCrO,.2H,O, was obtained in a similar way, and 
by varying the proportions of the component salts used in the preparation, inter- 
mediate compounds are formed. M. Gréger obtained potassium manganous 
bischromate, K,CrO,.MnCrO,.2H,O, from 4N-K,CrO, mixed with an equal vol. 
of N-MnCl,. F. Breinl and J. Klaudy supposed the salt to be monohydrated. 
According to M. Gréger, the salt is decomposed by water, with the separation of a 
brown precipitate. It gives an orange-red soln. with sulphuric acid. No definite 
compound was obtained by using a greater excess of the chromate soln., and with 
boiling soln. chromium manganite is formed. 

It is scarcely to be expected that ferrous chromate could be prepared in aq. 
soln. because of the strongly oxidizing properties of the chromates and chromic 
acid; L. N. Vauquelin 3! obtained a yellowish-brown precipitate on adding potas- 
slum chromate to a soln. of ferrous sulphate. The precipitate gave up no chromic 
acid to alkali-lye, and formed a green soln. with nitric acid. C. Lepierre found 
that the product of the action is a basic complex ferric salt—vide infra. Neither 
A. Maus, nor C. W. Eliot and F. H. Storer, were able to prepare normal ferric 
chromate. According to A. Maus, if a soln. of a ferric salt be treated with alkali 
chromate, a brown powder is formed which is resolved by water into soluble chromic 
acid, and insoluble ferric oxide. A brown soln. is obtained when hydrated ferric 
oxide is digested with chromic acid. The soln. is not rendered turbid by dilution 
with water, or by boiling; and, on evaporation, it yields a brown mass soluble 
in water and in alcohol. L. A. Wels found the magnetic susceptibility of potassium 
ferric chromate, K[Fe(CrO,).|.2H,O, to be 39:-4410~6 mass unit. The brown 
product obtained by the action of potassium chromate on a soln. of a ferric salt 
was found by V. Kletzinsky, and C. W. Eliot and F. H. Storer to have the compost- 
tion of ferryl chromate, (FeO),CrO,. L. Blanc also prepared the basic chromate. 
8S. H. C. Briggs obtained ferric oxybischromate, 2Fe.03.4CrO3.H,0, or 
(FeCrO,),0.4H.O, by treating 5 grms. of ferric-chloride as in the case of the 
aluminium salt. The shining black crystals were mixed with a highly coloured, 
more basic substance. According to C. Hensgen, ammonium ferric chromate, 
(NH,)oCrO,.Feo(CrO,)3.4H,O, is obtained when the precipitate, produced by 
mixing conc. soln, of ammonium chromate and ferric chloride, is dissolved in hydro- 
chloric acid, and the soln. slowly evaporated. The dark red, leafy, crystalline mass 
is rapidly washed with cold water, or with alcohol and ether. It decomposes 
when heated, or when left in contact with water. C. Lepierre obtained the 
same salt in red crystals by evaporating a cold soln. of ferric chloride and 
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ammonium dichromate. C. Hensgen obtained potassium ferric chromate, 
K,CrO4.Feo(CrO,4)3.4H2O, by a process analogous to that used for the ammonium 
salt; it is decomposed slowly by water. According to R. Weinland and 
K. Mergenthaler, when a mixed soln. of ferric nitrate, chromic acid, and ammonia is 
heated on a water-bath, carmine red, insoluble ammonium ferric chromate, 
NH,[Fe(CrO,4)o], separates; and likewise, under analogous conditions, potassium 
ferric chromate, K[Fe(CrO,).|.2H,O, as a sparingly soluble, dark orange-red, 
microcrystalline powder. With pyridine under similar conditions, there is formed 
pyridine ferric chromate, 


H, 
| Fe(C20,)e fr og,m), 


C. Lepierre found that C. Hensgen’s salt is produced by the action of ferric chloride with 
a large excess of potassium dichromate ; if ferric chloride be in excess, potassium chloro- 
chromate is one of the products ; if neither salt is in excess, ruby-red crystals of the basic salt 
potassium ferric oxyseptieschromate, 2K,CrO,.Fe,(CrO,)3.FeO(CrO,),.7H,0, are formed ; 
and if the one soln. is allowed to diffuse into the other, anhydrous crystals of potassium 
ferric trioxysexieschromate, 3K,CrO,.Fe,0,.Fe,(CrO,);, are produced. <A sat. soln. of potas- 
sium chromate when added to an excess of a sat. soln. of ferric chloride yields ruby-red hex- 
agonal crystals of potassium ferric dioxyundecieschromate, 4K ,CrO,.2Fe,(CrO,)3.(FeO),CrO, ; 
with an excess of chromate, an orange-yellow precipitate of potassium ferric trioxynovies- 
chromate, 6K,CrO,.Fe,0,.Fe,(CrO,)3.nH,O, is formed—hexahydrate, if washed with alcohol, 
and the decahydrate if washed with water ; with only a slight excess of ferric salt, potassium 
ferric pentoxydecieschromate, 6K,CrO,.Fe,0,(FeO),CrO,.Fe,(CrO,),. In all cases, in hot 
soln., the products are mixtures. If a soln. of 6 mols of ferrous sulphate and 2 mols of 
potassium chromate be allowed to react at 0°, potasswum ferric enneadecaoxybischromate, 
3K,0.6Fe,03.2CrO;, is formed. It is washed with water, alcohol, and ether at 0°; when 
moist, it is brown, and when dried, black. After drying in the air, it retains about 30 per 
cent. of water. The action of ferrous sulphate on potassium chromate at higher temp. 
yields only basic ferric sulphates. The action of excess of potassium chromate on ferrous 
sulphate yields a yellowish-brown, micro-crystalline precipitate of potassvum ferric 
enneaoxyquaterchromate, 4K,CrO,.3Fe,03, which retains 22:7 per cent. of water when dried 
in air. If ammonium ferrous sulphate be employed, the precipitate is potassvwm ferric 
pentadecaoxydecieschromate, 7TK,CrO,.Fe,(CrO,),.5Fe,0;. If ferric chloride be employed 
with sodium chromate, sodium ferric oxyquinquieschromate, 4Na,CrO,.6Fe,03.(FeO),CrO,, 
is formed; and with ammonium chromate, ammonium ferric pentadecaoxysexieschromate, 
6(NH,).CrO,.5Fe,0;. If ammonium and sodium dichromates are employed, immediate 
oxidation occurs without forming basic chromates. It is not to be supposed that these 
basic salts are all chemical individuals. 


Potassium chromate with soln. of cobalt salts gives a reddish-brown precipitate 
which is probably a basic salt. F. J. Malaguti and M. Sarzeau *2 represented it as 
cobaltous dioxychromate, 2CoO.CoCrO,.4H,0, or 3CoO.CrO;.4H,O0. 8S. H. C. Briggs 
obtained cobaltous chromate, CoCrO,, by heating a soln. of the carbonate in chromic 
acid in a sealed tube at 260° for several hrs. The greyish-black crystals are readily 
soluble in dil. nitric acid. The dihydrate, CoCrO,.2H,O, is obtained in bronze 
coloured prisms or leaflets, when soln. of cobalt acetate and potassium chromate 
are mixed. The salt is always contaminated with some double chromate. F. de 
Boer studied the X-ray spectrum. N. Parravano and A. Pasta obtained yellow 
needles of cobaltous bisethylenediaminochromate, CoCrO4.2CgH,(NHe)o. C. Freese 
said that cobaltous oxychromate, CrO.CoCr0O,.2H,O, appears as a reddish-brown 
precipitate when boiling soln. of a cobaltous salt and potassium chromate are 
mixed. One mol. of water is expelled at about 220°, and the other at about 300°. 
The dehydrated salt slowly takes up water again from moisture. M. Gréger dis- 
solved cobalt carbonate in the cold soln. of an eq. amount of N-CrO3. The filtrate 
is evaporated, and when the residue is taken up with water there remains the 
brownish-black monohydrate of cobaltous oxychromate. F. J. Malaguti and 
M. Sarzeau found that when the dioxychromate is treated with ammonia it forms 
orange-yellow needles, and an amorphous, ruby-red product. 

O. W. Gibbs and F. A. Genth, and C. D. Braun treated cobaltic hexammino- 
nitrate with potassium chromate and obtained a yellow precipitate of cobaltic 
hexamminochromate, [Co(NH3),],(CrO,)3.5H,0. O. W. Gibbs and F. A. Genth, 


. 
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C. D. Braun, and T. Klobb also prepared cobaltic hexamminochlorochromate, 
[Co(NHs)g|Cl(CrO,) with 12 and with 3 mols. of water. G. Vortmann treated an 
aq. soln. of cobaltic chloroaquotetramminochloride with potassium dichromate 
and obtained cobaltic octamminochromate, Co,(NH;)a(CrO,)3.4H,0. The brown 
precipitate furnishes bronze brown plates of the tetrahydrate when recrystallized 
from dil. acetic acid. If potassium chromate be used as precipitant, the olive- 
green decahydrate is formed. According to 8S. H. C. Briggs, if a cobaltic diaquote- 
trammino-salt is added to a large excess of neutral sodium chromate, dark chocolate- 
brown cobaltic octamminochromate, Co,(CrO,)3.8NH3.24H,0, is formed, and this 
furnishes the monohydrate, if kept in vacuo. A. Hiendlmayr prepared cobaltic — 
fluopentamminochromate, [Co(NH;);F]CrO,, by the action of potassium chromate 


‘on a soln. of the fluoride of the series. O. W. Gibbs prepared cobaltic nitrito- 


pentamminochromate, [Co(NH3);NO.|CrO,.H,O, as a yellow precipitate by adding 
potassium chromate to the corresponding nitrate. J. N. Bronsted and A. Petersen 
found its molar solubility at 20° to be S=0-000258 and in the presence of various 
salts of molar conc. O, 


Get Sebi 7 002 0:05 0-10 0-20 0-50 1-0 
H.COOK . 0-0,361 0-0,481.  0-0,636  0-0,816  0-0,1212 0-0,1787 
H.COONa 0:0;323 0:0;410  0-0,558  0-0,746  0:0,1131 0-0,1729 
NaCl ne 0:0,425  0-0,565 005785 kes — 
ee KOV 0:03371 0:0,520  0:0,690 —-0:05887 or as 
KCIO, 0:0,332  0-0,421 00,570 ts se = 
NaClO, 0:0,318  0-0,417  0:0,561 = es ae 
KNO, 0:0,345  0-0,444  0-0,588 feck ae — 
NaNO, 0:0,344 0-0,442  0-0,577 ue ae — 
MgSO, 0-0,62 0:0,908  0-0,1237 0-0,1804 a 0-0,5120 


They also studied cobaltic tsothiocyanatopentamminochromate, [Co(NHg),SCy |CrO, ; 
and cobaltic tetrathvocyanatodiamminochromates ; P. R. Ray prepared cobaltic 
thiosulphatopentamminochromate, [Co(NH3);(S,03)],CrO,, by adding potassium 
chromate to the corresponding chloride. 8S. M. Jérgensen obtained, in an analogous 
manner, yellow, microscopic needles of cobaltic cis-dinitritotetramminochromate, 
[Co(NH3}j4(NOz)2]oCrO,4, and O. W. Gibbs, cobaltic trans-dinitritotetramminochro- 
mate. 8S. M. Jorgensen likewise obtained cobaltic nitratopentamminochromate, 
[Co(N H3);NO3|CrO,, in ochre-yellow or brick-red octahedral crystals; also brick-red, 
microscopic crystals of cobaltic chloropentamminochromate, [Co(NH3),Cl|CrO, ; 
and likewise greyish-brown, rosetted needles of cobaltic chloroaquotetrammino- 
chromate, [Co(NHs),(H,0)Cl|CrO, ; and brown, six-rayed aggregates of cobaltic 
bromopentamminochromate, [Co(NH3);Br]CrO,. 

S. H. C. Briggs added a soln. of a cobaltic diaquotetrammino-salt to a large 
excess of an alkali chromate and obtained a series of alkali bischromatotetrammino- 
cobaltiates, M’[Co(CrO,4)o(NH3)4]. A green form corresponds with the trans- 
configuration, and a brown form with the cis-configuration of the chromate radicles. 
The formation of the brown form is favoured by the presence of a large proportion 
of dichromate inthe soln. The salts obtained were lithium cis-bischromatotetram- 
minocobaltiate, Li[Co(CrO,)o(NHs3),].14H,O ; sodium trans-bischromatotetram- 
minocobaltiate, Na[{Co(CrO,).(NHs),4], as a green, microcrystalline powder; and 
the corresponding sodium cis-bischromatocobaltiate, Na[Co(CrO,)>.(N H3)4|.H20, in 
greenish-brown crystals ; and potassium trans-bischromatotetramminocobaltiate, 
K[Co(CrO,)o(NH3),4]. Ifmagnesium chromate beemployed, magnesium cisbischroma- 
totetramminocobaltiate, Mg|Co(CrO,).(NH3)4]2.2H.0, is formed in browncrystals, and 
also magnesium trans-bischromatotetramminocobaltiate, Mg[Co(NH3)4(CrO4)2|s. 
8H,O, which, when dehydrated in vacuo over sulphuric acid, gives the hexa- 
hydrate. The octohydrate is thought to be Mg[Co(NHs3)4(CrO4)o(H,0)2]o-4H20, in 
which the co-ordination number of the cobalt atom is eight. If a cobaltic diaquo- 
tetrammino-salt be added to a large excess of neutral ammonium chromate, 
dark reddish-brown crystals of ammonium chromatopentamminobischromate, 


» 
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(NH,4)o[Co(CrO4)(NH3)5|(CrO4)o, are formed. With sodium chromate, the octammine 


is formed as indicated above. 

M. Gréger prepared ammonium cobaltous oxyquaterochromate, (NH,).CrO,. 
CoO.3CoCrO4.3H,0, by the action of 2 vols. of N-CoCl, on one vol. of N-(NH4)2CrOq. 
On allowing the precipitate to stand in contact with the mother-liquor for some 
time, dark brownish-red microscopic crystals are formed. The composition is 
different if other proportions of the constituent salt soln. are mixed. S. H.C. Briggs 
prepared ammonium cobaltous chromate, (NH,),CrO4.CoCrO,4.6H,0, in brownish- 
yellow prisms, by adding a soln. of 30 grms. ammonium chromate in 60 c.c. of 
water to a soln. of 40 grms. crystallized cobalt acetate in 120 c.c. of water and 
cooled by ice and salt. The salt can be kept for some days at 8°, but it 
gradually darkens in colour, and loses water; decomposition is rapid at 
20°. M. Gréger prepared ammonium cobaltous diamminoquaterochromate, 
(NH,4),CrO,4.3CoCrO,.2N H5.3H,O, from cobaltous chloride and ammonium chromate. 
The dark brown product is decomposed by water and by heat. M. Gréger prepared 
brown potassium cobaltous chromate, K,CrO,.CoCrO,.2H,O, from a soln. of 
one vol. of 3N-CrCl, and 3 vols. of 3N-K,CrO,; and the basic salt potassium 
cobaltous oxyquaterochromate, K,CrO,.Co0.3CoCr0,.3H20, or HO.Co. CrO,4.Co. 
KCr0,(H,0), by mixing 2 vols. of N-CoCl, and one vol. of N-K,CrO, ; or one vol. 
of the former and 2 vols. of the latter. The dark reddish-brown product consists 
of microscopic crystals, which are soluble in cold, dil. sulphuric acid, and are decom- 
posed by water forming cobaltous dioxychromate. S. H. C. Briggs prepared ceesium 
cobaltous chromate, Cs,CrO,.CoCrO,.6H,0, as a brown crystalline powder, by 
mixing 2 grms. of cesium chromate in 6 c.c. of cold water with a soln. of 1-2 grms. 
of crystalline cobalt acetate cooled to about —5°. 

S. H. C. Briggs prepared a series of chromatocobaltammines—e.g. cobaltic 
chromatopentamminonitrate, [Co(NH3);(CrO4)|NOs, by the action of potassium 
chromate on the aquopentamminonitrate. The salt is moderately soluble in cold 
water, and the freshly prepared soln. is not precipitated by silver, barium, or lead 
salts, but precipitation occurs at once in the boiling soln. Similarly, cobalt aquo- 
pentamminochloride furnishes brownish-red crystals of cobaltic chromatopentam- 
minochloride, [Co(NH;);(CrO,)|Cl. If the mother-liquor is heated to 50° and treated 
with more potassium chromate, on cooling, it furnishes yellowish-brown prisms of 
cobaltic chloropentamminochromate, [Co(NHs3),Cl)|CrO4.24H,0. If cobaltic 
chromatopentamminochloride in water at 60° be treated with silver chromate, 
cobaltic chromatopentamminochromate, [Co(NHs);(CrO4) |]oCrO4.3H,0, is formed 
in scaly crystals the colour of silver chromate. P.R. Ray and P. V. Sarkar repre- 
sented it as a dihydrate, and obtained it by the action of ammonium dichromate 
and aq. ammonia on freshly precipitated cobalt hydroxide. By treating cobaltic 
diaquotetramminonitrate with a dil. soln. of potassium chromate, cobaltic chroma- 
totetramminonitrate, [Co(NHs3),(CrO4),|NO3.4H,O, was formed as a dark reddish- 
brown crystalline mass, soluble in water; if an excess of potassium chromate is 
used, cobaltic chromatotetramminochromate, [Co(NH3)4(CrO4)o|CrO4.3H,20, is 
formed as a brown crystalline powder. The corresponding dichromate (q.v.) 
was also prepared. By treating cobalt diaquotetramminonitrate with a conc. soln. 
of potassium chromate, a greenish precipitate of cobaltic trichromatotetrammine, 
[Co(NHg)4(CrO4)o|CrO,.5H,0, 


(CrO,) (CrO,) 
| INE Or i co. 5H,0 


was obtained ; and by treating cobalt trinitratotriammine with a soln. of potassium 
chromate, cobaltic hydroxychromatotriammine, [Co(NH3)3(OH)(CrO4)o]. 2H0, was 
formed—for the dichromate, wide infra. 

According to R. Tupputi, 33 a soln. of chromic acid dissolves nickel hydroxide 
or carbonate forming a yellow soln. which deposits a powder soluble in a large 
excess of the acid. The soln. deposits a non-deliquescent mass of red crystals, 
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which, according to J. F. John, are resolved at a red-heat into chromic and nickel 
oxides. If the soln. be treated with nickel carbonate, or with alkali-lye, R. Tupputi 
observed that a reddish-yellow insoluble powder of a nickel oxychromate is 
deposited ; and H. Stokes, and F. J. Malaguti and M. Sarzeau observed that a basic 
salt is deposited when a soln. of nickel sulphate is mixed with potassium chromate. 
C. Freese added that the yellowish-brown product is scarcely attacked by cold 
potash-lye, but all the chromium is extracted by boiling lye. F. J. Malaguti and 
M. Sarzeau represented its composition by 4Ni0.Cr03.6H,0; C. Freese, 
by 3Ni0.Cr03.3H,O; and E. A. Schmidt obtained precipitates ranging from 
3Ni0.CrO3.6H,0 to 2NiO.CrO3.6H,O by varying the conc. of the soln. employed. 
8. H. C. Briggs said that while nickel chromate is insoluble in water, it is not 
precipitated from nickel salt soln., and it must therefore be polymerized. It is 
formed by heating nickel carbonate and a soln. of chromic acid in a sealed tube 
at 260°. The black crystals of nickel chromate, NiCrO,, are washed with water, 
alcohol, and ether. They are insoluble in hot dil. nitric acid, and are slowly attacked 
by cone. nitric acid or aqua regia. G. L. Clark found that nickel hexammino- 
chromate, Ni(NH3),CrO,, has a vap. press. of 760 mm. at 408°. 

S. H. C. Briggs obtained ammonium nickel chromate, (NH,).Cr04.NiCrO4.6H,0, 
by adding a soln. of ammonium chromate to a soln. of a nickel salt ; and M. Gréger 
obtained it by adding 3N-(NH,).CrO, to half its vol. of N-NiCl,, and allowing 
the mixture to stand for some time. The green crystals can be recrystallized from 
water at 40° without change. G. L. Clark studied the relations between the at. vol. 
and the stability. S8. H. C. Briggs showed that when treated with ammonia, 
ammonium nickel diamminochromate, (NH,),CrO,.NiCrO,.2NH3, is formed. 
The product loses water and ammonia when it is heated, and it decomposes suddenly 
between 200° and 300°. M. Gréger obtained the basic salt, ammonium nickel 
dihydroxyquaterchromate, 3(NH,).CrO,.Ni(OH),.NiCrO,, from a mixture of 
a cold, sat. soln. of ammonium chromate with a fifth of its vol. of 3N-NiCly. 
The yellowish-brown crystal& are stable in air; they are decomposed by water 


_ with the separation of a basic nickel chromate ; and form with water a yellowish- 


green soln. which when evaporated at a low temp. yield ammonium chromate, 
and ammonium nickel chromate. M. Groéger mixed 3N-Na,gCrO, with half its vol. 
of N-NiCrO, and obtained a brown, amorphous precipitate, probably a basic sodium 
nickel chromate; and by mixing 3N-K,CrO,. with half its vol. of N-NiCrO,, a 
reddish-brown precipitate is formed which, when allowed to stand under its mother- 
liquor, becomes crystalline potassium nickel chromate, K,CrO,.NiCrO4.2H,0. 
This dihydrate is stable in air, and loses no water on the water-bath. It is decom- 
posed by water with the separation of a basic salt. 8S. H. C. Briggs obtained the 
hexahydrate by adding 8 grms. of potassium chromate in 14 c.c. of water to 8 grms. 
of nickel acetate in 27 c.c. of water at —6°. The yellowish-green crystals dissolve 
in water with decomposition. The hexahydrate forms isomorphous mixtures with the 
corresponding sulphate. §S. H.C. Briggs also prepared rubidium nickel chromate, 
Rb2CrO,.NiCrO,.6H,O ; and esesium nickel chromate, Cs.CrO,.NiCrO,4.6H,0, in 
an analogous way. Both salts are decomposed by water. 

The normal chromates of the platinum metals have not been prepared. 
According to -T. Thomson,?4 a soln. of hydrochloroplatinic acid, when treated with 
potassium chromate furnishes a dark red precipitate containing potassium chloro- 
platinate. P. T. Cleve, and G. B. Buckton found that an ammoniacal soln. of 
platinous tetramminodichromate furnishes a yellow powder consisting of micro- 
scopic tablets of platinous tetramminochromate, [Pt(NH3),|CrO,. The same salt 
is formed by precipitation from a soln. of platinous chloride by potassium chromate. 
P. T.Cleve prepared platinic dinitratotetramminochromate, | Pt(NH3)4(NO3)2|CrO4, 
by treating the corresponding chloride with potassium chromate and drying the 
product at 100°. The lemon-yellow product detonates sharply when heated ; 
it is insoluble in water. He also prepared platinic dichlorotetrammino- 
chromate, [Pt(NH3),Cl.|CrO,, in an analogous manner from the correspond- 
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ing nitrate. So also with platinie hydroxysulphatotetramminochromate, 
[ Pt(NH3),(OH)(SO,)|CrO,.2H,O ; and with platinic hydroxychlorotetrammino- 
chromate, [Pt(NH ),(OH)CljCrO,. 8. G. Hedin prepared platinic sulphatotetra- 
pyridinochromate, [Pt(C;H;N),(SO,)]CrO,.6H,O; and C. Enebuske, platinic 
chromatobisethylsulphide, Pt{(C,H;).$},CrO,. 
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§ 16. The Dichromates 


H. Moser,! Y. T. Gerassimoff, and others obtained ammonium dichromate, 
(NH,)oCr,07, by evaporating a soln. of chromic acid half sat. with ammonia. 
Y. T. Gerassimoff said that double decomposition with ammonium chloride and 
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sodium dichromate gives an impure product. 8. Darby, J. 8. Abel, and J. 8. Abel 
and H. Richmond showed that if the chromic acid is contaminated with 
sulphuric acid, that salt is easily freed from that contamination by recrystallization. 
R. Segalle obtained ammonium dichromate by heating an ammoniacal soln. of a mol 
of potassium dichromate. until the liquid has a garnet-red colour; and then 
evaporating for crystallization. F. A. H. Schreinemakers’ observations on the 
equilibrium conditions are summarized in Fig. 29. Analyses were reported by 
S. Darby, M. Gréger, M. Siewert, J. Schabus, and J. 8. Abel and H. Richmond. 

The yellowish-red crystals were found by C. F. Rammelsberg to be monoclinic 
prisms with the axial ratios a: b: c=1-0271 : 1 : 1:7665, and B=93° 42’. The (101)- 
cleavage is clear, and the (010)-cleavage incomplete. Observations on the crystals 
were also made by H. J. Brooke, J. Schabus, and A. J. Weiss. G. N. Wyrouboff 
noted some resemblances between the crystals and those of triclinic potassium 
dichromate ; but the two salts are not isomorphous. B. Gossner and F. Mussgnug 
found that the X-radiograms showed that the monoclinic crystals have a cell 
with a=7°78 A., b=7:54 A., and c=13-27 A., with B==93° 42’. Unit cell contains 
4 mols. A. Duffour said that the crystals are isomorphous with the mono- 
clinic form of potassium dichromate. H. Schiff gave 2-367 for the sp. gr. ; 
F. W. Clarke, and G. N. Wyrouboff, 2-150; and EH. Moles and F. Gonzalez, 2-16 
at 25°. K. F. Slotte found the sp. gr. of soln. of ammonium dichromate with 
6-85, 13-0, and 19-93 per cent. of the dichromate to be respectively 1-0393, at 12°, 
1-0782 at 10-5° and 1:1258 at 12°; and the viscosities (water 100) to be respectively 
98-9, 99-1, and 100-6 at 10°; 76-8, 78, 80-2, at 20°; 62-5, 63-9 and 66-4 at 30° ; 
and 51-9, 53:3, and 55-7 at 40°. H. Moser, and EH. Jager and G. Kriiss said that the 
salt is stable in air; and J.S. Abel and H. Richmond, that it is stable at 100°. 
A. Maus, R. Bottger, H. Moles and F. Gonzalez, and A. A. Hayes found that the 
salt decomposes at a temp. below redness leaving a residue of chromic oxide. The 
reaction is attended by the emission of light, and may be by a feeble detonation, 
especially, as shown by M. Siewert, if it be quickly heated in a test-tube. The 
gaseous products of the reaction were found by J. 8. Abel and H. Richmond, 
and A. Levy to be nitrogen and water, but 8. Darby observed that some ammonia 
gas may be produced ; and M. Siewert, and W. M. Hooton, some nitric oxide and 
oxygen. (©. N. Hinshelwood and EH. J. Bowen studied the rate of decomposition 
at 219°. W.C. Ball said that at 185°-205° the salt darkens in colour, and decom- 
poses slowly with the evolution of water, nitrogen, and ammonia; and after six 
days’ heating, there remains a black residue approximating 3CrO,.H,O ; andif the 
heating be interrupted when the salt is half decomposed, an insoluble black product, 
approximating Cr,O03.2CrO3.2NH3.H,O, is obtained. W. M. Hooton found that 
if ammonium dichromate be heated in air, below the inflammation temp. 190°, 
the end-product has the composition 2CrO,.H,O0; and if heated in the absence 
of oxygen, H,Cr,0,—wide supra for EH. Maumené’s observations on ammonium 
chromate. EH. Moles and F. Gonzalez observed that tranquil decomposition occurs 
at about 225°, and that the oxidation of the ‘“‘ ammonium ”’ to nitrogen is most com- 
plete where the reaction occurs most rapidly. The black residue thereby obtained 
is chromium peroxide. Y. T. Gerassimoff found that the aq. soln. is slightly 
decomposed when it is boiled. 

R. Bottger said that if an intimate mixture of the dichromate with half its 
weight of picric acid be brought in contact with a glowing splint, it decomposes with 
sparking forming pale green, flocculent chromic oxide. C..N. Hinshelwood and 
K. J. Bowen studied the rate of the thermal decomposition of ammonium dichromate. 
With the explosive decomposition of the salt, M. Berthelot found that 7-8 Cals. 
are developed; and he gave for the heat of formation: 2H,Cr0,4(800,,) 
+2NH,0H(1600a9.)=(NH4)oCreO7aq.+24 Cals at 12°; EH. Moles and F. Gonzalez, 
23-275 Cals., and F. Morges, 26-988 Cals. at 195°. M. Berthelot gave for the reaction 
(NHy)oCre07ag.+2N HO Hag, =2(NHy)oCrOgaq.+20-4 Cals. ; for precipitated chromic 
oxide, 2Cr(OH)3-+-2NH,0Haq.+380=(NHy)oCroOgaqg,+34°6 Cals. at 12°; and 47 
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Cals. with the solid dichromate; (NHy4)oCrOggoiiat+CrOggo1ia=(N Ha) 2CreO zetia 
+11-300 Cals. For the heat of decomposition, (NH,),Crg0,=Cr,03-+N.+4H,0 
+(78:000+-Q) cals., where Q denotes the heat of transformation of chromic oxide. 
For the reducing action of ammonia on chromium trioxide: 2Cr03;+2NH3=Cr,03 
+3HOgas-+No+146°6 Cals.; the heat of soln. of a mol of the salt in 560 mols of 
water at 13° is —12-44 Cals.; EH. Moles and F. Gonzalez gave —12-904 Cals. ; 
P. Sabatier gave —5-8 Cals. for the heat of soln. of a mol of the salt in 200 mols of 
water. P. Sabatier measured the absorption spectrum. S. Schlivitch observed a 
photovoltaic effect with soln. of ammonium dichromate and platinum electrodes. 
H. Moser said that the aq. soln. has a saline taste, and reddens litmus. The salt 
is less soluble than ammonium chromate. EH. Moles and F. Gonzalez gave for the 
solubility 23-88 per cent. at 16°, and 28-63 per cent. at 25°. F. A. H. Schreinemakers 
found that 100 grms. of water at 30° dissolve 47-17 grms. of ammonium dichromate. 
The salt in aq. soln. is less hydrolyzed than the monochromate, and Y. T. Gerassimoft 
found that the solubilities of ammonium dichromate, S grms. of salt per 100 grms. 
of water, working on cooling and heating systems, are : 


0° 20° 40° 60° 80° 100° 
} Cooling . 18:40 36-0 58°7 86-0 — — 
Heating . 18:13 35:3 58°4 86-0 115-0 155:6 


and the disturbance is probably due to undercooling. The solubility curves for 
the system (NH,),Cr20,-(NH,Cl).-H,O0 at different temp., are summarized in 
Fig. 65—mols of salt per 1000 mols of water ; 
confer Wig. 1, 1. 11, 1. A. Naumann and 
A. Riicker calculated that in a JN-soln. at 
the b.p., 0-0108 per cent. is hydrolyzed. 
B. Reinitzer said that the salt is soluble in 
absolute alcohol. W. P. Jorissen discussed 
the limits of the reaction of ammonium di- 
chromate with potassium chloride and sul- 
phate. 

According to C. F. Rammelsberg,? if 
chromic acid or nitric acid be added to a 
soln. of lithium chromate, the liquid fur- 
nishes deliquescent crystals of lithium di- a. ene i Leena 
chromate, Li,Cr.07.2H,O. The conditions of Sher ene a 
equilibrium are illustrated by Fig. 31. The soe: ee earn Sear 
black plates have curved surfaces. L. Schu- 
lerud found that the water of crystallization is completely lost at 130°, and the 
salt melts at a higher temp. with the evolution of oxygen. The salt can be re- 
crystallized from water without decomposition; and F. A. H. Schreinemakers 
observed that 100 grms. of water at 30° dissolve 130-4 grms. of LigCr2Ov. 
A. Heydweiller found the sp. gr., and eq. conductivity, at 18°, to be: 


(NH,), Cly 


0-2N- 0-5N- N- 2N- 
Same. Ps . 1:01581 1-03928 1:0780 1-1540 
/ eae : : 73 66:1 58-7 47°7 


The preparation of sodium dichromate, Na,Cr,07.2H,0, is effected by methods 
similar to those employed for the potassium salt. J. d’Ans and J. Léfiler 3 observed 
it amongst the products of the action of sodium hydroxide on chromic oxide. 
M. Siewert said that it is not produced by partially saturating sodium chromate 
with nitric acid, but it is produced by dissolving sodium chromate in a slight excess 
of chromic acid, and evaporating the liquid over sulphuric acid in vacuo. G. Bessa 


discussed the manufacture of sodium dichromate. R. Kissling found that com- 


mercial samples contained 83-79 to 92-84 per cent. NagCr20z ; and with seven 
different samples, 23 days’ exposure resulted in the absorption of 60 per cent. of 
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water in each case. B. Neumann and C. Exssner discussed the conversion of 
sodium chromate to dichromate in aq. soln. by carbon dioxide under press. 


80 /20 160 200 240 
Na, Cr, 0, 
Fic. 66.—The Effect of Sodium Chlo- 


ride on the Solubility of Sodium 
Dichromate. 


40 50 120 160- 200 40 
Na,Cr,0, 

Fic. 67.—The Effect of Ammonium 

Dichromate on the Solubility of 
Sodium Dichromate. 


E. Miiller and E. Sauer found that in the conversion of soln. of sodium chromate 
to dichromate and hydroxide by electrolysis, if the anolyte is a soln. of sodium 
chromate and the catholyte one of sodium 
hydroxide the yield is less than if sodium 
chromate is used in both compartments. A. Lot- 
termoser and K. Falk found that better yields 
are obtained with three compartment cells with 
sodium chromate in all three compartments 
rather than with sodium hydroxide as catholyte 
and sodium chromate in the other two com- 
partments. This is because in the former case 
circumstances are least favourable for the mi- 
gration of HO-ions into the anode compartment. 
I. Stsherbakoff studied the electrolysis of soln. 
of sodium chromate using a mercury cathode. 
T. W. Richards and G. L. Kelley found that 
sodium dichromate can be readily purified from 
potassium salts and sulphates by recrystal- 
lization from water a number of times. The 
conditions of equilibrium, worked out by 
F. A. H. Schreinemakers, are illustrated by 
Fig. 34. F. Mylius and R. Funk gave 83° for 
the transition temp. from the dihydrate to the 
anhydrous salt. The solubility, S per cent., of 
sodium dichromate in water is: 


=i 
(NH,), C0; 


Na,Cr0, 


Fic. 68.—The Quaternary System : 
(NH,),Cr,0,-Na,Cr,0,—Na,Cl,— 
(NH,Cl), at.0°. 


0° 10° 20° 40° 60° 80° 83° 93° 98° 
Ve aueoe 0 63-0 64:3 68:8 73°9 79-4 80:7 81-20 81-24 
sede SR 


Solid phase Na,Cr,0,.2H,O Na,Cr,0, 

A. Stanley found that 100 parts of water dissolve 107-2 parts of NagCr,O,7 at 0° ; 
109-2 parts at 15°; 116-6 parts at 30°; 142-8 parts at 80°; 162-8 parts at 100° ; 
and 209-7 parts at 139°. F. A. H. Schreinemakers found that at 30° water dis- 
solves 66:4 per cent. of NagCr207. Y. I. Gerassimoff found that the solubility 
curves for the system Na,Cr.0,-NaCl-H,0, at different temp., are summarized in 
Fig. 66—mols of salt per 100 mols of water—confer Fig. 1,1.11,1. The solubility 
curves for the system (NHy,).Cr.07;-Na,Cr,0,-H,O, at different temp., are 
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summarized in Fig. 67—mols of salt per 1000 mols of water—confer Fig. 1, 
1. 11, 1. The equilibrium diagrams for the quaternary systems (NH,4),Cr,0,—- 
NagCr207—-NagCl,—-(NH,Cl)o, Ata) sand wiD. 
are indicated in Figs. 68 and 69. 

The dihydrate furnishes hyacinth-red, 
thin, six-sided prisms which, according to 
M. Siewert, are triclinic, but, according to 
L. Miinzing, are monoclinic. G. N. Wyrou- 
boff gave for the axial ratios of the mono- 
clinic crystals a:b: c=0-5698: 1: 1-824, 
and B=94°55’; while L. Miinzing gave 
0-5912 : 1: 0-5698, and B=85° 5’. The optic 
axial angle 2V=83° 54’; and the optical 
character is positive. The deliquescent 
crystals were found by A. Stanley to have 


: Fie. 69.—The Quaternary System : 
a sp. gr. 2°5246 at 13°. According to (NH,),Cr,0,-Na,Cr,O,—Na,Cl,— 


A. Stanley, the sp. gr. of the aq. soln. is: (NH,Cl), at 75°. 
Na,Cr,0, are ad} 5 - 10 20 30 40 50 per cent. 
Speer ; 1-007 1:035 = 1°071 1-14] 1-208 1-280 1:343 
while H. C, Jones and H. P. Basset gave at 18°, 
Na,Cr,0, . 131 2:59 5-09 7-50 983 1840 26-90 per cent. 


Speers. « - 1:0096 1-0190 1-:0377 1:0568 1:0756 11-1491 .1-2285 


L. J. Simon measured the viscosities of soln. of sodium dichromate—vide supra, 
potassium chromate. F. Mylius and R. Funk observed that a soln. sat. at 18° 
contains 63-92 per cent. of Na Cr,O,, and has a sp. gr. 1-745; F. Riidorft found 
that the salt does not decompose when in aq. soln. J. Traube found the drop- 
weight of the molten anhydrous salt to be 262-0 mgrms. A. Stanley found that the 
dihydrate becomes anhydrous above 303° ; it melts at 320°, and decomposes at 400° 
with the evolution of oxygen. P. L. Robinson and co-workers observed no tran- 
sition phenomenon when the salt is cooled between 300° and 70°. H. C. Jones 
and H. P. Bassett found that soln. with 0-1, 0-2, and 0-4 mols per litre lower 
the f.p. of water respectively 0-490°, 0-946°, and 1-872°. A. Stanley said that the 
sat. aq. soln. boils at 139°. J. Thomsen gave for the heat of formation: 
2H>CrO4(800aq,.) +2NaOH (400aq,)=NagCre07aq,+26°268 Cals. at 18°; and 
F. Morges, 2HoCrOgaq. +2Na0 Hag. =NagCr,07+26-076 Cals. at 19-5°. 

H. Dufet found the indices of refraction of the crystals of the dihydrate to be 
a=1-7510, B=1-6994, and y=1-6610 for the D-line. P. Walden measured the 
electrical conductivity of aq. soln. at 25°; while H. C. Jones and co-workers found 
for the molar conductivity, » mho, and for the percentage ionization, a, calculated 
from 4/u, with a mol of the salt in v litres of water : 


8 16 32 128 512 


Abeer se 992-18 96:57 101-25 106-8 106-1 
ee ete tods 143-5 148-4 158-3 158:3 

Fai 2B oo 176-3 182-7 194-7 194-4 
BO wi; ae 211-4 219-5 233°5 234-6 
Bef “Hi 87-6 91:3 95-7 100-0 100-0 
bBB2 ts oo 89-9 93:3 100-0 100-0 


H. C. Jones calculated from the sp. gr., f.p., and conductivity data that soln. with 
M mols per litre have H mols of water in combination with a mol of the salt, when 
M is 0-1, 0-2, 0-3, and 0-4, H is respectively 20-5, 9-7, 6-5, and 7-9. A. Poirot found 
that the emission of anodic rays with purified sodium dichromate is regular and 
stable. The emission starts suddenly below the m.p. of the salt. The anode is 
surrounded by a yellowish glimmer. There is an intense yellow spot on the cathode 
where it is hit by the anodic rays. The spectra of the anodic and cathodic lights 
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were examined. H. Ollivier studied Verdet’s constant, and the paramagnetism 
of the salt. E. C. Franklin and C. A. Kraus said that the salt is insoluble in liquid 
ammonia; A. Naumann, that it is insoluble in acetone; and B. Reinitzer that 
100 c.c. of a soln. in alcohol contain 5-13 grms. of NagCr,07.2H,O. The alcoholic 
soln. decomposes rapidly. V. K. la Mer and C. L. Read found that the reaction 
between sodium hydroxide and dichromate is unimolecular with respect to the 
dichromate and the velocity constant is k=529 per min., and the heat of reaction 
15,320 cals. per mol of dichromate. The results are best interpreted as involving 
the reactions: Cr,0,7’’+H,O0=2HCrO,’ (slow), with Q=—13,640 cals. per mol 
Cr,0”,; HCr0,’=H'+CrO,” (rapid), with Q=780 cals. per mol HCrO,’; and 
H + OH’=H,0 (rapid). 

The manufacture of potassium dichromate, K,Cr.,0,, has been discussed in 
connection with the extraction of chromium from chromite, etc. F. Tassaert 4 
obtained it by mixing soln. of chromic acid and potassium hydroxide in such 
proportions that the soln. reacts neither acidic nor alkaline, and evaporating the 
liquid. The dichromate first separates out, and the mother-liquid, then reacting 
alkaline, furnishes the monochromate. It is also obtained from acidified soln. of 
potassium chromate. EH. Gray, and V. 8. Yatloff also described its preparation. 
The conditions of equilibrium have been studied by F. A. H. Schreinemakers, 
F. Flottmann, and I. Koppel-and E. Blumenthal, and the results are summarized 
in Figs. 36 to 41. Y. R. Goldstein, and H. Pincass discussed the transformation 
from chromate to dichromate by carbon dioxide; and I. Obreimoff and W. J. de 
Haas, the colour changes at low temp. The bright-red, rectangular, four-sided 
tabular or prismatic crystals are triclinic pinacoids which, according to J. Schabus, 
have the axial ratios a: b: c=0-5575: 1: 0-5511, and a=82° 0’, B=90° 51’, and 
y=83° 47’. The (010)-cleavage is perfect ; and the (100)- and the (001)-cleavages 
are distinct. G. N. Wyrouboff also made some crystallographic observations. 
B. Gossner and F. Mussgnug showed that the X-radiograms of the triclinic salt 
correspond with a unit cell having 4 mols., and a=7:50 A., b=7:38 A., and 
c=13°40 A., whilst a=82° 0’, B=96° 13’, and y=—90° 51’. H. Dufet observed that 
the optical character is positive; and that the optic axial angles 2H=98° 58’ 
and 2V=51° 53’ for the D-line;° and 2V=52° 24 for the Li-line. A. Beer 
observed that the crystals are pleochroic. H. Baumhauer studied the corrosion 
figures. A. Schubnikoff showed that a crystal, suspended in a slighly super- 
saturated soln. rotating on a horizontal axis, grows so that the (001)-face is. bright 
and smooth, while the (001)-face is dull and rough, while the other parallel faces 
are not the same size or are absent. This is taken to show that the crystals of the 
dichromate belong to the asymmetric class of the triclinic system. A. Hettich and 
A. Schleede made observations on the crystals. E. Pietsch and co-workers found 
that the attack on the crystals by sulphuric acid begins at the corners and edges. 
D. N. Arteméeff, R. Marc, M. le Blanc and W. Schmandt, H. Jeannel, M. Kimura, 
and C. Tomlinson studied the growth of crystals in supersaturated soln. The 
rate of growth of the crystals is not solely a diffusion phenomenon as is the case 
with the speed of dissolution—vide infra. H. A. Miers said : 


If a drop of strong soln. of potassium dichromate, placed upon a microscope-slide, be 
observed under the microscope as it crystallizes, and if the drop be sufficiently thin, it will 
generally be found that the following events take place: The first crystals make their 
appearance at the edges of the drop and after growing rapidly for a short period as branching 
fibres, they begin to grow quietly in the form of plates or flattened rods presenting the 
characteristic form of the crystals of this substance. These crystals continue to grow 
uniformly, but after a short period, at a distance from the growing crystals, and at some 
spot where the drop is thin, a fresh crystalline growth starts suddenly from a point, and 
extends with great rapidity in all directions in the form again of branching needles and 
fibres. After a short period this rapid growth ceases and each of the fibres swells out at 
the end into a well-defined crystal and continues to grow slowly and uniformly as a single, 
regular plate. The process may be repeated by the sudden development of a new spon- 
taneous growth in another portion of the drop, and the same succession of events may be 
repeated again and again. Sometimes these successive growths constitute a series of 
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rings approximately parallel to the edges of the drop which follow one another till the 
centre of the drop is reached. 


An illustration of a drop of the dichromate in the act of crystallization is shown 
1. 11, 3, Fig. 11. The phenomenon connected with crystallizations in labile and 
metastable soln.—l. 9, 6, Fig. 14—gave a possible explanation for the periodic 
crystallization of soln. of potassium dichromate. KE. Pietsch and co-workers 
studied the attack at the corners and edges of the crystals by conc. sulphuric acid, 
and by an ethereal soln. of hydrogen dioxide. W. von Behren and J. Traube 
studied the phenomenon attending the dissolution and crystallization of the salt. 
KH. 8. Hedges obtained spiral forms of rhythmic crystallization ; and HE. N. Gapon 
studied the rate of crystallization. 


Crystals appear at the edge of the drop where, owing to evaporation or cooling, the soln. 
is sufficiently strong to be in the labile condition, and proceed as rapidly growing fibres ; 
but so soon as these have by their growth reduced the strength of the soln. in their neigh- 
bourhood to the metastable state they continue to grow quietly and uniformly ; presently, 
however, at some point sufficiently distant from the growing crystals to be also in the 
labile state, crystallization starts afresh, either spontaneously or perhaps through inocu- 
lation by a crystalline speck falling into the drop from the air. This again proceeds as the 
rapid, fibrous growth, characteristic of the labile condition, until again the liquid passes 
into the metastable state and the growth is slow. 


Soln. with 17-266 (28-5°), 20-00 (32-2°) and 29-09 (43-5°) grms. of salt in 100 
parts of water, and sat. at the temp. named, were labile respectively at 18-5°, 22°, 
and 34°. M. Volmer and A. Weber discussed the formation of nuclei in undercooled 
soln. ©. Decharne observed the crystallization of the dichromate from a soln. 


- mixed with gum, when under the influence of a strong magnetic field. G. Briigel- 


mann said that potassium dichromate forms isomorphous mixtures with 
pentahydrated cupric sulphate, but J. C. G. de Marignac did not agree. 
S. F. Schemtschuschny studied the formation of isomorphous mixtures with 
potassium chloride ; and C. F. Rammelsberg, P. Groth, L. Stibing, A. Sella, A. Fock, 
H. le Chatelier, and C. von Hauer, solid soln. with potassium pyrosulphate. 
C. von Hauer observed that the crystals of the dichromate take up potassium 
sulphate when that salt is present in the liquid during the crystallization. 
Triclinic potassium dichromate may be called the a-form ; there is also a mono- 
clinic B-form. EH. Mitscherlich observed that when the molten dichromate is slowly 
cooled, crystals are formed which afterwards decrepitate; O. Lehmann showed 
that the change is reversible ; G. Tammann found that there is a large change in 
vol. at 240°, accompanied by an imperceptible thermal change; G. Tammann 
and Q. A. Mansuri measured the rate of crystallization of the powdered salt and 
found that it commences at 160° with particles over 1 mm. diam., at 166° with 
particles between 1-0 and 0-3 mm., and at 158-5°-163° with particles smaller than 
0-3 mm., and G. N. Wyrouboff concluded that potassium dichromate exists in three 
forms : (i) a monoclinic form stable near the m.p. ; (11) a triclinic form stable at the 
ordinary temp. ; and (iii) a second triclinic form stable in a narrow range of temp. 
between the other two forms. S. F. Schemtschuschny added that the transition 
temp., a-K,Cr,07=f-K,Cr,O7, is 236°; and P. L. Robinson and co-workers gave 
236-8°. P. L. Robinson and co-workers added that the salt separates from the 
fused state in a compact mass of dark brownish-red, tabular crystals with marked 
reduction in volume. On further cooling, the crystals change to a loose, orange- 
red powder. The existence of G. N. Wyroubofi’s second triclinic form has not 
been confirmed, so that the crystals which first separate from the cooling liquid are 
doubly refracting—probably monoclinic, and at about 236° these crystals pass into 
the ordinary triclinic form. O. Hauser and H. Herzfeld observed that when hot, — 
conc. soln. of potassium dichromate and hot potassium thiocyanate are mixed, the 
dichromate crystallizes on cooling in yellowish-brown, doubly-refracting, mono- 
clinic plates. The sp. gr. of this form is 2-10, whereas that of the ordinary triclinic 
variety is 2-67. The monoclinic dichromate is unstable, and is transformed into 
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the triclinic salt when kept in contact with its sat. soln., or in moist air. It seems 
probable that this form of the potassium salt is isomorphous with monoclinic 
ammonium dichromate. A. Duffour also observed that if a considerable excess of 
aluminium sulphate is added to a soln. of potassium monochromate, some aluminium 
hydroxide is precipitated, and when the soln. is concentrated by heat, potassium 
dichromate separates out in monoclinic and triclinic crystals. The monoclinic 
crystals are isomorphous with those of rubidium and ammonium dichromates. 
P. L. Stedehouder and P. Terpstra found for the monoclinic form a:b:c 
=1-0123 : 1: 1-7675, and B=88° 4:5’; and the optic axial angle of the pleochroic 
crystals 2V=—66° 14’. The X-radiograms gave a=7-42 A., b=7-35 A., c=12-97 A., 
and B=91° 55°, with 4 mols. per unit cell which is face-centred on the (100)-side. 
According to A. Duffour, the axial ratios for the three forms are a:b:c¢ 
=1-0167 :-1:2.1-7716, -and».B==91%) 55%, for... KoCr5 025: 61-0202 3.1 > 80s ean 
B=98° 28-5’ for Rb,Cr.07 ; and 1:0271 : 1 : 1:7663, and B=93° 42’ for (NH4)gCrOv7. 
Although the monoclinic crystals of the dichromate are the unstable form, they 
exhibit false equilibrium, and can be kept in contact with triclinic crystals in the 
cold without any appreciable change. They dissolve in a soln. saturated with 
respect to triclinic crystals at 12:5°, whereas triclinic crystals are unaffected under 
the same conditions. On heating, the monoclinic crystals decrepitate, and then 
behave like the triclinic crystals. The following description of potassium 
dichromate refers to the stable, triclinic forms unless stated otherwise. A. Duffour, 
and A. F. Hallimond discussed the isodimorphism of potassium and ammonium 
dichromates ; H. E. Buckley, the effect of dichromates on the crystallization of 
sodium chlorate. 

C. J. B. Karsten gave 2-603 for the sp. gr. of potassium dichromate ; J. Schabus, 
2°689 ; LU: Playfair:and Jig BP. Joule,,:2:692.ea6 3:92.) 2and) i aochin ae le 
H. G. F. Schroder gave 2-702 for that which had been melted, 2-751 for that which 
had been melted and disintegrated, and 2-702 for the powdered salt. P. Kremers, 
and G. T. Gerlach gave for the sp. gr. of soln. at 19-5°/19-5° : 


Cr, ©, 2k 3 5 7 9 11 13 15 per cent. 
Sp grrr ee 1867 1-022 1-037 1-050 1-065 1-080 1-097 1-110 


F. Floéttmann gave for the sp. gr. at 15°, 20°, and 25°, respectively, 1-0635, 1-0768, 
and 1-:0916. For A. Heydweiller’s observations, vide infra. J. A. Ewing and 
J. G. MacGregor gave for soln. with 0-99, 2:44, 4-76, and 7-69 per cent. K,Cr,07 
the respective values 1-0069, 1-0172, 1-0345, and 1-0561 at 10°/4°; and F. Fouqué 
gave for soln. with 5-9 grms. of K,Cr.07 per 1000 grms. of water 1-0045 at 0°/4° ; 
1-0037 at 16-4°/4°; 1-9812 at 75-5°/4°; and 1-9651 at 99°/4°; for soln. with 37:3 
grms. of salt per 1000 grms. of water, 1-0257 at 0°; 1-0234 at 19-6°; 1-0030 at 
69:°6°; and 0-9843 at 99°; and for soln. with 89-2 germs. of salt per 1000 grms. of 
water, 1-:0635 at 16°; 1:0349 at 79°; and 1:0221 at 99-5°. Observations on the 
sp. gr. were also made by EH. F. Anthon, R. L. Datta and N. R. Dhar. R. Lorenz 
and W. Herz studied the critical density of this and related salts. J. N. Rakshit 
studied the contraction which occurs when potassium dichromate is dissolved in 
water, and in ethyl alcohol. K. F. Slotte found the sp. gr. of soln. of potassium 
dichromate with 4-71 and 6-97 per cent. K,Cr,O7 to be respectively 1-0325 at 11°, 
and 1-0493 at 10-6°; and the viscosities (water 100) respectively 98-9, and 98: 6 
ap LOo sy 0:2 and. 76-9 at 20°; 61-7 and 62 at 30°; and 51-1 and 51:4 at 40°. 
A. Kanitz gave for 2N-, 4N-, and 8N-soln. the respective viscosities 1-0061, 1-0034, 
and 0-9999 (water unity) at 25°. L. J. Simon measured the viscosity of soln. of 
the salt—vide supra, potassium chromate. I. Traube gave 235-9 mgrms. for the 
drop-weight of the molten salt. R. Lorenz and W. Herz gave 123-6 for the surface 
tension at the b.p., and 140-6 at the m. a R. Lorenz and H. T. Kalmus gave for 
the viscosity 7 in C.G.8. units : 


397° 417° 437° 457° 477° 497° 507° 
n - 0-1339 00-1187 0-1059 0:0938 0:0823 0:0715 0:0664 
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F. Riidorff found that the salt in aq. soln. diffuses through a membrane without 
dissociation. According to T. Sabalitschka and G. Kubisch, when soln. of potassium 
dichromate are dialyzed, the ratio K : Cr outside the dialyzer is not constant but 
is greater than 1. Chromic acid dialyzed more quickly than potassium chromate. 
Hence, it was inferred that potassium dichromate is partly decomposed into normal 
chromate and trichromate in dil. aq. soln.: 2K ,Cr,0;=K.,Cr0,+K,Cr304o. 
L. Playfair and J. P. Joule found the coeff. of 
thermal expansion—cubical—of the salt to be 0-0122 *~ NeCh 0, 
between 0° and 100°. F. E. Neumann gave 0-1857 test t 
for the sp. ht.; while H. Kopp gave 0-186 between _ | 
21° and 52°; H. V. Regnault, 0-186 between 16° CSE | 
and 98°; and P. Nordmeyer and A. L. Bernoulli, | | 
0-1386 between —186° and 20°. T. Thomson ob- | 
served that the dichromate decrepitates when heated, eo 
and melts at a temp. much below redness, forming 
a transparent, red liquid, which on cooling solidifies [250 
to a red fibrous mass, which falls to pieces spon- Deine 
taneously—vide supra. C.Schubert, and W. Hempel Aecz NaCr0, 
and C. Schubert, observed that the evolution of 
gas sets in at 500°, and has not ceased as the temp. Fie. 70.—Reciprocal Salt Pair : 
is raised to 1500°; the reaction is represented een OR a 
4KCr,07=305+2(Cr.03.2KoCrO,). A. Eucken aia e. 
and G. Kuhn gave 0:00395 to 0-00417 for the sp. ht. of large crystals at —190° ; and 
at 0°, 0:00428 to 0:00429. 8S. F. Schemtschuschny found that the stable form at the 
higher temp. has the m.p. 395°; EH. Groschuff gave 396°; H. 8S. Roberts, 397-5° ; 
and P. L. Robinson and co-workers gave 398-4°-+0-5°. §. F. Schemtschuschny found 
that the m.p. diagram of mixtures of potassium chloride and dichromate has two 
branches meeting at the eutectic 366° and 27-5° molar per cent. of the chloride— 
Fig. 71. Solid soln. are formed only on the dichromate side of the curve, these 
contain about 25 molar per cent. of chloride. Sections viewed under the micro- 
scope have the uniform structure of solid soln. only when taken from the dichromate 
side of the eutectic, those on the chloride side show crystals of chloride embedded 
in the groundwork of the eutectic mixture. J.B. Robertson studied the equilibrium 
diagram for the system Na,Cr207+2KCI=K,Cr,07,+2NaCl at 25°, 50°, and 100° ; 
the results are plotted in Fig. 70. Potassium dichromate and sodium chloride are 
the compatible salt pair at all temp.; as the temp. increases the areas on the 
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diagram representing potassium and sodium chlorides increase considerably at the 
expense of the area representing potassium dichromate. The sodium dichromate 
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area is always very small. EH. Groschuff found that the f.p. curve of mixtures of 
potassium chromate and dichromate falls regularly from the m.p. of the chromate 
at 971° to the eutectic at 393° and 99 per cent. of dichromate, and it then rises to 
396° the m.p. of the dichromate. At the transition temp., a-K,CrO,=f-K,CrO,, 
666°, the mixture contains about 75-5 per cent. of dichromate—Fig. 72. 
K. Groschufi’s attempts to obtain the f.p. curve of mixtures of potassium chromate 
with over 50 molar per cent. of chromic acid were not successful owing to the 
decomposition of the chromic acid—Fig. 72. Potassium dichromate suffers con- 
siderable decomposition when heated to the m.p. of the monochromate. 
P. Grouvelle observed that at a high temp. potassium dichromate decomposes into 
potassium chromate, chromic oxide, and oxygen. 

M. Amadori studied the m.p. of mixtures of potassium dichromate with 
the dimolybdate and the ditungstate. The f.p. of 0-5M- and 0-1M-K,Cr,07 
is found by R. Abegg and A. T. Cox to be respectively —0-27° and —0-49° ; 
I. Koppel and EH. Blumenthal gave —0-63° for the f.p. of a sat. soln. having 
4-5 grms. of salt per 100 grms. of water. This is the cryohydric or eutectic temp. 
for which F. Guthrie gave —0-7° with 0-18M-soln., and C. M. Guldberg, —0-8° 
with 0-15M-soln. M. 8. Sherrill found the lowering of the f.p. of very dil. soln., 
and calculated the ionization factor 2—1. 10, 15—to be: 


K,Cr,0,  0-0005M- 0-00LM- 0:00510M- 0-1234.M- 0:02053.M- 
F.p. .  —0-00362° —0:00706° — —0-0350° —0-070° uM ia 
i Sao 3:8 3-70 3:07 2-98 
K,Cr,0, .  0:03004.M- 0:05340.M- 
[os eolaeee —0:158° 0-263° 
i luce ovate 2-66 


The first two sets of determinations quoted are by T. G. Bedford. The fact that 
the factor 7 in dil. soln. approaches to 4 means that not only is the molecule K,Cr.07 
ionized into three ions K,Cr,0,=2K’°+Cr,0,7’’, but that the acid residue is also 
hydrolyzed : Crg07"’+H,0=2HCr0,’. H.G. Leopold and J. Johnston found the 
mol. lowering of the vap. press. of soln. containing 0-4, 0-6, and 1:0M-K,Cr.07 to 
be respectively 0-0498, 0-0472, and 0:0419. P. Kremers gave 104° for the b.p. 
of a sat. soln.; M. Alluard gave 103-4° at 718 mm. press.; and I. Koppel and 
K. Blumenthal, 104-8° for a soln. with 108 grms. of salt per 100 grms. of water. 
A. Speransky found that the vap. press., p mm., of sat. soln. of the dichromate 
between 30-06° and 54-75° can be represented by p=K{(9—77-407) /6}5°, where 
log K=7-89408. R. Lorenz and W. Herz studied some relations between the b.p. 
and the critical temp. W. Herz gave 29-8 Cals. for the heat of fusion per gram. 
J. G. F. Druce discussed the creeping of the salt during evaporation. M. Berthelot 
gave for the heat of formation, (2H,CrOjaq,,2K OHag,)=27-2 Cals. at 8°; 26-8 Cals. 
at 12°; 26-4 Cals. at 18°; P. Sabatier gave 27-0 Cals. at 17°; and F. Morges, 
24-982 Cals. at 19-5°. M. Berthelot also gave (2CrO3aq,2KOHaq.)=43°8 Cals. at 
12° C and (2CrOgso1ias 2K O Hg 054) = 106-8 Cals at) 123 % (2Cr(OH)3,2KOH,, 30) 
=KoCreO7aq.+87°8 Cals. at 8°, and with KyCroOzsoiiq, 54:8 Cals. at 8°; and with 
KOH go1iq and KyCreOysoiia, 118-0 Cals. at 8°; (KeCrOysoiiqg,CrOggoia)=15:0 Cals., 
and K,Cr.0,(12 litres of water)+4KOH(8 litres of water) =2K CrOgag+23°6 
Cals. at 12°; while P. Sabatier gave 23-0 Cals. at 17°. H. Rose said that the 
dichromate dissolves in water with a feeble absorption of heat. For the heat of 
soln., T. Graham gave —17-08 Cals. ; F. Morges gave for a mol of the salt in 825 
mols of water —17-169 Cals. at 19-5° ; J. Thomsen, with 400 mols. of water, —16:7 
Cals. at 18° ; and with 653-5 mols of water, M. Berthelot gave —17-02 Cals. at 11-6°, 
or —17-02-6(@—15) Cals. at 6°. E. von Stackelberg gave for a mol of K,Cr,07 at 
17-5° with n mols of water : 


Te. : “ 0 1000 500 250 167 
Heat of solution 18,400 17,440 16,885 16,335 16,000 cals. 
Heat of dilution 960 555 550 335 


a 
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H. Dufet gave for the indices of refraction of the triclinic crystals a=1-7202, 
B=1-7380, and.A=1-8197 for the Na-line; and B=1-7209 for the Li-line; and 
P. L. Stedehouder and P. Terpstra gave for the pleochroic monoclinic crystals 
a=1-715, B=1-762, and y=1-892. F. Fouqué found for the refractive indices, p, 
with the D-line with soln. of 5-9 grms. of K,Cr,07 in 1000 grms. of water : 

9-0° 17-8° 50-0° 60-0° 70-0° 80-0° 93-2° 
Piers » cles3o" 1-3350 1-3305 1-3289 1-3269 1:3259 1+3216 


with soln. of 37-3 germs. K,Cr.07 per 1000 grms. of water : 


6-8° 16-0° 50-0° 60-0° 70:0° 80-0° 92-5° 
be . ~ 1:3413 1-3405 1-3340 1-3340 1-3322 1-3300 1-3270 


and with soln. of 89-2 grms. of K,Cr,07 per 1000 grms. of water : 


16-8° 40-0° 50:0° 60-0° 70:0° 80-0° 95-4° 
1a+- - 1+3508 1-3476 1-3459 1-3441 1-3420 1:3397 1-3360 


F. Flottmann gave for soln. sat. at 15°, 20°, and 25° the values 1-35028, 1-35345, 
and 1-35685 for the D-line. J. Wagner, E. Viterbi and G. Krauz, A. Lallemand, 
K. Forster, K. Vierordt, P. Bary, B. K. Mukerji and co-workers, and R. L. Datta 
and N. R. Dhar made observations on this subject; and M. G. Mellon studied 
the colour of the soln. J. H. Gladstone gave for the equivalent refraction with 
the p-formula, 79-9. The extinction coeff. of 0:03399M-K,Cr.07 for light of wave- 
lengths A=508-6up, 520-94, 536up, and 546-lup are respectively 2-12, 0-976, 0-246, 
and 0-117. L.R. Ingersoll found Verdet’s constant for the electromagnetic rotatary 
power for light of wave-length 0-6, 0-8, 1-0, and 1-25yu to be 0-0108, 0-0064, 0-0042, 
and 0-0025 respectively for soln. of sp. gr. 1085. The absorption spectrum was 
studied by P. Sabatier, A. Etard, O. Knoblauch, F. Griinbaum, K. S. Gibson, 
H. C. Jones and W. W. Strong, T. Aden, N. R. Tawde and G. R. Paranjpe, G. Jander, 
J. Formanek, W. Bohlendorff, H. Bremer, F. Melde, G. Rossler, J. Miiller, 
J. M. Hiebendaal, H. Settegast, and C. P. Smyth. I. Plotnikoff and M. Karsulin 
observed that the absorption of light by potassium dichromate begins at 595up, 
and extends towards the ultra-violet. The photochemical absorption begins at 
595up in the yellow, reaches a maximum at 500up in the green, and then decreases 
to about 240up. According to C. Schaefer and M. Schubert, the ultra-red reflection 
spectrum of potassium dichromate has three maxima, one at 18-12u, and complex 
ones at 12-14u to 13-22u, and at 10-44 to 1l-lu. A. E. Lindh, D. Coster, and 
O. Stelling studied the X-ray spectra. H. von Halban and K. Siedentopf, and 
J. B. Ferguson discussed the potassium dichromate and molybdenum nitrate light 
filter. H.M. Vernon estimated the degree of ionization of aq. soln. of the salt from 
the colour. I. Plotnikoff, and M. Schwarz studied the photochemical oxidation of 
organic compounds by dichromates and chromates—vide supra, chromium trioxide. 
A. Reychler observed that in darkness there is no perceptible action between potas- 
sium iodide, and dichromate, and eosin in aq. soln., but in light iodine is liberated. 
A. Kailan found that an aq. soln. of potassium dichromate is reduced at the rate 
of 31011 mol per second by exposure to radium rays. R. Hunt thought that 
actinized soln. of potassium dichromate produce precipitates of chromates of 
a different colour from those obtained from soln. made and kept in the dark. 
¥. Bush showed that the difference is due to the difference in the rate of mixing the 
soln., and not an effect of actinization—vide supra, silver chromate. T. Svensson 
studied the change in the conductivity, and potential of soln. of potassium 
dichromate in sulphuric acid when exposed to light. W. Herz gave 2:-42x10" 
for the vibration frequency. A. Kailan found that the salt is decomposed by 
exposure to radium radiations. EH. Montignie observed that potassium dichromate, 
after exposure to ultra-violet light, affects a photographic plate. 

J. A. Fleming and J. Dewar found that the dielectric constant of water with 
some potassium dichromate in soln. is not much affected, and similarly at —185°. 
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W. Schneider observed no piezoelectric effect. R. Lorenz and H. T. Kalmus found 
the sp. electrical conductivity of the fused salt to be: 


; 397° 417° 437° 457° 477° 497° 507° 
Sp.cond. . 0:1959 0-2381 0-2745 0:3109 0-3473 0:3837 0-4019 mho. 


Observations on the conductivity of aq. soln. were made by R. Lenz, M.S. Sherrill, 
P. Walden, and J. Lundberg. A. Heydweiller found for 0-1N-, 0-2N-, and 0-5NV- 
soln., the respective values 0-01010, 0-02012, and 0-05005 for the sp. gr. at 18°, 
and 98-2, 93-1, and 85-4 for the eq. electrical conductivities. H.C. Jones and 
C. A. Jacobson observed the mol. conductivity, 1 mho, between 0° and 35°, and 
A. P. West and H. C. Jones between 35° and 65° when a mo! of the salt is dissolved 
in v litres : 


v ° . 8 16 32 128 512 1024 2048 
Ori) yee) A Os3 128-7 137-5 152-6 190-6 204-9 214-6 

Le ie SLOG TL WA ES | 184-2 204:°5 260-8 280-5 294-3 

pe § 25° . 2169 243-0 262-9 297-0 384-0 420-5 441-7 
35° . 261-7 294-5 319-9 365°3 4754 522-8 553-4 

65° 221 1952:9 — 396-9 417-9 426°8 — 448-9 

0° - 54-2 60-0 64-1 71-1 88-8 95-5 100-0 

a { 35° « 47:3 53-2 57°8 66-0 85-9 94-5 100-0 
65° s. 21836 — 88-4 93-1 95-1 — 100-0 


The calculated values for the percentage ionization, a, are also indicated. 
W. C. D. Whetham gave for the eq. conductivity, A mho, with soln. containing 
N-gram-equivalents per litre at 0°: 

N ¢ -  9-00001 0-0001 0-001 0-01 0-1 0-2 

A. : - 81-3 76°3 714 70°4 64°3 61-5 


and inferred’from the small rise in conductivity with increasing dilution soln. of 
medium conc., and a larger change with soln. of small conc., that in the former 
case the ionization proceeds Cr,0,”+H,0=2HCrO,’, and in the latter case 
HCr0O,’=H'+CrO,”. E. Spitalsky found the H’-ion conc., from observations 
on the effect of the dichromate soln. on the velocity of hydrolysis of diazoacetic 
ether, to be 0:000259 with soln. containing 0-1012 mol of K,Cr.O7 per litre, and 
0-000188 with soln. containing 0-0664 mol per litre. W.V. Bhagwat and N. R. Dhar 
found that the salt exists in aq. soln. probably as KHCr,O4. G. P. Vincent 
studied the depolarizing action of acidic soln. of the dichromate on hydrogen 
liberated at a smooth platinum electrode. T. Murayasu studied the con- 
ductivity of soln. in glycine. W. Spring observed that soln. of dichromate, on 
standing, slowly change their colour, and their electrical conductivity ; this means 
that there is a slow change in the condition of the soln.—vide supra, potassium 
chromate, and chromic acid. H. Buff observed that on electrolysis of the molten 
salt, oxygen is evolved at the anode; and F. Morges added that the dichromate is 
reduced to chromate at the cathode—vide supra. For the photochemical action 
of light, vide chromic acid. S. Schlivitch observed a photovoltaic effect with soln. 
of potassium dichromate and platinum electrodes. F. Weigert studied the electro- 
lytic reduction of soln. of the dichromate. J. B. Johnson discussed the e.m.f. due 
to the thermal agitation of a soln. of the dichromate. 

G. Meslin said that potassium dichromate is paramagnetic. He found that 
the magnetic susceptibility of the powder is 0-13 x 10~6 mass unit; and G. Quincke 
gave for a soln. of the dichromate between 18° and 20°, 0:76x10~6 mass unit. 
J. Forrest measured the variations in the parallel and transverse components of 
the magnetization of the crystals. P. Weiss and P. Collet found the paramagnetism 
of a soln. of the dichromate is constant between 14° and 50°; and the subject was 
discussed by P. Weiss, L. A. Welo and A. Baudisch, and 8. Berkman and H. Zocher. 
W.G. Hankel and H. Lindenberg found that the crystals exhibit pyroelectricity in 
that when warmed the (001)-face is usually positively electrified, and the (001)-face 
negatively electrified—the reverse behaviour is rare. 
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T. Thomson said that potassium dichromate has a cooling, bitter, metallic taste ; 
it is stable in air, and is not hygroscopic. V. Ipatieff and A. Kisseleft found that 
when 2N-K,Cr.07 with some conc. sulphuric acid is exposed to hydrogen at 180° 
to 200 atm. press., a crystalline compound, K,0.Cr,03.Cro(SO4)3.H,0, is formed. It is 
insoluble in acid, and is dissolved by molten sodium carbonate and potassium nitrate. 
H. P. Cady and R. Taft found potassium dichromate to be appreciably soluble in 
phosphoryl chloride, and very slightly soluble in liquid sulphur dioxide. According 
to C. F. Cross, in an atm. sat. with moisture, a mol of the salt takes up 3-5 mols 
of water which is removed by pressing it between filter-papers. Observations on the 
solubility of potassium dichromate in water were made by T. Thomson, H. Moser, 
M. le Blanc, M. Alluard, P. Kremers, M. 8. Sherrill, A. Michel and L. Krafft, and 
H. G. Greenish and F. A. U. Smith. The following observations on the percentage 
solubility, S, are due to I. Koppel and E. Blumenthal for temp. below 100°, and to 
W. A. Tilden and W. A. Shenstone for temp. above 110° : 

—0-63° 0° 30° Gee) LOR ers 117° 148° 180° 

See . 431 4-43 15-40 31-30 52-00 56-10 66-80 72-50 


—vide Figs. 36 to 41. F. A. H. Schreinemakers gave 18-12 per cent. at 30°. 
A. Kitard obtained the following values for S : 
12 20° ei. 9} 104° 150° 215° e122. 360° 
rote o> (401 10°4 30°2 48 60:8 76-9 91-8 97-4 


but the results are considered to be too low. F. Fléttmann found the solubility 
at 15°, 20°, and 25° to be 0-321, 0-396, and 0-482 mols per litre, or 8-893, 10-822, and 
12-980 per cent. R. Marc, M. le Blanc and W. Schmandt, and HE. V. Murphree 
measured the rate of soln. of the salt in water, and showed that the process is deter- 
mined by the rate of diffusion of the salt from the surface of the solid into the body 
of the liquid. J. Traube and W. von Behren discussed the formation of submicrons 
during the dissolution of the dichromate. 'T. Thomson said that an aq. soln. of the 
salt reddens litmus, and R. T. Thomson, and J. A. Wilson, that it is neutral towards 
lacmoid. The hydrolysis, Cr.07"+H,0=2Cr0,'""+2H’, was studied by J. Sand 
and K. Kastle, and the equilibrium constant, K=[Cr0,"}?[H j2/[Cr.07”], could 
not be determined satisfactorily owing to unrecognized disturbing conditions, but 
approximate estimates gave K=1-5x10713 at 25°; consequently, a 0-1N-soln. is 
0-18 per cent. hydrolyzed. W. Herz and F. Hiebenthal gave for the solubility of 
potassium dichromate, S, one-sixth mol per litre, in n-normal soln. of lithium 
chloride, etc. : 

n 0 0-49 092 1:78 278 361 4-49 

S 2°89 2°78 2°55 2°26 1-85 1-37 1-32 

n 0-47 0:94 191 284 380 421 5-63 

S 2-91 2°98 2°79 2°62 2°33 2°24 2°06 

n Set aa bs: 1-79 2°59 3°10 4-00 5:32 

S : WAND S2 2°54 2°32 2°16 1-83 0-91 

n 0-45 0-93 1-84 2°31 2-74 3°15 

S 
n 
S 


MgCl, By eee Cae 904+ igtoy 401-7 1-76 

CaCl 0-24 0:45 0-92 1-41 1-64 1:87 11-42 
2 Watice 2Ree 99:61. 9:84. 969" * B92 9°96! >. 1 P-88 

OT aaa wuOGley A100 4. 202°" 288" OB4l gi47 


et ieee e aecSo 2°91 2°73 2°69 2°62 2°38 


where for LiCl, S=2:90—0°352n; for NaCl, S = 3:195—0-230n; for NH,Cl, 
S=3:066—0°309n; for MgCle, S=2:95—0°380n; for CaClg, S=3:02—0°250n ; 
and for SrClo, S=3'12—0:210n. 

A.C. Robertson represented the catalytic action of the dichromate on hydrogen 
dioxide by the cyclic reactions: K,Cr,0;,+H,0,=2KCr0,+H,0, and 2KCrO, 
+H,0,—K,Cr,0,+H,0+0,. E. Pietsch and co-workers studied the surface- 
conditions in the reaction between potassium dichromate and hydrogen dioxide. 
For the action of hydrogen dioxide, vide infra, perchromates. J. W. Thomas 
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found that potassium dichromate first forms potassium chloride, and chromium 
trioxide, and then a brown chromium oxide, but no chromy]l chloride. 

W. K. van Haagen and H. F. Smith found that hydrogen fluoride passed over 
heated potassium dichromate removes nearly all the chromium. According to 
F. Fichter and EK. Brunner, if a dil. soln. of potassium dichromate is treated with 
fluorine, it becomes green and is reduced to a chromic salt, most probably the 
fluoride. Crude fluorine always containing free hydrogen fluoride ; the action of 
fluorine upon an aq. soln. furnishes hydrofluoric acid and its conc. may be sufficient 
for the formation of chromic fluoride. In this case, fluorine acts as a reducing 
agent. This contradictory behaviour must be explained by the intermediate 
formation of hydrogen dioxide, thus: 2H,0+F,=H,0,+2HF. The formation 
of hydrogen dioxide can be detected by working with a small quantity of chromic 
acid and in the presence of dil. sulphuric acid ; under these conditions and by proper 
cooling we obtain the blue perchromic acid, soluble in ether. Perchromic acid is 
very unstable, losing oxygen and yielding chromic salts ; in this manner the reduc- 
tion of dichromate can be carried out quantitatively by prolonged treatment with 
fluorine. K. H. Butler and D. McIntosh observed that the dichromate is insoluble 
in liquid chlorine, and has no action on the b.p. of the liquid. According to 
K. M. Péligot, a soln. of potassium dichromate in boiling hydrochloric acid deposits, 
on cooling, potassium chlorochromate. R. E de Lury, and G. Kernot and 
F’. Pietrofesa concluded from their observations on the action of potassium dichro- 
mate on acidic soln. of iodides that the reaction is of the first order with respect to 
the Cr.0,’’-ion, nearly of the second order with respect to the H’-ion, and between 
the first and second order with respect to the I’-ion. R. F. Beard and N. W. Taylor 
showed that there are many anomalous results in connection with the reaction : 
Cr,07"+6l’+ 14H’ =2Cr"+7H,0+3I,, which disappear in the presence of 1-5.M- 
NaCl. Two simultaneous: reactions occur: H’+I'+Cr,0,”—HI.Cr,07”; and 
2H +-21’+Cr,07""->(H])2.Cr,0,”. The velocity constant, k, is given by 
k=14-6[H |[1’|-+-53000[H'|2[I’]2.. The reaction was studied by N. A. Izgarischefi 
and A. K. Belaieff. 

J. B. Senderens found that a soln. of potassium dichromate is decolorized by 
boiling it with sulphur, forming Cr7Oj9, or 3Cr,03.CrOs, and a soln. of potassium 
sulphate and thiosulphate. A. Manuellifound that if a mixture of sulphur and the 
dichromate is heated in a sealed tube, chromic oxide is formed; and K. Briickner 
said that the reaction of the dichromate resembles that of the monochromate 
(q.v.) with sulphur—vide supra, the preparation of chromic oxide. A. A. Hayes 
said that hydrogen sulphide precipitates some hydrated chromic oxide mixed with 
sulphur; and P. Berthier, that sulphur dioxide colours the soln. green forming 
potassium chromic sulphate and dithionate. H. Bassett said that 94-95 per cent. 
of chromic sulphate and 5-6 per cent. of dithionate are formed. W. R. Hodg- 
kinson and J. Young studied the action of dry sulphur dioxide on the salt. 
O. Popp represented the reaction with sodium thiosulphate: 2K ,Cr207+NaeS.03 
=K,Cr0,+Cr,03.CrO3+K,80,+Na,803. W. H. Balmain found that when 3 
parts of the dichromate are heated with 4 parts of sulphuric acid, chromium and 
potassium sulphates, water, and oxygen are formed, and he used this mode of 
preparing oxygen in preference to the potassium chlorate process—wde supra, 
chromium trioxide. G. Grather and T. Nagahama observed that potassium 
dichromate is reduced by sodium sulphide, sulphite, and thiosulphate in the order 
of increasing effect. M. Traube found that a mol of the salt dissolved in 3-5 parts of 
water and treated with 2 mols of H,SO, in the cold is not decomposed, but it is 
decomposed by 3 mols of sulphuric acid with 0-5 part of water per mol of salt, but 
not with 2 parts of water. H. Schwarz made observations on this subject—de 
supra, the preparation of chromium trioxide. H. C. Franklin and C. A. Kraus found 
that the salt is insoluble in liquidammonia. The action of ammonium chloride has 
been indicated in connection with the preparation of chromic oxide. F. Santi found 
that a conc. soln. of ammonium chloride may convert the dichromate to chromic 
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acid. According to G. B. Frankforter and co-workers, the reaction which takes 


place when the mixture is heated at 290° is different from that which occurs at a dull 


red-heat, the composition of the gas evolved and of the residue left after lixiviation 
being different in the two cases. A mixture of ammonium chloride and potassium 
dichromate does not undergo any change until a temp. of 210° is attained. The 
mixture then becomes yellowish-brown, owing to the formation of chromium 
dioxide. At 260°, a slate-coloured residue is obtained, which, on lixiviation with 
water, leaves small, greenish-black, iridescent spangles of a hydrated chromium 
oxide, Crg03.2H,O. The change which takes place does not depend only on the 
temp., but also on the proportions of the salts employed. At 370°, in presence 
of a considerable excess of ammonium chloride, chromium chloride and ammonia 
are formed. If, however, the potassium dichromate.is in large excess, a black 
residue is obtained, together with some unchanged dichromate. Under certain 
conditions, chlorine is liberated, and in some cases, a nitride of chromium is produced. 
It is supposed that the complexity of the reaction is largely due to the dissociation of 
ammonium chloride, which is the first change to take place when the mixture is 
heated. E. Mitscherlich, and F. Bothe found that a soln. of the salt in nitric acid 
deposits crystals of the terchromate. KE. Kopp said that phosphorus reduces the 
soln. in sunlight or when heated, forming potassium chromate and a little chromium 
phosphate. A. Michaelis found that in a sealed tube, the salt is partially decomposed _ 
phosphorus trichloride at 166°, forming potassium chlorochromate, phosphoryl 
chloride, potassium phosphate, and chromium chromate. A mixture with carbon 
detonates slightly when heated. 8S. Levites studied the adsorption of the salt from 
aq. soln. by charcoal. EH. J. Bowen and C. W. Bunn studied the photochemical 
oxidation of alcohols by dichromates. H. B. Weiser and E. B. Middleton 
attributed the conversion of potassium dichromate into chromate, observed by 
N. Ishizaka, to the disturbance of the equilibrium : Cr,07’’+H,0=2H’+2CrO,’, 
by the preferential adsorption of H’-ions by the alumina. W. Kuczynsky found that 
a 4 per cent. soln. of potassium dichromate electrolytically pitted the surface of 
aluminium at 220 volts. J. Morland, and A. Reinecke studied the action of 
ammonium thiocyanate. B. Reinitzer found that the dichromate is insoluble in 
alcohol. HE. J. Bowen and EH. T. Yarnold studied the photochemical oxidation of 
ethyl alcohol by the dichromate. L. Godefroy studied the joint action of alcohol 
and chlorine or iodine; and A. Commaille, the joint action of acids and ether. 
F. W. O. de Coninck observed that 100 grms. of a sat. soln.in glycol contain 6 grms. of 
potassium dichromate. A. Naumann found that the salt is insoluble in benzonitrile, 
and acetone; and W. Hidmann, insoluble in acetone and methylal. D. Lindo observed 
that a brown colour is produced with phenol, and HE. A. Parnell studied the joint 
action of phenol and hydrogen dioxide. J. Piccard and F. de Montmollin observed 
that the oxidation of aniline by potassium dichromate is a reaction of the second 
order. A. Commaille found that tannin gives a brown precipitate. For the action 
on gelatin, wide swpra, chromic acid. G. Grather and T. Nagahama studied the 
reduction of dichromates to basic chromates by lactic acid, tartaric acid, glucose, 
dextrose, tannin, glycerol, formaldehyde, thiosulphates, sulphites, and sulphides, 
and found that the relative activity of these substances decreases in the order given. 
Methy] alcohol did not reduce the salt. J. W. Williams and EH. M. Drissen investi- 
gated the action of the salt on cysteine. EH. H. Riesenfeld and O. Hecht studied 
the photochemical reaction with ethylene glycol; and J. Plotnikoff, and 
D. 8. Morton, the photoxidation of organic compounds by the dichromate. 

S. Kern represented the reaction with magnesium: K,Cr.07+Mg+2H,0 
=MegCr,0,+2KOH+H,; and E. Heyn and O. Bauer observed that a dil. soln. of 
the dichromate dissolves iron, but soln. of certain concentrations retard the rusting 
of iron. W. P. Jorissen and G. M. A. Kayser discussed the reaction with sulphur 
and aluminium, and sulphur and iron. According to F. Margueritte, dil. soln. of 
potassium dichromate become paler in colour when treated with potassium chloride, 
nitrate, or sulphur, with ammonium nitrate or sulphate, or with sodium carbonate or 
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tetraborate. H. J.P. Venn and V. Edge noted that basic cupric chlorides are formed 
by the action of a dil. soln. of potassium dichromate on cuprous chloride. When the 
dichromate is mixed with silicon and heated in the electric arc, L. Kahlenberg and 
W. J. Trautmann found that it is readily reduced to a porous green slag. J.C. Witt, 
and M. Neidle and J. C. Witt, studied the action of potassium dichromate on stannous 
sulphate and stannous chloride. According to EK. R. Bullock, the reaction between 
silver in gelatin and a soln. containing potassium dichromate and a bromide, slightly 
acidified with acetic acid, only occurs in presence of potassium ferricyanide or copper 
sulphate, which appear to act as catalysts. The action of the catalyst is attributed 
to the greater simplicity of the initial ionic reaction: Fe(CN),g’+Ag=Ag’ 
+Fe(CN)¢’’’, or Ag+Cu”=Ag’+Cu’, as compared with 3Ag+Cr™""°=3Ag° Cr”, 
which involves four ions instead of two. The concentrated soln. of potassium 
dichromate in 0:3N-NaOH increases up to 6-5 per cent. when shaken with animal 
charcoal—negative adsorption; with more dil. soln., the conc. is diminished— 
positive adsorption. The negative adsorption is explained on the assumption that 
the conc. of the water on the surface of the particles of charcoal is increased. 
K. Brentel recommended potassium dichromate as a standard for acidimetry. 
R. G. van Name and F. Fenwick studied the electrometric titration of ferrous 
salts with potassium dichromate ; K. Someya, the action of potassium dichromate 
on potassium ferrocyanide ; and M. M. Narkevich, the acceleration due to oxidation 
produced by the dichromate when copper dissolves in sulphuric acid. 


W. K. Sullivan added that if an almost boiling soln. of a mol of potassium 
dichromate is treated with 2 mols of sulphuric acid, the orange-red crystals which 
separate on cooling appear to be potassiwm dihydrosulphatodichromate because they 
have the composition K,Cr,0,.2KHSO,, but there is really nothing to show that this 
is a chemical individual. According to J. Fritzsche, potassium disulphodichromate, 
K,(Cr,S),0,, or KO.SO,.0.CrO,.OK, is formed in the preparation of chromic acid by the 
action of sulphuric acid on an excess of potassium dichromate. H. Reinsch, and 
H. Schiff, however, regarded the product so obtained as a mixture of potassium sulphate 
and dichromate. H. Schiff represented the action of fused potassium chlorochromate on 
potassium sulphate by the equation: K,SO,+KCr0O;Cl=KCl+KO.Cr0O,.0.S0,.OK ; 
and on potassium hydrosulphate, by: KHSO,+KCr0O,Cl=HCl+KO.CrO,.0.80,.0K. 
He said that the colour of the salt is the same as that of potassium dichromate; and 
that it is decomposed by water into potassium sulphate and dichromate, and sulphuric acid. 


L. Grandeau > prepared crystals of rubidium dichromate, Rb,Cr,0,7, from a 
soln. of rubidium carbonate in an excess of a warm aq. soln. of chromic acid. 
F. A. H. Schreinemakers and A. Filippo’s observations on the equilibrium conditions 
are summarized in Fig. 46. According to G. N. Wyrouboff, there are three forms, a 
monoclinic form and two triclinic forms, but observations by J. A. le Bel, W. Storten- 
becker, and B. Gossner have established the existence of only two varieties—mono- 
clinic and triclinic. W. Stortenbecker said that the monoclinic form is alone 
produced when soln. are crystallized below 35°, and the triclinic form when crystalli- 
zation occurs at temp. above 75°; and J. A. le Bel said that the red triclinic variety 
alone crystallizes from acidic soln., whilst in the presence of a little alkali, the yellow 
monoclinic modification separates. ‘The dimorphism is not conditioned by temp. 
alone. W. Stortenbecker added that the monoclinic and triclinic modifications of 
rubidium dichromate are monotropic, but that the small difference in stability 
between them retards the transformation of one into the other. If the time is great, 
the triclinic form is obtained, but a rapid crystallization gives sometimes the mono- 
clinic, sometimes the triclinic, and sometimes a mixture of the two. This is probably 
the explanation of G. N. Wyrouboff’s statement to the effect that, if crystals of one 
form are placed in contact with a sat. soln. of the other, they remain indefinitely 
without showing the slightest indication of transformation, no matter what the temp. 
G. N. Wyrouboff gave for the axial ratios of the monoclinic crystals a : b : c=0-596 : 
1 : 0:3388, and B=87° 8’; while B. Gossner gave 1-0202:1:1-8081, and B=93° 
28-5’. G. N. Wyrouboff found that the (010)-cleavage is incomplete, that the optic 
axial angle 2V =83° 16’; the optical character is negative ; and the sp. gr. is 3-021. 
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The axial ratios of the triclinic pinacoids are a : 6 : c=0-5609 : 1 : 0-5690, anda=91°0’, 
b=93° 52’, and y=81° 34’. B. Gossner said that the (001)- and (010)- cleavages 
are complete, and that the (100)-cleavage is distinct. G. N. Wyrouboff found that 
the optical axial angle 2H—107° 42’; the optical character is positive; and the 
sp. gr. is 3-125. A. F. Hallimond discussed the mol. vols. of the isomorphous 
dichromates. The monoclinic form is considered by W. Stortenbecker to be the 
labile form more easily soluble in water; and he gave for the solubility, S per 
cent. : 


(14°) 18° (26°) 30° 40° (43°) 50° 65° 
monoclinic . 4:45 5:42 8-00 9-08 13°22 16°52 18-94 28°8 
triclinic . 4-40 4-96 7-91 8°70 12-90 14:57 18-77 27:3 


The data for the bracketed temp. were determined by G. N. Wyrouboff. Accord- 
ing to J. A. le Bel, a red crystal placed in a soln. from which yellow crystals are 
separating passes into soln. so-that the solubility of the two forms is not the same. 
F. A. H. Schreinemakers and A. Fillippo found that a sat. soln. contains 9-47 per 
cent. Rb,Cr,07 at 30°. 

According to C. Chabrié,® the evaporation of an aq. soln. of 100 parts of cesium 
chromate and 26 parts of chromium trioxide furnishes ceesium dichromate, 
CsgCr.0,; F. R. Fraprie obtained the salt by treating cesium chromate with sul- 
phuric acid. The conditions of equilibrium worked out by F. A. H. Schreinemakers 
and D. J. Meijeringh are summarized in Fig. 47. C. Chabrié said that the pale 
red crystals are very stable ; and F. R. Fraprie added that the crystals are triclinic 
with complete basal cleavage; and they are much more soluble in hot than in cold 
water. A. F. Hallimond discussed the mol. vols. of the isomorphous dichromates. 
F. A. H. Schreinemakers and D. J. Meijerinck represented for the Sed of the 
different alkali dichromates, at 30°, 


Li Na NH, K Rb Cs 
M,Cr,0, . 566 66-4 32-05 15:34 9:47 5-20 


F. Drége,’ J. Schulze, and M. Gréger prepared cupric dichromate, CuCr,0,.2H,O, 
by evaporating a soln. of cupric hydroxide in aq. chromic acid, and, if any green 
crystals separate, pouring off the clear soln., and evaporating the remaining liquor 
over conc. sulphuric acid. C. Freese obtained a basic chromate by this process. 
L. Balbiano obtained cupric dichromate by evaporating a soln. of the basic chromate 
in aq. chromic acid—if alcohol is added to the soln., a basic chromate is precipitated. 
A. Viefhaus obtained cupric dichromate from the soln. obtained by treating barium 
chromate with cupric sulphate, and J. Schulze, from the soln. of cupric carbonate 
in aq. chromic acid. F. Zambonini said that the triclinic crystals have the axial 
Eapios a> b+ c=—-0-6133:1:0-5117, and a—67° 2’ 16”, B=125° 14’ 3”, and 
y=111° 26’ 2” ; and the sp. gr.is 2-286 at 19°. F. Droge, and J. Schulze said that 
the crystals of the dichromate are brownish-black; they lose all their water at 
100°, and decompose at a red-heat; they deliquesce in air; are sparingly soluble 
in water without decomposition; they are also soluble in alcohol, and in aq. 
ammonia. N. Parravano and A. Pasta obtained cupric tetramminodichromate, 
CuCr,07.4NH3.2H,0, in black prismatic crystals by evaporating an ammoniacal 
soln. of the compound which cupric dichromate forms with pyridine. J. Schulze 
said that if a soln. of cupric dichromate be treated with an excess of cupric carbonate, 
the basic product has a variable composition. <A. and L. Lumiére and A. Seyewetz 
observed that light reduces cupric dichromate gelatine less readily than gelatine 
with ammonium dichromate. N. Parravano and A. Pasta obtained complex salts 
with pyridine, aniline, and ethylenediamine. G. Kriiss and O. Unger prepared 
ammonium cupric dichromate, 3(NH,)oCr2g07.2CuCr,07.6H,0, in dark brown 
tetragonal crystals, by evaporating or cooling a hot conc. soln. of 2 molar parts 
of ammonium dichromate and cupric dichromate. It loses its water, with some 
decomposition, at 100° ; and at a higher temp., it decomposes with incandescence. 
The salt is soluble in water. A. Stanley reported sodium copper dioxydichromate, 
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Na,Cr,07.2Cu0.CuCr,07.4H,0, by the action of a soln. of sodium dichromate on 
freshly-precipitated cupric hydroxide. The brown, microcrystalline powder 
loses water at 200°, and decomposes at a higher temp. It is almost insoluble in 
water; and only slightly soluble in alcohol. 

According to H. Moser,8 the action of chromic acid on a soln. of silver nitrate 
furnishes ruby-red crystals of silver dichromate, Ag,Cr,07,; L. N. Vauquelin 
obtained the same salt from a soln. of silver chromate and nitric acid. O. Mayer, 
and W. Autenrieth used similar processes. R. Warington, C. Freese, W. Autenrieth, 
and HK. Jager and G. Kriiss obtained the salt by adding potassium dichromate to 
a soln. of silver nitrate. A. Janek, and M. 8. Dunin and F. M. Shemyakin studied 
the formation of rhythmic rings of silver dichromate. G. P. Baxter and R. H. Jess 
mixed potassium dichromate or chromic acid and silver nitrate in nitric acid, and 
crystallized silver dichromate from 0-16N- to 3N-HNO3, and dried the product 
at 150°, and afterwards powdered the product and dried it at 200° in a current of 
dry air. KE. R. Riegel and M. C. Reinhard, D. A. Audalian, E. 8. Hedges, and 
HK. S. Hedges and R. V. Henley studied the formation of rhythmic rings of silver 
dichromate in gelatine—vide supra, silver chromate. R. Warington, and 
A. Helmsauer found that a silver plate becomes covered with scarlet crystals of 
silver dichromate when it is immersed in a soln. of potassium chromate and 
dichromate and sulphuric acid—a little chromic oxide is formed. G. H. Zeller said 
that heat hastens the formation of the crystals. The crystals appear dark brown 
or dark grey or black in reflected light, and scarlet-red or carmine-red in trans- 
mitted light. J. Schabus said that the triclinic pinacoids have the axial ratios 
a:b: c=1-53820:1:1-0546. H. G. F. Schréder found the sp. gr. to be 4-669 ; 
while G. P. Baxter and R. H. Jess gave 4-770 at 25°/4°. R. Warington found the 
dichromate to be sparingly soluble in water forming a bright yellow soln. which 
reddens litmus, and yields crystals on evaporation. When boiled with water, it 
forms dark green chromate, and an acidic soln. which deposits the dichromate on 
cooling; W. Autenrieth represented the reaction Ag ,Cr,07,+H,0=AgoCrO,4 
+H,CrO,. O. Mayer gave for the solubility 1-9 1074 mol per litre at 15°; and 
M. 8. Sherrill and D. HE. Russ, 7-310 mol per litre at 25°. M. 8. Sherrill and 
D. EH. Russ said that water, and nitric acid below 0:06N-HNOs, decompose the 
dichromate with the separation of chromate. They found for the solubility, S 
milliatoms per litre, at 25°: 


HNO, . ON- O-O1N- 0-02N- 0:04N- 0-06N- 0-08N- 0:10N- 
s Nee : - 32°20 25-06 20-21 13°59 11-10 11-10 0:624 
Ag. : 5°390 6-131 7-148 9-529 11-10 11-10 — 
SSE Inne rd 
Solid phase. Ag,CrO,+Ag,Cr,0, Ag,Cr20, 


R. Warington said that the salt is freely soluble in nitric acid and in aq. ammonia. 
A. Helmsauer said that when heated to redness, silver, and chromic oxide are 
formed. F. B. Hofmann observed that the powdered dichromate collects at the 
boundary surface when shaken with a mixture of water and benzene, toluene, 
xylene, or chloroform. 8. H. C. Briggs observed the formation of complex salts 
with pyridine, AgoCr.07.4(and 6)C;H;N ; and G. Kriiss, and 8S. Darby, complex 
salts—AgoCr.07.1(and 2)HgCy,. R. G. van Name and R. S. Bothworth found 
that when silver sulphate and dichromate, the former greatly in excess (99 : 1), 
are crystallized at a temp. of 25° from an acidic soln. (standard soln. of sulphuric 
acid), there are obtained solid soln. of sulphate and dichromate, ranging in colour 
from pale yellow to scarlet, and with the same rhombic form as the pure sulphate. 
These crystals contain up to 4-1 molar per cent. of dichromate. When a greater 
proportion of dichromate is present in the acidic soln., crystals of the dichromate 
alone separate. J. W. Retgers could not prepare solid soln. of these two salts. 
P. Ray and J. Dasgupta studied complexes with hexamethylenetetramine. 

L. N. Vauquelin 9 prepared calcium dichromate, CaCr.0,.3H,0, from a soln. 
of calctum oxide in chromic acid ; and J. F. Bahr, from a soln. of calcium chromate 
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in chromic acid, and evaporating the liquor over conc. sulphuric acid, or in vacuo. 
F. Mylius and J. von Wrochem supposed that the salt is tetrahydrated, but they 
obtained the dichromate, in red, six-sided plates, from a sat. soln. at 18°, when 
61 per cent. of CaCr.Q7 is present. When freshly prepared, the crystals of the . 
trihydrate are red, but when left on a porous tile in a desiccator, they become 
yellowish-brown. They lose water when heated; and at a higher temp. they 
melt to a reddish-brown liquid. K. 8. Nargund and H. E. Watson observed that 
calcium dichromate gives off oxygen at 250° in vacuo, and decomposes at 500° 
into calcium chromate and chromic oxide. Calcium dichromate behaves on 
heating like a mixture of calcium chromate and chromium trioxide. L. Schulerud 
could not prepare this salt. A. Naumann said that the dichromate is soluble in 
acetone. J. F. Bahr, A. Dalzell, and K. Preis and B. Rayman prepared strontium 
dichromate, SrCr,07.3H,O, from a soln. of strontium chromate in chromic acid. _ 
The crystals are coloured like those of potassium ferricyanide. G. N. Wyrouboff 
gave for the axial ratios of the monoclinic, prismatic crystals a:b:c¢ 
=0-6023 : 1 : 0-5460, and 6=92° 32’. The salt loses its water of crystallization at 
110°; and at 220° all the water is expelled; and at a higher temp. oxygen is given 
off. K. Preis and B. Rayman, and W. Autenrieth obtained barium dichromate, 
BaCr,07, by the action of a soln. of chromic acid on freshly precipitated barium 
chromate ; and O. Mayer, by boiling barium chromate with chromic and nitric 
acids, and by adding barium chloride to a hot conc. soln. of chromic acid and 
washing the product with acetic acid. The brownish-yellow, or brownish-red, 
monoclinic prisms are decomposed by cold water into chromic acid and barium 
monochromate. O. Mayer said that the dichromate is not attacked by boiling 
acetic acid. According to J. F. Bahr, and E. Zettnow, the dehydrate, BaCr.07.2H,0, 
is formed by evaporating a soln. of barium chromate in chromic acid, but neither 
L. Schulerud nor W. Autenrieth could verify this. K. Preis and B. Rayman said 
that the dihydrate is produced by evaporating the mother-liquor from the prepara- 
tion of the anhydrous salt. J. F. Bahr described the crystals as stellate groups of 
yellowish-brown needles; K. Preis and B. Rayman, as rhombic, brownish-yellow 
plates; and EH. Zettnow, as dark yellow, doubly refracting scales which lose all 
their water at 120°. J. F. Bahr said that the salt is nearly all decomposed by water ; 
and that barium dichromate separates from conc., aq. soln.; and barium mono- 
chromate from dil. aq. soln. For the equilibrium between barium chromate and 
dichromate, vide chromic acid. 

B. Reinitzer 1° prepared magnesium dichromate, MgCr.O,; and he found the 
salt to be soluble in water; and slightly soluble in alcohol. G. A. Barbieri and 
F. Lanzoni obtained complex salts of magnesium dichromate with hexamethylene- 
tetramine by the action of a conc. soln. of that base with potassium dichromate 
on a conc. soln. of magnesium acetate or sulphate. By evaporating in vacuo a 
soln. of a mol of zinc carbonate in 2 mols of cold chromic acid, J. Schulze 4 
obtained dark reddish-brown crystals of zine dichromate, ZnCr,07.3H,O. The 
crystals are hygroscopic in air; and freely soluble in water, but are decomposed 
by boiling water. The salt was also prepared by M. Groger. C.O. Weber obtained 
what he regarded as potassium zinc chromatodichromate, KyCrg07.ZnCrO,4. G. Kriiss 
and O. Unger obtained a complex with mercuric cyanide; N. Parravano and 
A. Pasta, and §. H. C. Briggs, a complex with pyridine; and 8. H. C. Briggs, a 
complex with aniline. J. Schulze obtained cadmium dichromate, CdCr,0,7.H,0, 
by the method employed for the zine salt. The dark orange-brown crystals are 
easily soluble in water, and are not decomposed by that agent. G. Kriiss and 
O. Unger, and M. Gréger also prepared this salt. N. Parravano and A. Pasta 
obtained complex salts with ethylenediamine, pyridine, and aniline. G. Kriiss 
prepared hygroscopic potassium cadmium dichromate, K,Cr.,07.CdCr,07.2H,0, 
which is soluble in water. 

J. A. Atanasiu 12 found that in the electrometric titration of soln. of mercurous 


nitrate and potassium chromate the curve shows a break corresponding with 
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mercurous dichromate, Hg.Cr.0,._ A. J. Cox showed that mercuric dichromate, 
HgCr,.0Oz, is also stable at 25°, with soln. having more than 10-46 mols of chromic 
acid per litre—Figs. 50 and 51—and this salt is the solid phase with soln. having 
_ between about 10-5 and 11-5 mols of chromic acid per litre. The same salt was 
prepared by A. Gawalowsky by the action of potassium dichromate on a 
soln. of mercuric nitrate. The deep carmine-red crystals were found by 
S. H. C. Briggs to form complex salts with pyridine. They also form complexes 
with other mercuric salts—chloride, cyanide, etc. K. A. Hofmann recommended 
a soln. of mercuric chromate in chromic acid for oxidizing carbon monoxide 
in gas-analysis. C. Hensgen prepared ammonium oxydimercuriammonium 
dichromate, 3(NH,).Cr.0,[NH.(HgOH¢g)],Cr.07, by boiling a soln. of ammonium 
dichromate with mercuric oxide ; or by saturating a hot, conc. soln. of ammonium 
dichromate with yellow mercuric oxide, and washing with water, alcohol, and ether, 
the product which separates on cooling. The yellow needles or plates do not 
decompose in air. The salt decomposes with detonation when heated rapidly, 
and when slowly heated to 170°-200°, it forms a black, graphitic mass which 
detonates suddenly at a higher temp. It is insoluble in water, alcohol, and ether. 
Three-fourths of the nitrogen is evolved as ammonia when the salt is heated with 
potash-lye, and oxydimercuriammonium chromate is formed. The same product 
is obtained by treating the salt with aq. ammonia. The salt is freely soluble 
in hydrochloric acid, and sparingly soluble in dil. nitric or dil. sulphuric acid ; 
and it is decomposed by warm, cone. acids. 

G. Calcagnil? prepared aluminium oxydichromate, Al,O(Cr.07)2, as an amor- 
phous paste by evaporating a soln. of precipitated aluminium hydroxide in chromic 
acid. KR. EH. Meyer obtained a soln. of indium dichromate by dissolving the oxide 
in a warm soln. of chromic acid ; but on evaporation in a desiccator, he was unable 
to crystallize the resulting syrupy liquid. W. Crookes,14 and M. Hebberling 
obtained thallous dichromate, Tl,Cr,07, by adding potassium dichromate to a 
soln. of a thallous salt. LL. Schulerud emphasized the need for using an acidified 
soln. of the thallous salt, otherwise a mixture of thallous chromate and dichromate 
is precipitated. J. E. Willm obtained the dichromate by boiling the chromate with 
dil. sulphuric acid; and E. Carstanjen, by dissolving thallous carbonate in an 
excess of chromic acid. The orange-yellow or orange-red, crystalline powder is 
insoluble in water. F. J. Faktor found that thallous dichromate is somewhat 
soluble in water ; and with a soln. of sodium thiosulphate, it forms yellow chromate, 
Tl,CrO,. If the soln. of the dichromate in sodium sulphate is warmed with 
ammonium chloride, hydrated chromic oxide is precipitated. 

O. Mayer15 obtained lead dichromate, PbCr,0,, by treating a soln. of lead 
acetate with chromic acid in the presence of conc. nitric acid, sp. gr. 1:4; K. Preis 
and B. Rayman, by treating lead chromate with a conc. soln. of chromic acid— 
cold or hot; and E. Hatschek, by the action of ammonium chromate on a soln. 
of lead nitrate. HE. Hatschek also studied the formation of the dichromate by 
allowing the ammonium dichromate to diffuse into an agar-agar soln. of lead 
nitrate; and V. Moravek, by the diffusion of lead nitrate into gels. of potassium 
dichromate. A. J. Cox studied the conditions of its formation from lead oxide 
and chromic acid—vide Fig. 55. It is formed when a mol of lead oxide is shaken 
with a sat. soln. of 2-5 mols of chromic acid at 25°. The excess of chromic acid is. 
washed out with a more dil. soln. of chromic acid, and the product dried by press. 
between porous tiles, and then in a desiccator over calcium chloride. K. Elbs 
and R. Niibling prepared the dichromate by electrolyzing a 130 per cent. soln. 
of chromic acid between lead electrodes with an anode density of 4 to 3 amps. per 
sq. dm. at 15°-20°. They also obtained evidence of the formation of plumbic 
dichromate, Pb(Cr.07)>. The preparation of lead dichromate was also studied by 
J. Milbauer, who found that the dichromate is precipitated from soln. which are 
seven times molar with respect to CrO3. The crystals cannot be washed by water 
without hydrolysis, but they can be freed from chromic acid by washing with a 
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10 per cent. soln. of glacial acetic acid in acetone. Electrolytic processes were 
studied by W. Borchers, and C. Liickow. K. Preis and B. Rayman obtained a 
dihydrate, PbCr,07.2H,O, but this has not been confirmed. Lead dichromate 
appears as a reddish-brown powder, or in brick-red needles, or as a crystalline 
powder. It is decomposed by water into lead chromate and chromic acid ; it is 
stable in a soln. with at least 6-87 mols of CrO3 per litre at 25°. It is soluble in 
soda-lye. 

As indicated in connection with the basic bismuth chromates, there is a 
possibility that bismuth hydroxychromate, Bi(OH)(CrO,), is bismuthyl dichromate, 
(BiO).Cr,07.H,0; and that brsmuthyl quaterchromate, Bi,O3.4CrO03.H.,0, is 
bismuthyl hydroxydichromate, Bi(OH)(Cr,0,). A. J. Cox 16 did not find bismuth 
dichromate on the equilibrium diagram, Fig. 63. K. Preis and B. Rayman prepared 
potassium bismuthyl dichromate, K,Cr.07.(BiO),Cr.0,, by mixing soln. of 2 mols 
of bismuth nitrate, and 3 mols of potassium chromate, and allowing the precipitate 
to stand in contact with the mother-liquor to crystallize. The pale or dark orange- 

red, granular or scaly powder is decomposed by water. It is soluble in hydrochloric 

acid. If this salt be warmed with an excess of a conc. soln. of chromic acid, it 
forms a dark red, crystalline mass of potassium bismuth hydroxydichromate, 
K,Cr,Ov. 2Bi(OH)(Cr,0,)H,0. It is decomposed by water. 

G. Calcagni1’ prepared a hygroscopic, amorphous paste of chromium dichromate, 
Cro(Crg07)3, by evaporating a soln. of chromic oxide in chromic acid. P. Pfeiffer 
prepared chromic trisethylenediaminodichromate, [Cr eng].(Cr207)3.2H2O, by the 
action of potassium dichromate on a soln. of the chloride. The yellow needles 
are slightly soluble in cold water. The salt is decomposed by heat or by exposure 
to sunlight. O.T. Christensen obtained chromic nitritopentamminodichromate, 
[Cr(NH3);NO,|Cr.07, analogous to the chromate (q.v.). A. Werner and J. von 
Halban made chromic thiocyanatopentamminodichromate, [Cr(NH;),SCy|Cr.0,, 
in an analogous manner. EH. Wilke-Dorfurt and H. G. Mureck prepared chromic 
hexantipyrinodichromate, [Cr(C1)>H ,Ne)6\(Cr.07)3. W. J. Sell, and E. Wilke- 
Dorfurt and K. Niederer prepared chromic hexacarbamidodichromate, 
[Cr(CON,H,)¢]o(Cr2O7)3.3H,0, as well as chromic hexacarbamidoperchlorato- 
dichromate, [Cr(CON.H,),|(Cr,07)ClO, ; chromic hexacarbamidodisulphato- 
dichromate, [Cr(CON.H,)¢]o(Cr2gO7)(SO4)2.5H,O ; chromic hexacarbamidonitrato- 
dichromate, [Cr(CON.H,),¢|(NO3)(Cr.07).H,0; chromic chlorodichromate, 
[Cr(CON,H,)¢|(Cr.0,)Cl.2H,O; and chromic hexacarbamidobromodichromate, 
[Cr(ON.H,)¢|(Cr207) Br.H,0. They also made chromic hexacarbamidotetraboro- 
fluodichromate, [Cr(CON .H4)¢]o(Crg07)( BF 4)a, but not [Cr(CON2H,4)4|(Cr,07) BF 4. 
G. Calcagni prepared molybdenum dichromate, Mo(Cr.0,)s, as in the case of the 
chromium salt; but neither tungsten dichromate, nor uranium dichromate could 
be so prepared. 

According to M. Gréger,18 manganese dichromate, MnCr,0,, has not been 
prepared, but N. Parravano and A. Pasta obtained a complex salt with aniline ; 
and with pyridine. 8. H. C. Briggs also prepared a complex with pyridine. 
According to 8S. Husain and J. R. Partington, chromic acid acting on an excess of 
solid manganese carbonate yields a dark red soln. probably containing manganese 
dichromate. Only partly decomposed solid products could be obtained from 
this soln. Attempts to prepare double manganese dichromate and potassium 
chromate were not successful, because the latter is converted into dichromate with 
the precipitation of manganese dioxide. G. Calcagni prepared ferric oxybisdi- 
chromate, Fe,O(Cr207)o, or (FeCr.07).0, from a soln. of ferric hydroxide in chromic 
acid. According to 8. Husain and J. R. Partington, the prolonged action of a soln. 
of chromic acid on an excess of precipitated ferric hydroxide at 80° to 90°, yielded 
a soln., which, on evaporation at 90°, gave a residue with the composition of ferric 
dichromate, Fe,(Cr.07)3, after it had been dried in vacuo. Ferric dichromate is a 
hygroscopic, brown solid which hydrolyzes when the aq. soln. is largely diluted. 
It decomposes a little at 100°, and at 140° the chromate radicle is decomposed, 
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forming a black residue which slowly dissolves in boiling, conc. hydrochloric acid, 
forming a green soln. KE. Wilke-Doérfurt and H. G. Mureck prepared ferric hexanti- 
pyrinodichromate, [Fe(Cj9H 2N2)6|(Cr207)3. 

J. Schulze 19 obtained a soln. of cobalt dichromate, by dissolving cobaltous 
oxide in a soln. of chromic acid. The liquid contained CoO: CrOg in the molar 
ratio 1:2. G. Kriiss and O. Unger obtained ammonium cobaltous dichromate, 
(NH4)2Cre07.CoCr,07.2H,0, by evaporating in vacuo a hot cone. soln. of equimolar 
parts of ammonium dichromate and cobalt nitrate. The black, tabular crystals 
lose their water of crystallization at 105°. O. W. Gibbs prepared cobaltic hexam- 
minodichromate, [Co(NHs)¢lo(Cr.07)3.nH.O, in orange needles, by adding 
ammonium dichromate to a conc. soln. of the nitrate of the base. A. Werner 
and K. Dawe prepared  cobaltic _ bispropyldiaminodiamminodichromate, 
[Copng(NH3)s]o(Crg07)3.2H,0; and O. W. Gibbs, cobaltic aquopentamminodi- 
chromate, [Co(NH3),(H,O)|o(Cr.07)3.3H,0, by adding potassium dichromate to 
an aq. soln. of the nitrate. O.W. Gibbs also obtained cobaltic nitritopentammino- 
dichromate, [Co(NH3);NO.|Cr.0,, by adding potassium dichromate to the 
corresponding nitrate ; the orange-yellow, crystalline precipitate may be crystat- 
lized from water acidified with acetic acid. 8. M. Jorgensen obtained cobaltic 
cisdinitritotetramminodichromate, [Co(NH3),(NO.).|oCr207, as in the case of the 
corresponding monochromate ; so also with cobaltic transdinitritotetramminodi- 
chromate, prepared by O. W. Gibbs ; with cobaltic nitratopentamminodichromate, 
[Co(NH3);NOs |Cr,07.H.0, prepared by S. M. Jorgensen, and O. W. Gibbs; with 
cobaltic chloropentamminodichromate, [Co(NH3),Cl],Cr,0,7, obtained by S. M. Joér- 
gensen; with cobaltic iodopentamminodichromate, [Co(NH3);[]oCr.O7, pre- 
pared by A. Werner; with cobaltic dichlorotetramminodichromate, 
[Co(NHg3),Cl,],Cr207, prepared by A. Werner and A. R. Klein—G. Vortmann 
regarded the salt as monohydrated ; and with A. Werner and A. A. Wolberg’s 
cobaltic dibromotetramminodichromate, [Co(NH3),Brg|2Cr207. G. Vortmann pre- 
pared cobaltic dioxydecamminodichromate, [Co0.(NH3)j0 jo(Cr.07);.8H.O, from 
soln. of the chloride and potassium dichromate. P. Ray and P. V. Sarkar obtained 
cobaltic chromatotetramminodichromate, [Co(NHs),(CrO,)|,Cr207.H,0, by the 
action of chromic acid on the carbonatotetramminonitrate—it loses its water over 
sulphuric acid; 8. H. C. Briggs obtained the dihydrate by the action of potassium 
dichromate on a soln. of diaquotetramminonitrate. P. Ray and P. V. Sarkar 
found that cobaltic dichromatotetramminodichromate, |Co(NHs)4(Cr207) |oCr.07. 
H,O, is formed if a larger proportion of chromic acid be employed. P. Ray 
and P. V. Sarkar also prepared cobaltic dichromatopentamminochromate, 
[Co(NHs);(Cr207)JgCrO4.3H,O; from the corresponding  carbonato-salts. 
5. ineilejg@ayeBriggs prepared cobaltic chromatoaquotriamminodichromate, 
[Co(NH3)3(H,0)CrO,],Cr.07.2H,O, from soln. of cobalt trinitratotriammine and of 
sodium dichromate. P. Ray and P. V. Sarkar found that when cobaltic chromato- 
pentamminochromate is recrystallized from dil. acetic acid, it furnishes cobaltic 
aquopentamminochromatobisdichromate, [Co(NH3);(H.O) |o(CrO4)(Cr207)9.H20. 
S. H. C. Briggs added a cobaltic diaquotetrammino-salt to a large excess of sodium 
dichromate and obtained brownish-black crystals of cobaltic enneamminodi- 
chromate, Coo(Cr,07)3 IN Hg. 4H,0. 

S. H. C. Briggs 20 prepared nickel dichromate, NiCr,07.13H,O, by boiling on 
an oil-bath 5-5 grms. of nickel carbonate (with 70 per cent. NiO), with a soln. of 
10°5 grms. of chromium trioxide in 7:5 c.c. of water in a flask fitted with a reflux 
condenser. The crystalline powder has the colour of silver chromate. It 
deliquesces in air; and is slowly dissolved by cold water, but rapidly by hot water. 
G. Chiavarino studied the ethylendiamine salt NiCrg07.3C2H,(NHe)o. 

G. B. Buckton 2! prepared platinous tetramminodichromate, Pt[(NHg)4]Cr207, 
by treating a soln. of the chloride with chromic acid, and the product drying 1 in 
vacuo. When crystallized from hot soln. it resembles lead monochromate. It gives 
off water, ammonia, and nitrogen when heated, leaving platinum, and chromic oxide 
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asaresidue. Itis sparingly soluble in water ; insoluble in alcohol ; and when boiled 
with alcohol and hydrochloric acid it forms aldehyde, chromic chloride, and platinic 
dichlorotetramminochloride. S. G. Hedin obtained platinie sulphatotetrapyri- 
dinodichromate, [Pt(C;H;N),(SO,)|Cr207, by the method used for the corresponding 
chromate (q.v.). O. Carlgren and P. T. Cleve prepared platinic dinitritotetram- 
minodichromate, [Pt(NHs), (NOs)2|Cr207, by the action of hydrogen dioxide on 
the precipitate obtained by mixing soln. of platinous tetramminochloride and potas- 
sium dichromate. The lemon-yellow powder detonates when heated. P. T. Cleve 
prepared platinic dinitratotetramminodichromate, | Pt(NH3),(NO3)>|Cr.07 by the 
method used for the corresponding chromate ; and likewise with platinic dichloro- 
tetramminodichromate, [Pt(NH3),Cl,JCr,0,. He also obtained  platinic 
hydroxyacetatotetramminodichromate, [Pt(NH3),(HO)(CH3;COO)|Cr,07.H,0, in 
orange-yellow, six-sided plates from the corresponding chloride and potassium 
dichromate. He also made platinic hydroxysulphatotetramminodichromate, 
| Pt(N H3)4(OH)(SO,)],Cr,07, in a similar way ; likewise also with platinic hydroxy- 
chlorotetramminodichromate, [Pt(NH3),(OH)CI|Cr,0,. P. T. Cleve obtained 
platinic dihydroxydiamidohexamminodichromate, 


HO NH OH. 
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id Patios [os ce 
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as an orange-red precipitate from the corresponding nitrate and potassium 
dichromate. 
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§ 17. The Trichromates 


M. Siewert 1 evaporated a soln. of ammonium dichromate in nitric acid, and 


obtained ammonium trichromate, (NH,).Cr30;). EH. Jager and G. Kriiss recom- 


mended nitric acid of sp. gr. 1-39; but added that it is more convenient to prepare 
the salt from a soln. of ammonium dichromate in a conc. soln. of chromic acid. 
F. A. H. Schreinemakers studied the conditions of equilibrium, and his results 
are summarized in Fig. 29. The dark garnet-red, rhombic bipyramids were found 
by G. N. Wyrouboff to have the axial ratios a:b: c=0-8446:1:0-8344; the 
(100)-cleavage is distinct. The optic axial angle 2H—44° 30’; and the optical 
character is positive. H. Jager and G. Kriiss gave 2-329 at 10°, and 2-342 at 13° 
for the sp. gr. M. Siewert said that the salt darkens at 110°-120°, and H. Jager 
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and G. Kriiss said that the darkening which appears at 160°-170° is a sign of 
decomposition which begins at about 150°. Detonation occurs at about 190°. 
The residue is chromic oxide, or, according to M. Siewert, chromic oxide mixed with 
chromium trioxide. Water, nitrogen and nitrogen oxides—e.g. NO.—are evolved. 
W. C. Ball said that the thermal decomposition resembles that with the dichromate 
(q.v.). The salt does not deliquesce, but it slowly decomposes in moist air forming 
chromic acid and ammonium dichromate; similarly also in contact with water. 

F. A. H. Schreinemakers? did not find lithium trichromate, Li,Crz0;, in his 
study of the ternary system Li,O—CrO3;—H,0 at 30°—Fig. 31. A. Stanley prepared 
dark red deliquescent crystals of sodium trichromate, Na,Cr30;).H,0, by 
evaporating over sulphuric acid a soln. of sodium dichromate in chromic acid. 
The conditions of equilibrium, worked out by F. A. H. Schreinemakers, are sum- 
marized in Fig. 32. The crystals effloresce over sulphuric acid. The deliquescent 
crystals are soluble in water without decomposition even at 100°; and 
‘FF. A. H. Schreinemakers found that at 30° a sat. soln. contains 70 per cent. 
Na Crs0;)9. F. Mylius and R. Funk found that a soln. sat. at 18° contains 80-60 
per cent. of salt and has a sp. gr. 2-059 ; and they gave for the percentage solubility 
at 0°, 15°, 55°, and 99°, respectively 80-03, 80-44, 82-68, and 85-78. 

EK. Mitscherlich 3 prepared potassium trichromate, K,Cr30;,, from a soln. of 
potassium dichromate and nitric acid; F. Bothe recommended working with nitric 
acid of sp. gr. 1-210, and at 60°; EH. Jager and G. Kriiss used nitric acid of sp. gr. 
1:19. C. Schmidt used conc. nitric acid, but G. N. Wyrouboff said that if the nitric 
acid be too conc.—over 1-41 sp. gr.—some tetrachromate is formed. H., Reinsch, 
and C. J. B. Karsten observed the tendency of potassium nitrate to crystallize out 
with the trichromate in nitric acid soln.; and L. Darmstadter mistook the impure 
product for nitrochromate. M. Siewert separated the product from potassium 
nitrate by fractional crystallization. C. von Hauer, M. Siewert, and I. Jager and 
G. Kriiss obtained the trichromate by evaporating over sulphuric acid a soln. of 
potassium dichromate in chromic acid; F. A. H. Schreinemakers, and I. Koppel 
and EK. Blumenthal studied the conditions of equilibrium, and the results are sum- 
marized in Figs. 36 to 41. Potassium trichromate furnishes deep red, prismatic 
crystals; and F. Bothe reported that the monoclinic prisms have the axial ratios 
a:b: c=0-8437 : 1 : 0-8318, and B=101° 0’; the (010)-cleavage is distinct. F. Bothe 
gave 3613 for the sp. gr.; H. G. F. Schroder, 2-676-2-702; L. Playfair and 
J. P. Joule, 2-655; and H. Jager and G. Kriiss, 2-667 at 10°—crystallized from 
chromic acid—and 2-648 at 11°—crystallized from nitric acid. The hardness is 
2:5. I. Traube found the drop-weight of the molten trichromate to be 231 mgrms. 
F. Bothe said that the salt decrepitates a little when heated, and melts at 145°- 
150°; EH. Jager and G. Kriiss said that the trichromate blackens at 220°, and 
melts at 250°. H. Groschuff said that the salt decomposes when melting. 
M. Berthelot gave for the heat of formation in the solid state: (K,Cr0,4,2CrO3) 
=14-1 Cals.; and T. Graham gave for the heat of soln., —14-2 Cals. On exposure 
to air, the crystals lose their lustre and become opaque. The salt is freely soluble 
in water and there is a small fall in temp., and the trichromate decomposes into 
dichromate and chromic acid. P. Walden also inferred from the electrical con- 
ductivity, w mho of the aq. soln. of a mol of the salt in v litres of water at 25°, waz. 


See E 32 64 128 256 512 1024 
pb A 275:9 282-9 286-1 286°4 283-4 278-2 


that the salt is partially decomposed. L. A. Welo studied the magnetic suscepti- 
bility. F. Bothe found that the trichromate is soluble in alcohol, and the alcoholic 
soln. rapidly decomposes in light. A. Naumann found that the salt is soluble in 
acetone. G. N. Wyrouboff studied solid soln. of potassium and ammonium tri- 
chromates, and saw that the hexagonal crystals have the axial ratio a: c=1 : 1-0844 
with 58:5 to 69-7 per cent. of the ammonium salt. 

F. A. H. Schreinemakers and H. Filippo ¢ showed the conditions of equilibrium, 
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Fig. 46, for rubidium trichromate, Rb.Cr30,,, in soln. of chromic acid; and 
F. A. H. Schreinemakers and D. J. Meijeringh, the conditions of equilibrium, Fig. 47, 
of ezesium trichromate, CsCr301). The dark red, trigonal crystals were stated by 
F. R. Fraprie to have the axial ratio a: c=1:1-5549 and not to be isomorphous 
with the other trichromates. 

M. Groger > could not prepare copper trichromate, CuCr30,,._ H. von Foullon 
passed carbon dioxide into a soln. of calcium chromate and obtained a precipitate 
corresponding with calcium oxytrichromate, CaO.CaCr30,;)._ K. Preis and B. Ray- 
man prepared garnet-red deliquescent crystals of strontium trichromate, 
SrCrz049.3H,0, by the method employed in preparing the dichromate, but using a 
large excess of chromic acid. J. F. Bahr prepared potassium barium trichromate, 
KyCrg049.2BaCr3049.3H.0, from a chromic acid soln. of barium and potassium 
dichromates. The reddish-brown needles are very deliquescent, and are decom- 
posed by water. 

M. Gréger® prepared dark red, deliquescent crystals of zine trichromate, 
ZnCrz049.3H,0, by evaporating in vacuo a soln. of zinc dichromate in chromic acid. 
He also obtained cadmium trichromate, CdCr30,,.H,0, in dark reddish-brown 
crystals by an analogous process. A. Gawalowsky obtained pale red crystals of 
mercuric polychromate by the action of an acidified soln. of potassium dichromate on 
mercury. 

W. Crookes’ obtained thallous trichromate, Tl.Cr30 49, by digesting the chromate 
with sulphuric acid ; and J. EK. Willm, by digesting the dichromate with nitric acid. 
The red, crystalline powder behaves like the monochromate towards aq. and 
alcoholic hydrochloric acid. 100 grms. of water at 15° dissolve 0-0355 grm. 
of the trichromate, and at 100°, 0-2283 grm. 
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§ 18. The Tetrachromates 


G. N. Wyrouboff1! reported ammonium tetrachromate, (NH,)2Cr,0;3, to be 
formed by crystallization from a soln. of ammonium dichromate in hot nitric acid 
of sp. gr. 1-41. EH. Jager and G. Kriiss could not obtain the salt in this way, but 
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they obtained it by slowly cooling a soln. of the trichromate in nitric acid of sp. gr. 
1:39. F. A. H. Schreinemakers studied the conditions of equilibrium, and the 
results are summarized in Fig. 29. The brownish-red, crystalline aggregates are 
less stable than the lower chromates. EH. Jager and G. Kriiss observed that the 
salt is hygroscopic, and is decomposed by moisture into the dichromate and 
chromic acid. The crystalline salt is stable in a dry atmosphere. It blackens 
when heated to 160°, melts at 170°, and decomposes suddenly at 175°, giving off 
nitric oxide, etc., and leaving a mixture of chromic oxide and chromium trioxide. 
J.J. Pohl reported crystals of ammonium tetrachromate, thought to be (NH4)19Cr407, 
in the preparation of the normal tetrachromate. J. Schabus found the mono- 
clinic crystals had the axial ratios a : b : c=0-7458 : 1 : 0-4955, and B=106° 51’. 

F. A. H. Schreinemakers could not prepare lithium tetrachromate, Li,Cr,0j3 ; 
but he showed that sodium tetrachromate, Na.Cr,0,5.H,O, can exist under the 
conditions indicated in Fig. 34. F. Mylius and R. Funk prepared this salt by 
evaporating a soln. of sodium chromate in an excess of chromic acid. The garnet- 
red, deliquescent plates melt at 40°-50° with the separation of chromium trioxide. 
The salt dissolves in water without decomposition. A sat. soln. at 18° has 74-60 
per cent. of NagCr,Oj3, and has a sp. gr. of 1-926; and at 0°, 16°, and 22°, the 
respective percentage solubilities are 72-19, 74-19, and 76-01. 

M. Siewert prepared potassium tetrachromate, K,Cr,043, by evaporating a soln. 
of potassium trichromate in conc. nitric acid slowly on a sand-bath, and cooling 
the mixture. The crystalline plates have the colour of mercuric iodide, and are 
freed from nitric acid by press. on porous titles, and by drying at 140°. H. Jager 
and G. Kriiss, and G. N. Wyrouboff used nitric acid of sp. gr. 1-4; and C. Schmidt, 
acid of sp. gr. 1-48-1-52. The contamination of the salt with nitrate led L. Darm- 
stadter to regard it asa nitrochromate. EH. Jager and G. Kriiss, and G. N. Wyrouboff 


obtained it by crystallization from a soln. of the trichromate in aq. chromic acid. - 


F. A. H. Schreinemakers, and I. Koppel and EK. Blumenthal studied the conditions 
of equilibrium, and the results are summarized in Figs. 36 to 41. H. Schwarz 
found that a soln. of a mol of potassium dichromate and 2 mols of sulphuric acid, 
first deposits crystals of the dichromate, and afterwards a mixture of potassium 
tetrachromate and sulphate. Potassium tetrachromate forms brownish-red or 
carmine-red, 8-sided plates and prisms, which are monoclinic; G. N. Wyrouboff 
gave for the axial ratios a : b : c=0-797 : 1: 1-110, and B=91° 42’. The deliquescent 
crystals are stable in air; and H. Jager and G. Kriiss said that their sp. gr. is 
2:649 at 11°; and that they melt at 215°; they are decomposed by water into 
trichromate and chromic acid. 

F. Mylius and J. von Wrochem obtained dark red crystals of caleium tetra- 
chromate, CaCr,0;3.6H,0, by evaporating over sulphuric acid a soln. of calcium 
carbonate in an excess of chromic acid. The salt is soluble in water. 


C. F. Rammelsberg found that a soln. of chromic acid free from sulphuric acid, and 
half saturated with ammonia furnished a brownish-yellow salt—thought to be ammonium 
hexachromate. It decomposed with incandescence when heated. EH. Jager and G. Kriiss 
could obtain only the dichromate by this process ; and they were unable to isolate a more 
complex salt than the tetrachromate. This agrees with F. A. H. Schreinemaker’s obser- 
vations—Fig. 29. 
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§ 19. Perchromic Acid and the Perchromates 


In 1847, L. C. A. Barreswil,! in his memoir: Sur un nouveau composé oxygené 
du chrome, described how a deep blue soln. is produced when a conc. soln. of chromic 
acid is mixed with hydrogen dioxide. The soln. immediately begins to decompose 
with the evolution of oxygen, and this decomposition occurs more quickly with 
conc. soln. and with vigorous agitation. Ifsulphuric acid be mixed with potassium 
dichromate, and treated with hydrogen dioxide, oxygen is evolved and a soln. of 
chromic sulphate is formed. If ether be shaken up with the blue soln., the aq. 
layer is decolorized, and the ethereal liquor retains the blue product. The ethereal 
soln. is more stable than the aq. soln. If the ethereal soln. be evaporated, a conc. 
is attained at which the liquor suddenly decomposes with the evolution of oxygen 
and the formation of chromic acid. It is assumed that the blue soln. contained a 
perchromic acid CrOs;,, formed in accord with 2CrO3+2nH,0 9—>2Cr0s3+n 
+2nH,0 ; and that the decomposition progresses 2CrOg + ,—>Crg03-+(2n-+3)0, or 
CrO34n->CrO3+nO0. F. H. Storer said that the blue coloration is so sensitive 
that it enables one part of potassium dichromate to be detected in 30,000 to 40,000 
parts of water. G. Werther said that the presence of 0-0001 part of vanadate will 
mask the effect with 0-0001 part of chromate; and C. Reichard noted that the 
disturbing effect of the molybdate and tungstate is not so great as that of the 
vanadate. C. Reichard observed that the presence of sodium hydrophosphate or 
hydroarsenate removes the injurious effect of vanadium. 

W. M. Grosvenor found that the blue compound is also soluble in ethyl acetate 
or valerate, amyl chloride, amyl alcohol, and in amyl formate, acetate, butyrate, 
or valerate. The blue substance is not dissolved by carbon disulphide, benzene, 
light petroleum, toluene, nitrobenzene, aniline, paraffin and turpentine, carbon 
tetrachloride, chloroform, castor oil, bergamot oil, and oil of wintergreen. The 
soln. in ethyl acetate is said to be the most stable, but even that decomposes in 
about 23 hrs. G. Griggi said that the soln. in amyl alcohol is more stable than in 
ordinary ether, but W. M. Grosvenor did not agree. According to L. C. A. Barreswil, 
alkaloids—quinine, strychnine, etc.—in ethereal soln. form dirty violet precipitates 
insoluble in ether; and when the precipitate is dried and treated with an acid, 
and ether, the blue soln. is again formed. 

H. Aschoff found that the blue soln. is decolorized by ferrous salts; and, accord- 
ing to W. P. Jorissen and L. T. Reicher, by oxalic acid. With an excess of alkali-lye, 
L. C. A. Barreswil observed that oxygen is evolved and alkali chromate is formed. 
H. Aschoff found that lead oxide behaves like the alkali. C. F. Schénbein made 
some observations on the action of alkali on the blue soln. H. Aschoff found that 
if a dil. soln. of potassium hydroxide be added to the soln. until the ethereal layer 
is pale blue, water now colours the neutral aq. layer brownish-violet. The addition 
of more alkali results in the evolution of oxygen, and the formation of yellow alkali 
chromate. It is therefore inferred that the soln. of the free perchromic acid. is 
blue, and that the salts are violet. In general, as shown by M. Martinon, acids 
decomposed the blue substance into salts of chromic oxide and oxygen, while 
alkalies form chromates. 

M. Berthelot showed that with strong acids and a soln. of dichromate, hydrogen 
dioxide gives the blue colour of the hypothetical perchromic acid ; with the weaker 
acetic or phosphoric acid, the colour is violet not blue—due, it is suggested, to 
the formation of a brown substance along with the perchromic acid; and with 
still weaker boric or hydrocyanic acid, the colour is brown and the rate of decom- 
position is slow. With a moderately conc. soln. of chromic acid, the liquid is first 
blue, then violet, brown, or even green; but with dil. soln., at 10°, only traces of 
the blue perchromic acid are formed. The brown substance is the chief product. 
The action is most regular with an aq. soln. of a mol. of potassium dichromate 
per 16 litres, and an eq. quantity of a soln. containing a mol of hydrogen dioxide 
per 2 litres. The liquid first darkens in colour, rapidly becoming deep ieee and 
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oxygen is liberated with effervescence, and during the reaction the liquid contains 
only traces of perchromic acid. The liquid then becomes clear and acquires its 
original colour—it contains neither hydrogen dioxide nor reduced chromic oxide. 
The same quantity of potassium dichromate will decompose an unlimited quantity 
of hydrogen dioxide. The brown intermediate product is probably a compound 
of hydrogen peroxide with chromic oxide: it decomposes rapidly, with regenera- 
- tion of chromic acid, liberation of oxygen, and formation of water. As the thermal 
measurements show, the heat liberated by the reaction is identical with that 
liberated by the decomposition of hydrogen peroxide. ‘ 

The brown colour of the unstable intermediate product points to the formation 
of chromium chromate. The hydrogen dioxide oxidizes the chromium chromate 
forming chromic acid and water. All this characterizes a catalytic reaction. 
Attempts by E. H. Riesenfeld, and E. Spitalsky to work out a detailed explanation 
of the catalyzed reaction have not been successful. When a large excess of 
hydrogen dioxide is present, the rate of decomposition is approximately propor- 
tional to the conc. of the chromic acid. If C, denotes the conc. in mols of KyCrO4 
per litre, and k, the velocity constant, ; 


orn .  0:001674  0-003132 0-02205 0:0313 0:05105 0:0674 0-1020 
br (obs.) ro 6-7 14°4 15-9 23-5 29-4 46-0 
k,(cale.) . 0:8 1:4 - 10-1 14-4 23-5 31-0 46:8 


The reaction with dichromate is faster than with monochromate ; and if C, denotes 
the conc. in mols of K,Cr,0, per litre, and ky, the velocity constant of a first order 
reaction, 


C, x 104 dabeael 1%. 1-2 2-4 4-8 7:83 9-6 45-4 90:8 
biloba.) 3 PO DAR 17-2 33-7 65°3 100 123 394 829 
key (cale.) 4+] 16-4 32-0 65:8 108 123 394 829 


The calculated values from C.=9-6 x 10~4 are no longer in accord with the observed. 
With dichromate alone, or in feebly acidic soln., some of the dichromate is reduced 
to a tervalent chromic salt; the proportion reduced depends on the acidity, 7.e. 
on the H’-ion conc. ; thus, with soln. containing 0-00546 mol Cr per litre at 25°, 
the percentage proportions of tervalent chromium are : 


Peis 0 0:00182 0-00354 0:00547 0:00783 0:00818 0-01089 
Cri 230 8-7 18-9 28°5 36-2 43-6 57:5 per cent. 


These are equilibrium values in the sense that if a mixture contains more than this 


proportion of Cr°":, oxidation to chromate occurs. EH. Spitalsky found that when ~ 


hydrogen dioxide is present in considerable excess, the rate at which it is decom- 
posed is nearly independent of its conc., being approximately proportional to the 
cube root of the dioxide conc., but when the dioxide conc. has diminished to 
such an extent that the ratio H,O,: CrO, is not more than 10:1, the velocity 
suddenly rises to two or three times its former value and then falls rapidly to zero, 
the dioxide being completely decomposed. The decomposition is relatively less 
rapid the greater the initial dioxide conc. for a definite conc. of chromic acid. 
When the dioxide is present in considerable excess, the rate of decomposition is 
approximately proportional to the chromic acid conc. The reaction velocity at 
any instant is completely determined by the dioxide and chromic acid cone. at that 
instant—for example, the sharp maximum in the velocity curve occurs at the same 
dioxide conc. for a definite chromic acid conc., independent of the initial conc. 
of the dioxide. HE. H. Riesenfeld inferred that the H,CrOg-acid is first formed by the 
consumption of H’-ions; and as the acidity of the soln. is reduced, HgCrO,-acid 
appears. ‘This is in harmony with E. Spitalsky’s observation that a definite pro- 
portion of the chromic acid catalyst is reduced to a tervalent chromium salt. 
K. I. Orloff also discussed these complex reactions; and G. N. Ridley reviewed 
the general properties of perchromic acid. 
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H. Moissan said that the blue compound cannot be formed by the action of 
ozone, on a soln. of chromic acid, although A. Mailfert said that perchromic acid is 
formed if ether be also present. H. Moissan added that the blue perchromic acid 
is produced by the electrolysis of soln. of chromic acid only when hydrogen dioxide 
is first formed. EH. H. Riesenfeld found that when a soln. of 16-6 grms. of chromic 
acid in 100 ¢.c. of a 30-per cent. soln. of sulphuric acid is electrolyzed, using platinum 
electrodes, and a porous cathode cell cooled by means of ether and carbon dioxide, 
a higher oxidation product of chromium, which can be detected by precipitation 
with ammonia, is probably formed, but decomposes as the conc. increases until 
the velocity of formation becomes equal to that of decomposition. Since chromic 
oxide, Cr,03, and not chromic acid, is formed by the decomposition, the quantity 
of oxygen lost is greater than that produced by the electrolysis. 

Two methods have been employed for finding the nature of the blue product : 
(i) By isolating the substance, its salts or their equivalent ; and (u) By determining 
the oxidizing power or the amount of oxygen set free during its decomposition. 
L. C. A. Barreswil found that when an acidified soln. of potassium dichromate is 
treated with hydrogen dioxide, 4 mols of oxygen are given off per mol of K,Cr,O, ; 
and he assumed that the perchromic acid, Cr.07.H,0O, is formed as an intermediate 
compound. H. Aschoff represented the reaction: 2CrO3+H,0,=H,0+Cr,0, 
followed by Cr,07,+4H,0.—~Cr,03+4H,0+40.. B. C. Brodie found that with 
an excess of chromic acid, 6 gram-atoms of oxygen are evolved per 2 mols of CrOs ; 
and with an excess of hydrogen dioxide, 9 gram-atoms of oxygen ; while T. Fairley’s 
observations led him to assume that the intermediate perchromic acid is CrO,.3H,O. 
M. Martinon found that the maximum depth of blue coloration is developed when 
2 mols. of CrO3 and 4 mols. of H,O, are present, and hence he regarded the per- 
chromic acid as 4H,09.2CrOsz, 7.e. HyCrO,, with the anhydride CrO;. A. Carnot 
found that chromic acid is quantitatively reduced by hydrogen dioxide, and 
M. Berthelot observed that the amount of oxygen developed depends on whether 
the hydrogen dioxide is poured into the chromic acid or conversely. In the first 
case the result agrees with: 2CrO3+3H,0,+3H,SO,—Cr.(SO,4)3-+30,+6H,0, 
v.e. the chromic acid and hydrogen dioxide each lose the same quantity of oxygen. 
In the second case, the reaction seems to occur in two stages, 2CrO3+-H,0,=Cr,07 
+H,O, and then Cr,07,+4H,0.=Cr,03+4H,0+40, when 1-66 times as much 
oxygen is derived from the hydrogen dioxide as from the chromium trioxide. The 
intermediate Cr.07 is considered to be the anhydride of the blue perchromic acid. 
E. Baumann confirmed M. Berthelot’s conclusions; and observations were also 
made by A. Bach, and L. Marchlewsky. EH. H. Riesenfeld represented the reaction 
between hydrogen dioxide and an excess of chromic acid by the equation: 2CrO3 
+3H,0,=Cr,03+3H,0+30, with the intermediate formation of a CrgOg9-oxide : 
2Cr0,+3H,0,=Cr,.05+3H,0 followed by CrgOg=Cr.03+30,; and with the 
hydrogen dioxide in excess, 2CrO3+2H.O,=2Cr0,+2H,0 followed by 2CrO, 
+5H,0,=Cr,03+5H,0+50z, or else according to 2CrO3-+7H202=:Cr.0143-+7H,0 
followed by Cry0;3=Cr,03+50,. H. EH. Patten argued that it is the hydrogen not 
the chromium which forms a higher peroxide. He said : 

When asat. soln. of potassium dichromate is cooled to —16° and treated with 2 per cent. 
soln. of hydrogen dioxide at the same temp., a white, solid substance separates and the soln. 
turns blue. If a cold sat. soln. of sodium acetate is added to this soln., it assumes the 
- lake-colour of chromous acetate, and if left for half an hour the green colour of chromic 
acetate appears. Solid chromous acetate may be obtained by extracting the blue soln. 
with ether and adding sodium acetate to the blue ethereal soln. The electrical conductivity 
of the blue ethereal soln. of ‘‘ chromous oxide ”’ is less than 2 x 10—8 at 0°. The simplest 


explanation of these facts is said to be that chromic acid is reduced to the chromous state 
by hydrogen dioxide, and a higher oxide of hydrogen is produced. 


This hypothesis, said K. A. Hofmann and H. Hiendlmaier, is untenable because 
much oxygen is evolved when hydrogen dioxide is mixed with chromic acid, and 
chromous salts are rapidly oxidized even by air, and they decompose water. 

K. H. Riesenfeld pointed out that in the observations just indicated it is assumed 
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that only one chemical individual is concerned in the reaction when either the 
hydrogen dioxide or the chromic acid is in excess. Actually, several products are 
probably produced, and these are all prone to decomposition. Hence, the term 
perchromic acid applied to the blue product does not necessarily refer to a chemical 
individual. H. Moissan tried to isolate the blue compound by evaporating the 
ethereal soln. at —20°; he obtained a deep indigo-blue, oily, liquid with a com- 
position corresponding with CrO3.H,0,. EH. Péchard added baryta-water to a 
well-cooled soln. of chromic acid containing an excess of hydrogen dioxide and 
obtained a brown precipitate approximating BaCrO;, but which O. Wiede regarded 
as a mixture of barium chromate and dioxide. C. Haussermann treated a mush of 
chromium hydroxide and water with sodium dioxide at 10°-20°, and obtained 
reddish-brown, efflorescent crystals, NagCr,0,;.28H,0. The subsequent obser- 
vations of O. Wiede, E. H. Riesenfeld and co-workers, and K. A. Hofmann and 
H. Hiendlmaier have shown that the following derivatives of the oxidation 
products of chromic acid can be recognized : 

Compounds of the type: R3CrOg, or the red perchromates or triperchromates.— 
EH. H. Riesenfeld and co-workers discovered that these compounds are formed 
when an alkaline soln. of chromic acid is treated with 30 per cent. hydrogen dioxide. 
For example, the ammonium salt, (NH,4)3.CrOg, is prepared as follows : 


A mixture of 50 c.c. of 25 per cent. ammonia, 25 c.c. of 50 per cent. chromic acid, and 
75 c.c. of water is cooled until ice begins to separate; 25 c.c. of 30 per cent. hydrogen 
dioxide is added, drop by drop, with constant shaking and keeping the temp. below 0°. 
The soln. becomes at first reddish-yellow, and then brownish-black, and in one or two hours, 
crystals of the ammonium salt separate out. These are washed with 95 per cent. alcohol 
until the runnings show no coloration due to chromic acid. The salt is dried with ether, 
or on a porous tile. The sodium and potassium salts can be obtained in an analogous 
manner. 


The preparation of ammonium triperchromate, (NH,0.0)3CrOg, or (NH4)3CrOg, 
or red ammonium perchromate, has just been described. E. H. Riesenfeld and 
co-workers said that the salt forms reddish-brown, doubly refracting, octahedral 
crystals. The salt decomposes when heated to 40° forming ammonium chromate ; 
and at 50° it explodes forming chromic oxide. It cannot be kept more than 2 days 
at ordinary temp. without losing oxygen. Percussion, or contact with sulphuric 
acid results in an explosion with the formation of chromic oxide dust. The salt 
forms a reddish-brown soln. with a little cold water, and; in the presence of a little 
alkali, it can be kept for a day without decomposition ; when the soln. is boiled 
it forms oxygen and chromate, and this the more quickly, the smaller the cone. of 
the HO-ions. If the soln. be acidified, blue perchromic acid is formed, and this 
at once decomposes into oxygen and a chromic salt, without forming a chromate. 
The salt is insoluble in alcohol and ether, and is not attacked by the boiling liquids. 
Alcohol with more than 50 per cent. of water decomposes the salt at ordinary temp. 
with the formation of chromate and aldehyde, and in acidic soln. the chromate is 
reduced at the same time to a chromic salt. C. W. Balke showed that the salts 
are isomorphous with the corresponding pertantalates. The isomorphism between 
the pertantalates, percolumbates and perchromates was discussed by G. Bohm. 
EK. H. Riesenfeld and co-workers prepared sodium triperchromate, Na;CrOg— 
possibly with H,O—as previously indicated. The reddish-yellow plates are 
doubly refracting, and deliquescent. The salt cannot be satisfactorily dried ; and 
it is preserved in an atm. sat. with water-vapour. It decomposes explosively at 
115°. When dried, it loses oxygen and forms a yellow powder possibly NH3HCrOsg. 
It is slightly soluble in cold water, and insoluble in alcohol and ether. KE. H. Riesen- 
feld obtained in a similar manner potassium triperchromate, K,CrOg. The dark 
red prisms are doubly refracting and slightly pleochroic. The salt was kept for a 
month without decomposition; it does not decompose by percussion, and at 170°, 
it slowly gives off oxygen and forms the chromate. It decomposes explosively 
at 178°, or in contact with conc. sulphuric acid. The impure salt is explosive. 
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The salt is sparingly soluble in water, and insoluble in alcohol and ether. The 
f.p., and the electrical conductivity of the aq. soln. show that the salt is com- 
pletely ionized. 

(2) Compounds of the type: RHjCrO, or RCrO;.H,0., or the blue perchromates, 
or diperchromates.—These compounds were discovered by O. Wiede. They are 
less stable than the red perchromates and are formed by the action of an alcoholic 
soln. of an alkali on the blue ethereal soln. of perchromic acid at —5° to —10°. 
K. A. Hofmann and H. Hiepdimaier obtained the compound by the action of, 
say, a soln. of ammonium chromate and nitrate on hydrogen dioxide; and 
H. H. Riesenfeld and co-workers, by the action of 30 per cent. hydrogen dioxide 
on an acidic soln. of a chromate—for example: __ 


The ammonium salt, (NH,)H.CrO,, is formed by mixing 100 c.c. of water, 5 c.c. of conc. 
hydrochloric acid, 10 grms. of ammonium chloride, 10 c.c. of 5 per cent. chromic acid, 
and 25 c.c. of 30 per cent. hydrogen dioxide. If in the preparation of the red per- 
chromates, the mixture is treated with hydrochloric, oxalic or acetic acid, before the 
addition of hydrogen dioxide, the blue perchromates are formed. 


O. Wiede, K. A. Hofmann and H. Hiendlmaier, and EH. H. Riesenfeld and co- 
workers prepared ammonium diperchromate, (HO.O).(NH,0)CrO.,, or NH,H.CrO,, 
or blue ammonium perchromate, as just indicated. The bluish-black or violet crystals 
are pleochroic between pale reddish-brown and dark bluish-violet. If moisture be 


excluded, the salt can be kept some days without decomposition, but it gradually 


passes into ammonium dichromate. When rapidly heated, the salt burns with a 
hissing noise forming chromic oxide and nitrogen oxides. The salt dissolves in 
ice-cold water forming a violet-brown soln. which has a neutral reaction. The 
conc., aq. soln. rapidly decomposes with the evolution of oxygen, and the formation 
of ammonium dichromate; at a higher temp., the reaction proceeds more quickly 
still. Dil. sulphuric acid forms a blue soln. which quickly decomposes into oxygen 
and chromic sulphate. Ifa layer of ether be poured over the solid, or the ice-cold 
soln., and the liquid be acidified with sulphuric acid, the ether extracts the blue 
perchromic acid. The fixed alkalies act like water; with aq. ammonia, a gas is 
evolved and, with cold soln., the end-product is chromium triamminotetroxide. 
According to O. Wiede, the diperchromate is insoluble in alcohol, but according to 
EK. H. Riesenfeld and co-workers, it is somewhat soluble in that menstruum. The 
salt is insoluble in ether, ligroin, and chloroform. Lead acetate, or barium chloride 
produces a violet-brown precipitate which soon gives off gas and forms the yellow 
chromate ; silver nitrate gives a brownish-violet coloration which immediately 
forms reddish-brown silver chromate ; ferric chloride gives a grass-green coloration 
which when heated, or allowed to stand, becomes yellow with the evolution of gas ; 
with ferrous sulphate, gas is evolved and a yellow soln. is formed ; copper sulphate 
is without action; and potassium permanganate forms a blood-red soln. which 
when acidified gives off oxygen, and deposits a manganese peroxide. O. Wiede, 
and HE. H. Riesenfeld, prepared potassium diperchromate, K H,CrO_, in an analogous 
manner. The salt forms pleochroic prisms—red, and violet. The dark violet 
powder detonates a few degrees above 0°; the crystals are more stable, but they 
decompose atroomtemp. The salt dissolves in water, forming a brown soln. which, 
when warmed, gives off oxygen and forms potassium dichromate. Its reactions 
resemble those of the ammonium salt. 

(3) Compounds of the type: HCrO; with an organic mitrogen base, or monoper= 
chromates.—O. Wiede first prepared these compounds, which are blue or violet 
in colour, and assigned to them the formula RCrO3.H,O,. EH. H. Riesenfeld showed 
that they are to be regarded as complex salts of perchromic acid, HCrO;, with 
an organic base—tetramethylammonium, N(CH3),CrO,;, aniline, HCrO;.CgH;.N Ho, 
pyridine, HCrO;.C;H;N, piperidine, HCrO;.C;H,,N, or quinoline, HCrO;.CgH7N. 
O. Wiede obtained them by the addition of the base to the blue ethereal soln. of 
perchromic acid cooled to 0°. EH. H. Riesenfeld obtained the pyridine salt as 
follows : 
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A soln. of a gram of chromium trioxide in 100 c.c. of water is treated with 10 grms. 
of pyridine, and 25 c.c. of a 3 per cent. soln. of hydrogen dioxide at room temp. When the 
mixture is allowed to stand for a short time, blue crystals of HCrO,;.C;H;N separate out. 


O. Wiede prepared tetramethylammonium monoperchromate, (CH;),NCrO;, 
in violet, prismatic crystals, which form a brown soln. with water. It can be kept 
in the cold for some days. As previously indicated, complex salts were also prepared 
with aniline, pyridine, piperidine, and quinoline. The pyridine salt obtained by 
O. Wiede, K. A. Hofmann and H. Hiendlmaier, and HK, H. Riesenfeld and co-workers 
furnished blue, rhombic plates, which were doubly refracting, and pleochroic. 
The salt is fairly stable when dry, but in moist air, it slowly decomposes forming 
chromic acid. It detonates with a small rise of temp., or by contact with sulphuric 
acid. Its general reactions are like those of the other perchromates. 

(4) Compounds of the type: CrO,.3NHs, or complex chromium tetroxides.— 
These compounds were also discovered by O. Wiede, who also found that the 3 mols. 
of ammonia can be replaced by 3 mols of potassium cyanide indicating that the com- 
pound is chromium triamminotetroxide. E. H. Riesenfeld also prepared 
2CrO4.5KCy.5H,0, or K;[(CrO4)o(Cy);].5H,0 ; and K. A. Hofmann and H. Hiendl- 
maier, a compound with ethylene diamine, CrO,4.C.H,N,.2H,O, and one with 
hexamethylenetriamine, CrO,.CgH,2.N4. O. Wiede prepared the triamminotetroxide 
by shaking 100 c.c. of 10 per cent. hydrogen dioxide with a soln. of 10 grms. of 
chromium trioxide in 500 c.c. of water with 500 grms. of ether free from alcohol ; 
and then adding 50 c.c. of cold, conc. ammonia. The precipitate which forms 
can be recrystallized from aq. ammonia. K. A. Hofmann and H. Hiendlmaier 
obtained it by the action of hydrogen dioxide on an ammoniacal soln. of ammonium 
dichromate; A. Wesch obtained the same product by treating ammonium chromate 
in a similar way; and A. Werner added hydrogen dioxide to a cold mixture of a 
soln. of chromic acid and pyridine; digested the precipitate in 25 per cent. aq. 
ammonia whereby the triammine was formed. E. H. Riesenfeld found that if 
red ammonium perchromate is treated with 10 per cent. aq. ammonia at 40°, the 
soln. furnishes acicular crystals and rhombic plates. These crystals are simply 
different habits of the same chemical individual, and do not represent two isomeric 
forms assumed to exist by K. A. Hofmann and H. Hiendlmaier. EH. H. Riesenfeld 
recommended the following mode of preparation : 


Add drop by drop 5 e.c. of 30 per cent. hydrogen dioxide to a mixture of 25 c.c. of 
10 per cent. aq. ammonia and, 5 c.c. of 50 per cent. chromic acid at 0°. When the liquid has 
been cooled by a freezing mixture for an hour, it is heated to 50° until the rapid evolution of 
gas has ceased, and the salt has nearly all dissolved. The filtered soln. is cooled to 0°, 
when brown needles of chromium triamminotetroxide separate out. 


O. Wiede, K. A. Hofmann and H. Hiendlmaier, E. H. Riesenfeld and co-workers, 
A. Werner, and A. Wesch prepared chromium triamminotetroxide, CrO,.3NHs, as 
previously indicated. The salt appears in brown, doubly refracting prisms ; when 
rapidly cooled, the hot soln. furnishes rectangular plates. O. Wiede reported the 
axial ratios of the rhombic, pyramidal crystals to be a: b: c=1-0076: 1 : 1-308. 
K. A. Hofmann and H. Hiendlmaier said that there are a- and 8-forms respectively 
with prismatic and tabular crystals; but E. H. Riesenfeld and co-workers showed 
that both forms have a sp. gr. 1-964 at 15°, and have identical physical properties ; 
and concluded that they are really the same chemical individual. When heated 
the triamminotetroxide detonates and becomes incandescent forming chromic 
oxide. Y. Shibata measured the absorption spectrum. Strong acids liberate 
oxygen and form chromic salts; weak acids—e.g. acetic acid—do not change the 
crystals. EH. H. Riesenfeld and co-workers added that the amount of oxygen 
developed depends on the conc. of the acid. Thus, with dil. acids, most of the 
oxygen is set free as a gas, and with conc. acids, fully half the oxygen remains in 
soln. as hydrogen dioxide. If the complex salt be dissolved in aq. ammonia, and 
then acidified, a transient blue coloration appears, oxygen is evolved, and a green 
chromic salt soln. is formed. When the complex salt is treated with fixed alkalies, 
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oxygen and ammonia are evolved, and chromate isformed. The triamminotetroxide 
dissolves in aq. ammonia forming a brown soln., and likewise also in water, but 
with partial decomposition. The compound is insoluble in all other solvents 
tried. When 0-1 grm. is covered with alcohol-free ether, and a few drops of dil. 
sulphuric acid are added, and the mixture shaken, oxygen is evolved and the 
ether acquires a blue colour. When treated with potassium cyanide, the triammino- 
tetroxide forms CrO,.3KCy; with ethylenediamine, CrO,.C,HgN,.2H,O; and 
with hexamethylenetetramine, CrO4.CgH Ng. 

The four types of compounds are closely related chemically ; and they can be 
transformed one into the other. Thus, if an aq. soln. of (NH4)3CrOg is treated with 
an acid, oxygen is evolved, and (NH,)H_CrO, is formed as a blue soln. and precipi- 
tate. If an excess of pyridine be added to either of these salts, HCrO;.C;H;N is 
formed; and when any of these three salts is treated with an excess of ammonia, 
the most stable of all the perchromates is produced, namely the triamminotetroxide, 
CrO,.3NH3. These changes can be all regarded as a result of the addition or 
abstraction of hydrogen dioxide. The formation of these compounds by the 
action of hydrogen dioxide on an aq. or ethereal soln. of chromic acid is taken by 
Ki. H. Riesenfeld to mean that the blue soln. does not contain one chemical 
individual—the HCrO; of O. Wiede—but rather must it be supposed that der 
Grundstoff is CrO, associated with hydrogen dioxide to form 2CrO,.nH,O.,, where 
nis 1, 3, or 5. Thus, 2CrO,+H,0,=2HCrO; ; 2CrO,+3H,0.=2H3CrO,; and 
2CrO,+5H,.0,.=2H,0+2H,CrOg. 


Other types have been reported. K. A. Hofmann and H. Hiendlmaier thought. that 
the product obtained by the action of ammonium chromate on hydrogen dioxide in the 
presence of ammonia had the composition (NH,),CrO, or CrO,(O.ONH,),, and that when 
treated with acetic acid it furnished blue (NH,)HCrO, or CrO,(O.ONH,)(O.OH); but 
HK. H. Riesenfeld and co-workers showed that owing to defective analytical methods the 
compound with the assigned formula (NH,),CrO, is identical with red R,CrO,; and that 
(NH,)HCrO, is identical with O. Wiede’s blue (NH,)H,CrO,. H.G. Byers and E. E. Reid 
said that when the ethereal soln. of the blue perchromate is treated with potassium at 
—20°, hydrogen is evolved and the purplish-black precipitate produced has the com- 
position potassium perdichromate, KCrO, or K,Cr,O,. It is unstable, and rapidly decom- 
poses with evolution of oxygen and the formation of potassium dichromate. By the 
addition of an alcoholic soln. of potassium cyanide to the blue soln., O. Wiede obtained a 
similar compound to which he ascribed the formula KCrO,;.H,O,. When the blue soln. 
is prepared without employing an excess of hydrogen dioxide, the compound obtained on 
the addition of potassium cyanide has the same composition as that produced by the 
action of potassium. The corresponding sodium, ammonium, lithium, magnesium, calcium, 
barium, and zinc perdichromates were prepared. It is inferred, therefore, that the blue 
ethereal soln. contains perdichromic acid, H,Cr,0,. When the soln. is prepared in presence 
of an excess of hydrogen dioxide, it is probable that a more highly oxidized compound is 
also produced. ‘These conclusions have not been confirmed. 


J. A. Raynolds and J. H. Reedy obtained a soln. of red perchromic acid by the 
action of 30 per cent. hydrogen dioxide on freshly-precipitated chromic hydroxide 
at O°; and calcium perchromate, Ca;(CrO,)>..12H,O, by adding 30 per cent. 
hydrogen dioxide to a sat. soln. of calcium chromate at —5° to 0°, or by mixing 
soln. of calcium acetate and red perchromic acid. The dry salt is a buff powder 
which explodes at 100°, and when treated with acid, it furnishes blue perchromic 
acid. 

The constitution of the perchromic acids has been investigated by E. H. Riesen- 
feld and co-workers. Cryoscopic measurements of the RgCrOg-salts are in agree 
ment with the simple formula, but, owing to deviations through decomposition, 
and ionization, the results are equally in agreement with the doubled formula. 
In benzene soln., the HCrO;-compounds also have a mol. wt. in agreement with 
the simple formula ; and a similar remark applies to the CrO4.3NH3-compounds 
in aq. soln. Measurements of the electrochemical eq. of chromium in these soln. 
were unsatisfactory. It can be assumed that the perchromates contain peroxidic 
oxygen or the bivalent O,-group, because, although hydrogen dioxide cannot be 
detected among the decomposition-products, an alkaline soln. of gold chloride, or 
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potassium permanganate is reduced during the change. These reactions are 
characteristic of hydrogen dioxide. 

It has not been proved whether the chromium in the perchromates is sexivalent 
or of a higher valency. The chromium in the tetroxide may be sexivalent with 
a bivalent (-O—O-)-group—e.g. : 


Oreo 
07 "6 


The triamminotetroxide can be formulated with the peroxidic oxygen occupying 
one position in the co-ordinate group : 


FN Wats 
HEN ‘crZ0 
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This explains how (i) the compound decomposes into hydrogen dioxide, etc., when 
treated with acids; (ii) the treatment with an aq. soln. of potassium cyanide 
furnishes CrO4.3KCy ; -(iii) the formation of complex chromium ammines observed 
by E. H. Riesenfeld ; and (iv) the treatment with hydrochloric acid in acetic acid 
soln. furnishes chromic dichloroaquotriamminochloride 


Cl, H,0 
Gece e 


It is not so easy to deal with the other perchromates. Excluding H. G. Byers 
and HK. H. Reid’s perdichromates, the perchromate analogue of permonosulphuric 
acid, H,SO;, and perdisulphuric acid, H,S,0g, have not been prepared, and 
consequently the arguments valid with the persulphates cannot, by analogy, be 
applied to the perchromates. If the formule be doubled, the red and blue per- 
chromates can be regarded as derivatives of sexivalent chromium : where (HgCrOg)o 
becomes (HO.O)3 : CrO.0.0.CrO(O.0H)3, and (HCrO;) becomes -HO.O0.CrOg. 
0.0.CrO,.0.0H. 

There is no serious objection to this mode of representing the composition of 
H3CrOg perchromate, but mol. wt. determinations in the case of the HCrO,;-per- 
chromate are against the doubled formula. Consequently the chromium probably 
has a valency higher than six. If nonivalent, HCrO; becomes (O=),Cr.0.0H ; 
H3CrO, becomes (O=)3Cr(OH)s.0.0H; and HsCrOg becomes (O=)3Cr(OH) 
=(0.0H),; and if septivalent, 7 


Or 0.0H 7 OOH 
= / 
o< \cr-0.0H \c/_ 6.01 5 cr —0.0H 
On. | OH \\ 0.0H 
Monoperchromic acid, HCrO;. Diperchromic acid, H,CrO,. Triperchromic acid, HgCrOg. 


The distinction between septivalent and nonivalent chromium turns on the number 
of peroxidic or —O.OH radicles. It is not possible to determine the number of 
peroxidic groups in acidic or alkaline soln. of the perchromate by means of potassium 
permanganate, because they decompose so rapidly. The red perchromates do not 
react with permanganate in strongly acid soln., but in alkaline soln. the amount 
of permanganate reduced increases with the alkalinity of the soln. to a maximum 
of 5-5 eq. Some peroxidic oxygen probably escapes without acting on the per- 
manganate so that it is assumed that a mol. of the salt gives rise to 3 mols. of 
hydrogen dioxide. The escape of oxygen without reducing the permanganate is 
shown by the fact that no appreciable reduction occurs when the red perchromates 
are decomposed by strongly acidic soln. of permanganate, although oxygen is 
evolved ; and by the fact that the blue perchromates are similarly decomposed in 
acidic or alkaline soln. of permanganate but only a trace of reduction occurs. This 
means that there are three peroxidic groups in H3CrOg; and this favours the 
hypothesis that om the blue perchromates the chronuum is septivalent. This makes 
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the H3CrO,-acid, triperchromic acid, (HO.O);CrO. ; the HsCrO,-acid, diperchromic 
acid, (HO.O),(HO)CrO,; and the HCrO;-acid; monoperchromic acid, (HO.O)CrO3. 
A. R. y Miro found that triperchromic acid, H,CrOg, instead of consuming 5 mols 
of oxygen per mol of dichromate in the reaction 2Cr0,’’+12H’ =2Cr’°"+6H,0-+50, 
actually furnishes 4-6 to 6-5. This is explained by assuming the formation of an 
acid analogous to HCrO;. Septivalent chromium is not in harmony with the 
position of chromium in the periodic table ; and it makes chromium an exception 
to the other elements forming per-acids. If HO.O.Cr(=O)3 be the hydrogen 
dioxide derivative of a chromic acid, HO.Cr(=O)s, the acid is analogous with per- 
manganic acid, HO.Mn(=O)s. This analogy is supported by the isomorphism 
between the chromates and manganates; and between the chromium and 
manganese alums. | 
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§ 20. Chromium Fluorides 


C. Poulenc! prepared chromium difluoride, or chromous fluoride, CrF,, by 
the action of hydrogen fluoride on red-hot chromium; and by the action of 
hydrogen fluoride on chromous chloride at ordinary temp. A. Mourlot obtained 
it by the action of hydrogen fluoride on chromous sulphide. G. Herrmann did 
not obtain good yields in the electrolytic reduction of chromic fluoride soln. 
K. Jellinek and A. Rudat found that the difluoride is produced by heating the 
trifluoride in hydrogen: 2CrF3+H,=—2CrF,+2HF. According to C. Poulenc, 
chromous fluoride forms a grey mass which consists of monoclinic crystals of sp. gr. 
4-11. The salt is reduced by hydrogen at a red-heat. K. Jellinek and A. Rudat 
found that in the reaction CrF,+H,=—Cr+2HF, at the absolute temp. 873°, 973°, 
and 1073°, the values of log (p?y»/py,) are respectively —3-70, —3-02, and 
—2-56 ; those of log (pur/pu,pr,), 33-12, 29-83, and 27-15 ; and log pr,, oho, 
—32-85, and —29-50, where pp, is the vap. press. of the difluoride. The heat of 
formation is 152 Cals. C. Poulenc observed that the difluoride is transformed into 
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chromic oxide when heated in air. It is sparingly soluble in water. Boiling 
hydrochloric acid dissolves the salt; and at a red-heat, hydrogen sulphide forms 


chromous sulphide. The salt is but slightly attacked by hot sulphuric acid, or dil. — 
nitric acid ; it is insoluble in alcohol ; and forms chromic oxide and finally chromate ~ 


when fused with alkali carbonates. 

W. Traube and co-workers prepared ammonium chromous fluoride, 
NH,CrF3.2H.O, from soln. of chromous acetate and ammonium hydrofluoride 
dissolved in very little water. The soln. gradually deposits a pale blue powder 
which is fairly stable in dry air, and forms a pale blue soln. with water. Dil. nitric 
acid oxidizes it with the evolution of nitrogen oxides. They also prepared 
potassium chromous fluoride, KCrFs, in an analogous manner. 

If dry chromic oxide, not previously calcined, be treated with an excess of 
hydrofluoric acid, and the soln. evaporated to dryness and strongly heated, 
chromium trifluoride, or chromic fluoride, CrF;, is formed. H. St. C. Deville 
obtained it by passing hydrogen fluoride over a mixture of fluorspar and chromic 
oxide heated to redness in a carbon tube; and C. Poulenc said that by heating 
anhydrous chromic chloride, hydrated chromic fluoride or amorphous chromic 
fluoride, to 1200° in a current of hydrogen fluoride, when crystals of anhydrous 
chromic fluoride are formed. The dark green, needle-like crystals were found by 
C. Poulenc to have a sp. gr. of 3-78, and to melt over 1000°.  H.St.C. Deville said 
that the salt melts at a high temp., and volatilizes only a little at the m.p. of steel ; 
it sublimes at the highest temp. of the gas-blowpipe, forming regular octahedra. 
C. Poulenc ‘found that the salt sublimes at 1100°-1200°. A.Speransky found that 
the lowering of the f.p. in conc. aq. soln. corresponds with the existence of 
both simple molecules, CrF;, and doubled molecules, Cr.F,4. E. Petersen gave for 
the heat of formation in aq. soln., Crg03+6HFag.=2CrF3.q+3H20+50°3 Cals. 
H. von Wartenberg gave (Cr,3Foaq.)=171-3 Cals. for the anhydrous trifluoride. 
G. Magnanini studied the absorption spectrum ; and A. Speransky found that the 
electrical conductivity of aq. soln. shows that only a small proportion of the salt is 
ionized. The soln. of the violet modification conducts electricity three times better 
than that of the green. G. Gore electrolyzed a conc. soln. of chromic fluoride acidified 
_ with hydrofluoric and hydrochloric acids, and found that the liquid became hot; no 
gas was liberated at the cathode, but chlorine and ozone were liberated at the 
platinum anode which was not corroded. C. Poulenc showed that the salt is reduced 
by hydrogen at dull redness. The heat of formation is 230-95 Cals. per mol—wde 
unfra, the dichloride. Steam transforms chromic fluoride into chromic oxide. 
Chromic fluoride is insoluble in water, and alcohol; hydrogen chloride transforms 
it into chromic chloride; hot hydrochloric, sulphuric, and nitric acids attack 
chromic fluoride only a little ; hydrogen sulphide converts it into black sulphide ; 
and molten alkali nitrate or carbonate converts it into chromate. A. Costachescu 
prepared complex pyridine salts. 

According to J. J. Berzelius, brown chromic chromate forms a rose-coloured. 
soln. when treated with hydrofluoric acid ; and the soln. dries to a rose-coloured 
salt which dissolves in water and gives a brown precipitate with ammonia. 
K. Petersen observed that if chromium, or hydrated chromic oxide be dissolved 
in hydrofluoric acid, and the soln. evaporated, there remains a green, crystalline 
mass, soluble in water. G. Herrmann studied the electrolytic reduction of soln. 
of chromic fluoride. A. Werner and W. Costachescu obtained the insoluble green 
trihydrate, CrF3.3H,O, or [Cr(H,O),¢|CrF¢, by heating the hexahydrate with water 
on a water-bath. That part which becomes insoluble is the trihydrate. It is also 
formed by heating the hemiheptahydrate to 105°. C. Poulenc obtained the 
hemiheptahydrate, CrF3.34H,O, by pouring an aq. soln. of the fluoride into hot 
alcohol. The salt is a green crystalline powder which can be obtained in small 
prisms by allowing the soln. to diffuse slowly into one another. It is soluble in 
water. A. Werner and W. Costachescu obtained another form of the hemihepta- 
hydrate by double decomposition between the hexahydrated chloride and 
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ammonium chromium hexafluoride. The pale green, crystalline powder loses a 
mol. of water at 105°. This salt is represented by the formula [Cr(H,0),|CrF3].H.0, 
and it is considered to be isomeric with the tetrahydrate, which is regarded as the 
monohydrated chromic triaquotrifluoride, [F3==Cr=(H,0)3|H,O, whose aq. soln. 
has an acid reaction, and does not give the reactions of fluorides. The electrical 
conductivities of a mol of the salt in 100, 500, and 1000 litres of water are, respec- 
tively, 22, 26-6, and 31-0. A. Loesche’s analysis corresponds with Cr3F'g.11H,Oy,, or 
CrF,.Cro¥¢.11H,0. A. Hiendlmayr prepared chromic aquopentamminotrifluoride, 
[Cr(NH3)5(H,0)|F3, by the action of hydrofluoric acid on the corresponding 
hydroxide. Ifthe yellow compound be allowed to stand in contact with its mother- 
liquor, it furnishes chromic fluopentamminodifluoride, [Cr(NH;);F]F2, as a flesh- 
coloured precipitate which dries to a carmine-red powder. R. Képp obtained 
what he regarded as a tetrahydrate, from a soln. of hydrated chromic oxide in 
hydrofluoric acid, and he recommended it for use as a mordant. It was probably 
imperfectly dried hemiheptahydrate. A. Werner and W. Costachescu treated a 
soin. of 20 grms. of violet chromic. nitrate in the smallest possible quantity of 
water, with a conc. soln. of 8-69 grms. of potassium fluoride, and washed the 
crystalline mass of violet hexahydrate, CrF3.6H,O, or chromic hexaquofluoride, 
[Cr(H,0)g|F3. The salt was dried first by press. between bibulous paper, and 
_ afterwards in a desiccator for 3-4 days over conc. sulphuric acid. The salt loses 
3 mols. of water at 60°-70° in 8 hrs., and more at a higher temp., and it then decom- 
poses. The salt is sparingly soluble in water, and is hydrolyzed in aq. soln. The 
electrical conductivity, ~ mhos, of a mol of the salt in v litres at 18°, 1s w=152-1 
for v=100; p=196-5 for v=500; and ~=223 for v=1000—about half that of 
the violet chloride. The conductivity does not change with time. When treated 
with sulphuric acid, it forms chromic hexaquosulphate. When the moist crystals 
are kept, they pass into the enneahydrate, CrF3.9H,O, or [Cr(H20)¢]F3.3H29. 
The conversion occurs spontaneously when the crystals are washed, or pressed 
slightly with a spatula. G. Fabris prepared the enneahydrate, by treating a soln. 
of violet chromic sulphate with ammonium fluoride—not in excess. When the 
salt is heated, water is evolved, and the residue is green. The violet crystals are 
sparingly soluble in water; and insoluble in alcohol, and in a soln. of ammonium 
fluoride ; the soln. in hydrochloric acid is violet; that in potash-lye is green. 
F. Hein and co-workers, and R. Weinland and W. Hiibner, studied some complexes 
with organiccompounds. F. Pintus prepared the complex with pyridine, chromic 
tripyridinofluoride, [CrPy3F3]; and K. Wilke-Dorfurt and H. G. Mureck, chromic 
hexantipyrinoborofiuoride, [Cr(COC,).H1.N2)¢6](BF4)3. 

J. J. Berzelius prepared ammonium, potassium, and sodium chromium fluorides 
as green sparingly soluble powders, but.he did not give an analysis. R. Wagner 
found that ammonium chromium pentafluoride, (NH,).CrF;.H.,O, is formed when 
ammonia is passed into an aq. soln. of chromic fluoride, and the product extracted 
with absolute alcohol. Emerald-green, octahedral crystals are formed by treating 
the product with hydrofluoric acid. A. Werner and A. Gubser represent this salt 
as ammonium aquopentafluoride, [Cr(H,0)F;](NHy)o. R. Wagner, A. Werner 
and W. Costachescu, and E. Petersen obtained ammonium chromium hexafluoride, 
3NH,CI.CrF 3, by mixing soln. of chromic and ammonium fluorides ; H. von Helmolt, 
by the action of a hot soln. of ammonium fluoride on freshly precipitated chromic 
oxide; and G. Fabris, by warming violet chromic sulphate with an excess of 
ammonium fluoride. The green, octahedral crystals are freely soluble in water, 
and sparingly soluble in a soln. of ammonium fluoride. A. Werner and A. Gubser 
represent this salt by the formula [CrF4](NH,)3. R. F. Weinland and co-workers 
prepared the guanidine salt, [CrF,]H3.3CH;N3. R. Wagner prepared sodium 
chromium pentafluoride, 2NaF.CrF3.4H.0, as a green, sparingly soluble powder, 
from a mixed soln. of sodium and chromic fluorides. A. Moberg observed that a 
soln. of chromic fluoride gives a green precipitate when treated with potassium 
fluoride. O. T. Christensen, and R. Wagner prepared potassium chromium 
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pentafluoride, 2K F.CrF;.H,O, in green crystals, insoluble in water, and soluble in 
conc. hydrochloric acid. O.T. Christensen, and C. Poulenc also prepared potassium 
chromium hexafluoride, K,CrFg, from a mixed soln. of chromic fluoride and potas- 
sium hydrofluoride, or by melting a mixture of these two salts, and extracting the 
mass with hydrofluoric acid. A. Duboin obtained crystals of the salt by adding 
chromic oxide or fluoride to molten potassium hydrofluoride. The green crystals 
of the complex salt have a sp. gr. 2:93 at 0°. The green crystals are insoluble in 
water, and are not decomposed by a boiling soln. of sodium carbonate. A. Duboin 
said that the crystals are freely soluble in nitric and hydrochloric acids. G. O. Higley 
prepared copper chromium pentafluoride, CuCrF;.5H.O, by evaporating a soln. of 
eq. molar proportions of copper and chromium fluorides in hydrofluoric acid ; 
and recrystallization from hydrofluoric acid. The salt loses water at 200°. He 
also obtained zine chromium pentafluoride, ZnCrF;.7H,O, in an analogous manner. 
F. Ephraim and P. Barteczko prepared thallous chromium enneafluoride, 
3TIF.2CrF3, by evaporating a mixed soln. of chromic and thallous fluorides. It 
forms a green, crystalline powder. 
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§ 21. Chromium Oxyfluorides 


O. Unverdorben ! prepared what was thought to be a higher chromium fluoride 
by distilling in a platinum or lead retort a mixture of equal parts of lead chromate 
and fluorspar and 3 parts of fuming sulphuric acid. H. Rose employed potassium 
dichromate instead of lead chromate. It was discovered by V. Oliveri, in 1886, that 
the product is not chromic fluoride at all, but rather chromium dioxydifluoride, 
CrO2F,. The bivalent CrO,-radicle is sometimes called the chromyl-radicle, so 
that the compound is also named chromyl fluoride. W. P. Evans used O. Unver- 
dorben’s process ; and C. L. Jackson and G. T. Hartshorn, and V. Oliveri, H. Rose’s 
process. O. Ruff heated antimony pentafluoride and chromy] chloride and obtained 
a yellow gas thought to be chromyl fluoride. The red vapour of chromyl fluoride, 
said O. Unverdorben, produces severe oppression of the lungs; and J. B. A. Dumas 
found that when cooled, the vapour condenses to a red liquid. O. Unverdorben 
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observed that the vapour is decomposed by water with the evolution of heat 
forming chromic and hydrofluoric acids; and when exposed to air, it forms a 
yellow cloud, and deposits crystals of chromium trioxide. Chromyl fluoride 
combines with ammonia; it converts arsenic trioxide into arsenic trifluoride and 
chromium trioxide ; boric oxide forms boron trifluoride and chromium trioxide ; 
and silica and even glass form silicon tetrafluoride and chromium trioxide. Organic 
substances are destroyed by the vapour; alcohol and ether form chromium 
trifluoride ; and F. Wohler said that when the vapour is passed into absolute alcohol 
a brownish-green powder is deposited and heat is evolved. ©. L. Jackson and 
G. T. Hartshorn found that benzoic acid is converted into difluobenzoic acid ; 
and VY. Oliveri, that toluene reacts as in the case of chromyl chloride, forming a 
black mass, which, with water, gives benzaldehyde. O. Unverdorben found that 
mercury slowly decomposes the vapour of chromyl fluoride; and W. P. Evans 
found that zinc or sodium reduces the vapour to chromium (q.v.). 

L. Varenne treated a nitric acid soln. of ammonium trichromate with hydro- 
fluoric acid, and obtained red, efflorescent crystals of ammonium dichromy] tetra- 
fluochromate, (NH,).CrO,.2CrO.F,. The crystals attack glass; and they are 
decomposed by acids, forming hydrofluoric and chromic acids. If ammonium 
dichromate be used instead of the trichromate, L. Varenne obtained ammonium 
chromy] difluochromate, (NH,).CrO,.CrO.F 5, which can be regarded as ammonium 
fluochromate, NH,CrO3F, the salt of a hypothetical fluochromic acid, HCrO3.F. 
The red crystals change slowly when exposed to air; they attack glass; and are 
decomposed by heat. A. Werner 2 represented the salt by NH,[CrO,F]. A. Streng 
boiled potassium dichromate with conc. hydrofluoric acid, and on cooling the clear 
soln., obtained ruby-red crystals of potassium fluochromate, KCrO3F. L. Varenne 
obtained the salt by a similar process; and A. Ditte, by cooling a hot soln. of 
potassium fluoride and chromic acid in eq. proportions. A. Streng, and L. Varenne 
said that the crystals become reddish-yellow and melt when exposed to air; they 
cannot be preserved in glass vessels ; they melt when heated, forming a dark brown 
liquid, and at a red-heat lose 11 per cent.in weight; at a still higher temp. in glass 
vessels, oxygen is evolved and silicon tetrafluoride is formed. A. C. Oudemans 
said that the salt decomposes as in the analogous case of the chlorochromates. 
A. Streng, and L. Varenne found that the salt is soluble in water, and boiling water 
converts the salt into potassium dichromate and hydrofluoric acid. The salt can 
be recrystallized from a little water ; with sulphuric acid it forms hydrofluoric and 
chromic acids; and with alkalies, potassium fluoride and chromate are formed. 
F. Olsson prepared potassium dioxydifluochromate, KF.CrO,F.H,0, as a 
yellowish-brown precipitate by adding an aq. soln. of 4CrO3.Cr.03 to an excess of 
a soln. of potassium fluoride in 40 per cent. hydrofluoric acid at 0°. This is thought 
to be a complex containing quinquevalent chromium. 

R. Weinland and H. Staelin prepared a series of fluochromates which are 
represented on the co-ordination theory by the formule H[CrO3F'] in the simplest 
case, analogous to H,|CrO,] for the chromates. The fluochromates are represented 
by pyridine, quinoline, guanidine and tetramethylammonium fluochromate, 
[CrO3F]N(CH3),; and by silver fluochromate, Ag[CrO3F], obtained as a dark red, 
sparingly soluble powder by mixing a soln. of chromic acid with hydrofluoric acid, 
and silver acetate. They prepared thallous fluochromate, TI[CrO3F], in an 
analogous way as a brownish-yellow powder sparingly soluble in water. Com- 
paring the formula, H[CrO3F'], with those for the polychromic acids—wde supra— 
there follow : 


(CrO,) (CrO,)e 
H]| Cr O, H| Cr O 

F i 
Fluodichromates. Fluotrichromates. 


The fluodichromates are represented by ethylenediamine  fluodichromate, 
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H[Cr(CrO,)(O,)F].en ; and the fluotrichromates by pyridine and quinoline fluotri- 
chromates. A. Hiendlmayr? prepared chromic fluopentamminochromate, 
[Cr(NH3);F|CrO,, from a conc. soln. of the fluoride and potassium chromate. 
R. Weinland and co-workers prepared complex salts of the fluoride with pyridine, 
o-toluidine, guanidine, and aniline. 
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§ 22. Chromium Chlorides 


F. Hein and co-workers,! and F. Pintus obtained evidence of the formation of a 
transient chromium monochloride, CrCl, in their study of the action of magnesium 
phenyl bromide on chromic chloride: 4Mg(CgHs) Br+3CrClz—=Cr(CgH;),4Cl4+-2MgBro 
+2MeCl,+2CrCl,; followed by 4CrCl,+4Mg(C,H;) Br=Cr(CgH5),C1+3CrCl 


+2MeCl,+2MgBro—the initial evolution of hydrogen as attributed to the action | 


of the monochloride. 

A. Moberg prepared chromium dichloride, or chromous chloride, CrCl,, by 
passing dry hydrogen over heated violet chromic chloride as long as hydrogen 
chloride is given off. If the temp. be too high, A. Moberg, W. Gregory, and 
J. J. Berzelius found that chromium is produced. The hydrogen must be freed 
from traces of oxygen: to do this, A. Moberg passed the hydrogen over heated 
spongy platinum, while EH. M. Péligot scrubbed the gas with a soln. of stannous 
chloride in potash-lye. E. M. Péligot observed that it may be formed at the same 
time as the trichloride when dry chlorine is passed over a red-hot mixture of 
chromic oxide and charcoal. C. EK. Ufer, H. Moissan, and I. Koppel obtained 
chromous chloride by passing hydrogen chloride over chromium at a high temp. 
T. Doéring showed that the reaction, 2CrClz+H,=2HCl+2CrCl, is irreversible. 
H. Moissan also obtained chromous chloride by heating chromic chloride in the 
vapour of ammonium chloride; and A. Recoura, by dehydrating the hydrates at 
250° in a current of nitrogen—W. A. Knight and EH. M. Rich worked at 180° in 
vacuo. FF. Wohler observed that an aq. soln. of chromous chloride is formed by 
dissolving chromium in hydrochloric acid ; H. Lowel, H. Moissan, and A. Recoura, 
by reducing a soln. of chromic chloride with zinc; and K. Someya, by reducing 
soln. of chromic salts with zine- or lead-amalgam. G. Herrmann studied the 
electro-reduction of soln. of chromic chloride to chromous chloride and obtained 
the following yields at 50°-60° : 


Current density : ‘ 1 2 3 4. 5 amps. 
Wiieisnc Pt electrod eget & i: 35 67 50 25 per cent. 
y { Pb electrode . 95 81 65 45 D5 


W. Traube and co-workers prepared conc. soln. of chromous chloride by the pro- 
longed electrolytic reduction of aq. soln. of green chromic chloride, using lead 
plates as electrodes and employing a current desnity of 0-175 amp. per sq. dm. 
The electrolysis of chromous chloride soln., using an iron cathode, results in the 
formation of a cathodic deposit of metallic chromium mixed with chromium oxides. 
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W. Traube and A. Goodson protected the soln. from air during electrolysis by 
covering them with light petroleum; they found that the most favourable con- 
ditions for the economic reduction are the electrolysis of the violet chromic salts 
in moderately acid conc. soln., using a lead cathode, and a current density of about 
2-5 amp. per sq. dm. The more common green salts, in aq. soln., require a greater 
expenditure of current than the violet salts, but they yield much more conc. soln. 
and are, therefore, more suitable in the end for the production, at any rate, of soln. 
rich in chromous salts but not entirely free from chromic salts. The same slower 
reduction of the green complexes is observed when soln. are treated with zinc. 
M. C. Taylor and co-workers found that in a two-compartment cell with a spiral, 
spongy lead cathode, and five graphite anodes, a soln. of chromic chloride is 
reduced to chromous chloride. With a total cathode surface of 1:24 sq. dm. and 
a current of 1-6 amps. a current efficiency of 96 per cent. may be obtained over 
the period required to reduce 87 per cent. of the chromium if the soln. is rapidly 
stirred and if the current is reduced when hydrogen commences to be evolved. 
With an unchanged current the efficiency is only 53 per cent. for the same amount 
of reduction. F. Hein and co-workers found that phenyl magnesium bromide 
reacts with chromic chloride, forming chromous chloride, 3CrCl,+4C,H;MgBr 
=(CgH;),4CrCl4+2MgBr.+2MeCl,+2CrCl,; and that the reduction proceeds 
further, forming chromium monochloride, CrCl, thus, 4CrCl,+4C,H;MeBr 
==(CgH;)4CrCl+3CrCl+-2MeCl,+2MegBro. H. Moissan said that if the aq. soln. 
be evaporated, it deposits crystals of the hewahydrate; but A. Recoura, and 
W. A. Knight and HE. M. Rich observed that it is the tetrahydrate that is formed 
under these conditions—wde infra. | 

Analyses of the anhydrous salt were made by A. Moberg, H. Moissan, 
K. M. Péligot, and A. Recoura. K.Someya discussed the colour of chromous salt 
soln. Chromous chloride may furnish white pseudomorphs after chromic chloride ; 
it may form white needles; or colourless radiating masses. F. W. Clarke and 
J. P. Grabfield gave 2-751 for the sp. gr. at 14°/4°; and W. Biltz and E. Birk, 
2-878 at 25°/4°. For the mol. vol., vide infra, hydrated chromic chloride. A. Moberg 
said that the salt is readily melted. L. F. Nilson and O, Pettersson found the vap. 
density (air unity) to be 7-80 between 1300° and 1400°; 7-27 between 1400° and 
1500°; and 6-22 between 1500° and 1600°. The theoretical value for CrCl, is 
4-256. The decrease which occurs with a rise of temp. indicates that the dis- 
sociation of more complex molecules is approaching completion. A. Recoura gave 
for the heat of hydration: CrClgsoiig—>CrCle.4H oO cryst, +16°6 Cals. ; and for the 
heat of soln., 18-6 Cals. K. Jellinek and R. Koop found for the reaction Cr+Cl, 
=CrCl,, 76:68 Cals. F. Allison and E. J. Murphy studied the magneto-optic 
properties. W. Hampe found that molten chromous chloride is an electrical 
conductor, and on electrolysis, chromium separates at the negative pole. 
H. Kiissner found that a chromium anode in soln. of potassium chloride dissolves 
with different valencies between 2 and 6. At low temp. and small current 
densities, the valency approaches 6, but at higher temp. no conditions could be 
found which gave only one kind of ion. Similar results were obtained with 
alcoholic soln. of zinc chloride. 8S. Meyer gave 47 x 10~6 mass units for the magnetic 
susceptibility ; and R. H. Weber gave for the atomic magnetism 0-0182. B. Cabrera 
and 8. P. de Rubies studied this subject. G. Breit and H. K. Onnes found that the 
order of the magnetic susceptibility is unchanged when the frequency of alternation 
of the magnetic field is increased to 369,000, for the value in the alternating field 
is 0-75 of the value for the direct field. 

The reaction CrCl,+H,—2HCl+Cr was studied by K. Jellinek and R. Koop. 
The anhydrous salt is stable in dry air, but it deliquesces in moist air and becomes 
green owing to oxidation. The autoxidation of soln. of chromous chloride in the 
absence of air with the development of hydrogen was studied by A. Moberg, 
H. Moissan, and A. Recoura. M. Berthelot observed that the change is accelerated 
by acids ; and T. Doring, that it is accelerated by precipitated gold ; and W. Traube 


368 INORGANIC AND THEORETICAL CHEMISTRY 


and co-workers, that it is accelerated by palladium salts. A. Asmanoff showed that 
the reaction is accelerated by platinum in the presence of hydrochloric acid ; and 
with sulphuric acid the reaction is slower. The unimolecular reaction with 0-1N- 
HCl at 29-4° has a velocity constant of 0-0129 ; and with 0-1N-H,SO,, 0-0115. With- 
out platinum the evolution of hydrogen with 10N- sulphuric acid cannot be detected, 
but it can be observed with hydrochloric acid. Ammonium chloride in N-HCl 
gives a measurable yield of hydrogen even when platinum is absent. The reaction 
proceeds more rapidly in ammoniacal soln., and is fastest in soln. containing 
ammonium sulphate. The speed of the reaction increases as the conc. of the 
ammonia increases. The reaction in ammoniacal soln. is accelerated by chromic 
salts. W.Traube and W. Lange found that the conversion of chromous to chromic 
salts is accelerated by a metal of the platinum group, or by a hydrogen acceptor, 
as well as by substances which cannot be regarded as hydrogen acceptors. The 
reaction is interpreted according to the scheme Cr(OH),—>Cr(:0).OH+H. The 
reaction was studied by H. Wieland and F.G. Fischer. E.S. Hedges and J. EK. Myers 
showed that the evolution of hydrogen in the autoxidation of chromous chloride 
in the presence of platinum may be periodic, chromous chloride dissolved in 
water with the evolution of much heat forming a blue soln. which rapidly turns 
green owing to the absorption of oxygen, and, according to EH. M. Péligot, the 
formation of Crg0Cl,—a reaction which A. Recoura found to be attended by the 
evolution of 100-8 Cals. Soln. of chromous chloride were used by F. O. von der 
Pfordten, R. P. Anderson and J. Riffe, W. Manchot and J. Herzog, for the absorp- 
tion of oxygen in gas analysis—vide 8. 49,1. A. Mailfert studied the action of ozone. 
Chromous chloride is transformed into chromic chloride by chlorine, and A. Recoura 
gave for the heat of the reaction (CrClggoliq, Clas) =39°4 Cals. ; (CrClesom., Cleas) 
=CrClgpreen soin. +514. Cals.; and (CrClyoin., .Clgas)=CrCleviciet. soln, -60°8. Cals: 
G. 8. Forbes and H. W. Richter dissolved chromous chloride in ice-cold 0-1N-HCl 
in an atm. of hydrogen or carbon dioxide free from all traces of oxygen. The 
mercury or platinum potential rose continuously to a maximum value which 
became constant after two days. If traces of oxygen are present, the potential 
fluctuated irregularly. When referred to the hydrogen electrode as zero, at 25°, 
H=—0-400-+0:065 log (Cr’’’/Cr’’). The maximum potential with platinum was 
about 0-16 volt lower than with mercury, and hydrogen was evolved. G. Herrmann 
studied the electrolytic reduction of soln. of chromic chloride. If hydrogen chloride 
is passed for a long time into a conc. soln. of chromic chloride, cooled to 0°, a 
bluish powder of chromous hydrochloride, 3CrCly.2HCl.13H,0, is formed; it is 
stable at 0°, but decomposes at 20°. A. Moberg, and E. M. Péligot found that the 
blue aq. soln. gives a pale green precipitate with potassium fluoride, but no precipi- 
tate with potassium bromide, or vodide. V. Rothmund, and R. Stahn studied the 
reduction of perchlorates by chromous salts. HE. M. Péligot obtained a black pre- 
cipitate with potassium sulphide—it is insoluble in an excess of the alkali sulphide. 
Potassium sulphite gives a brick-red precipitate. A. Moberg said that ammonia 
gives a pale blue precipitate and a little hydrogen is evolved—the supernatant blue 
soln. becomes red in air—but H. M. Péligot said that no hydrogen is given oft ; 
and added that a mixture of ammonia and ammonium chloride gives a blue soln. 
which becomes red on exposure to air. W. Peters found that chromous chloride 
absorbs ammonia, forming ash-grey chromous hexamminodichloride, CrCl,.6N Hs, 
and when this is kept in vacuo it forms a violet chromous triamminodichloride, 
CrCl,.3NH3. W. Biltz and E. Birk found that the sp. gr. of the hexamminodichloride 
is 1-392 at 25°/4°. EF. Ephraim and 8. Millmann discussed the stability of these 
salts; and W. Biltz and EK. Birk, the mol. vols. K. Kraut described the formation 
of some chromous ammines—vide infra. W.Traube and W. Passarge prepared lilac- 
coloured chromous dihydrazinochloride, CrCl,.2N,H,, by precipitation on adding 
a soln. of hydrazine hydrate to a soln. of the chloride. The precipitate is washed with 
water, alcohol, and ether, and dried over sulphuric acid. R. Stahn studied the reduc- 
tion of potasseum azide by chromous salts. W. Traube and W. Passarge found that 
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chromous salts reduce nitrous oxide in the presence of alkali hydroxide to nitrogen ; 
nitric acid, and hydroxylamine are reduced quantitatively to ammonia, but the reduc- 
tion of netrous acid to ammonia is not quantitative. For the action of nitric oxrde, 
studied by G. Chesneau, J. Sand and O. Burger, and V. Kohlschiitter, wide 8. 49, 35. 
A. Moberg found that sodium hydrophosphate gives a blue precipitate ; and sodium 
carbonate gives a yellowish-green precipitate and the supernatant liquor becomes 
yellow. W.Traube and W. Passarge showed that soln. ofchromous salts are gradually 
oxidized, especially in acidic soln., with the liberation of hydrogen: 2CrO+-H,O 
Cr, 0+ Ha in consequence, they are able in the presence of water to reduce 
compounds with double or triple linkages. Thus, they reduce acetylene to ethylene, 
but not ethylene to ethene; maleic and fumaric acids are reduced to succinic acid 
in acidic and alkaline soln.; cinnanuic and phenylpropionic acids yield f-phenyl 
propionic acid with an alkaline suspension of chromous oxide; and benzaldoxime 
is transformed into benzylamine. EH. M. Péligot found that potassiwm thiocyanate 
gives no precipitate. R. Stahn studied the reduction of theocyame acid, and of 
potassvum cyamde. KR. Ripan discussed the hydrolysis of chromic salts by potassium 
cyanate. J. J. Berzelius found that potassium cyanide gives a white precipitate 
insoluble in excess; H. M. Péligot found that potassium ferrocyanide gives a yellowish- 
green precipitate ; and sodiwm acetate, red crystals of chromous acetate. R. Stahn 
studied the reduction of chloroacetic acid and of oxalic acid ; and A. Moberg found 
that potassvum oxalate gives a grey bluish-green precipitate ; sodium formate has no 
visible action ; potassium tartrate has no action; sodium citrate gives a violet-red 
precipitate which slowly dissolves ; potassiwm succinate gives a scarlet-red precipi 
tate ; potassium benzoate, a pale red precipitate; and sodium tetraborate, a pale 
blue precipitate. R. Stahn studied the reduction of benzaldehyde. A. Moberg 
observed that potassium hydromde gives a yellow precipitate, and, added 
HK. M. Péligot, if kept out of contact with air it gives a brown precipitate of hydrated 
chromous oxide (q.v.) accompanied by the evolution of hydrogen. W. Traube 
and co-workers found that the precipitation of soln. of chromous salts by alkali-lye 
gives a mixture of hydrated chromous and chromic oxides in varying proportions. 
KE. M. Peéligot regarded chromous chloride as one of the most powerful of 
reducing agents. For instance, it gives a brown precipitate of chromic chromate 
when treated with potassium monochromate ; cupric salt soln. furnish first cuprous 
chloride, and afterwards with an excess of chromous salt, a red precipitate of 
cuprous oxide or copper; EH. Zinth and G. Rienacker studied the electrometric 
titration of salts of copper, silver, and gold with chromous chloride. According to 
K. M. Peéligot, gold is precipitated from a soln. of gold trichloride, and the reaction is 
accompanied by an evolution of hydrogen ; and mercuric chloride furnishes mercurous 
chloride. H. Brintzinger and F. Oschatz followed the electrometric titration of 
molybdic acid with chromous chloride down to the formation of tervalent 
molybdenum ; and H. Brintzinger and F. Rodis, alloys of tin and antimony, copper 
and tin, and bismuth and tin. N. H. Furman titrated chromous salts with soln. 
of ceric sulphate. E. M. Péligot found that tungstic acid is reduced to the blue 
lower oxide ; and H. Lowel obtained tin from a soln. of stannous chloride. E. Zinth 
and G. Rienacker studied the electrometric titration of salts of mercury, bismuth, 
and iron with chromous chloride. 

As indicated above, H. Moissan obtained what he regarded as a hexahydrate by 
evaporating aq. soln. of chromous chloride; but A. Recoura, G. Baugé, and 
W. A. Knight and E. M. Rich showed that the product is the tetrahydrate, 
CrCl,.4H,O, and they recommended the following mode of preparation : 

Chromous acetate is dissolved in conc. hydrochloric acid in vacuo, and the clear soln. 
is boiled down to dryness. If this distillation.is too prolonged, or if it is interrupted over- 
night, the dark green isomeride is usually formed, whilst if the temp. rises above 51° after 
crystals have begun to appear, the product is pale blue or light green or white, but these 
are varieties of the blue isomeride, and are finally converted into the stable dark blue hydrate 


in presence of cold water. The blue crystals are washed by repeated decantation with pure 
acetone, and the final drying carried out with ether. 
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The blue crystals of the tetrahydrate readily absorb oxygen from air to form a 
greenish-black oxychloride. W. A. Knight and E. M. Rich showed that the blue 
crystals prepared in this way appear to undergo no alteration when left for many 
months, but, in spite of the high degree of purity of this chromous chloride 
(especially when it has been reprecipitated from sat. soln. by conc. hydrochloric 
acid), its soln., on exposure to the air, has a markedly disagreeable odour. Water, 
not hydrogen chloride, is evolved when the hydrated salt is heated in vacuo at 
180°. T. Doring found that the transformation of soln. of chromous chloride into 
chromic chloride is catalytically accelerated by platinum, gold, silicic acid, etc. 
J. W. McBain also studied the catalytic decomposition in the presence of colloidal 
platinum. M. Prud’homme showed that chromous chloride is green in hot, conc. 
soln., although its cold, dil. soln. is blue, and hence, by analogy with the chromic 
salt, he inferred that two isomeric forms exist in aq.soln. J. W. McBain isolated a 
dark green chromous chloride which gave a green soln. with water, but the soln. 
soon became azure-blue. The change from a green to a blue soln. occupies only a 
few seconds in neutral soln. at ordinary temp., but in acidic soln. the change is so 
retarded that it may require weeks for its completion. If the change from blue to 
green were due to a partial hydrolysis resulting in the formation of a green Cr(OH)’- 
cation, then it is difficult to explain M. Prud’homme’s observation that conc. 
hydrochloric acid favours the formation of the green colour. The assumption that 
the change is due to a partial dissociation resulting in the formation of stable 
CrCl'-cation which colours the liquid green is supported by W. A. Knight and 
K. M. Rich’s observation that the presence of a large proportion of another chloride 
favours the green colour. Observations on the f.p. of the green and blue soln. 
show that it is probable that the blue soln. furnishes three ions: CrCl,=Cr*+2Cl’, 
while the green soln., being less ionized, furnishes two ions: CrCl,=CrCl+Cl’. 

W. A. Knight and E. M. Rich showed that if water be pumped from the tetra- 
hydrate at 50°, a mixture of pale blue trihydrate, CrCly.3H,0, and light green dihy- 
drate is formed, but when water 
is added, the light green hydrate 
becomes pale blue trihydrate. The 
flask and contents are then heated 
to 51°, and the pale blue trihydrate 
is quickly dried at ordinary temp. 
by evacuation through a_ phos- 
phorus pentoxide tube. The light 
green dihydrate, CrCl,.2H,O, is 


formed when water is pumped from 
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Ror r77 ar a & 80°; evacuation at 100° has no 
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Fic. 73.—Diagrammatic Relation between Tem- hy drate ne the stable form up to 
perature and, say, Vapour Pressure of the 38°, when it passes into the dark 
Hydrated Chromous Chlorides. green .tetrahydrate; but if the 

dark green tetrahydrate does not 
appear, the dark blue modification is stable up to 51°, at which it passes into the 
pale blue trihydrate; the dark green tetrahydrate is stable between 38° and 
60°-70°, when it forms the light green dihydrate. The pale blue trihydrate is 
converted into the light green dihydrate at 84°-86°, and this, in turn, becomes 
the white anhydrous chloride at 113°-115°. Fig. 73 represents the relationship 
between, say, the vap. press. or the conc. of sat. soln. and temp. The metastable — 
regions are represented by dotted lines. The observed vap. press., » mm., with 
sat. soln. were 
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There is a definite break in the curve at 49°, which is close to the 51° obtained by 
observations on the change of colour. 

L. N. Vauquelin 2 evaporated a soln. of chromic oxide in hydrochloric acid to 
dryness and heated the product to expel the last traces of water. H. Rose said 
that the last traces of water cannot be expelled without forming chromic oxide 
which colours the mass green. J. J. Berzelius, and H. F. Gaultier de Claubry 
heated the residue to a high temp. when a large proportion sublimed as chromic 
chloride, or chromium trichloride, CrCl,. H. Rose, and H. Léwel obtained the 
anhydrous chloride by heating the hydrated salt, obtained by evaporating an aq. 
soln. of the chloride, in a current of dry chlorine so that chromium trichloride 
sublimes. F. Wohler found that heated chromium burns in chlorine forming 
violet chromium trichloride. H. Moissan said that the reaction occurs at 600°. 
J. Y. Johnson heated ferrochromium in chlorine gas with or without a reducing 
agent like carbon monoxide. Heat is required to start the reaction, but thereafter 
the temp. is controlled by varying the amount of chlorine so that iron chloride is 
sublimed. F. Wohler, and C. EK. Ufer also obtained this chloride by passing dry 
chlorine over an intimate mixture of chromic oxide and carbon. H. Moissan heated 
to 400° chromic oxide, which had not been previously calcined, in dry chlorine 
gas, and A. Vosmiar applied the reaction to the opening up of ferrochromium for 
analysis. IF. M. Jackson heated ferrochrome in chlorine at above 350° to volatilize 
the ferric chloride, and then to 650° to produce chromic chloride. R. D. Hall 
obtained the trichloride by heating chromic oxide in a current of sulphur mono- 
chloride vapour; C. Matignon and F. Bourion used a mixture of sulphur mono- 
chloride and chlorine with the chromic oxide at 400°; F. Bourion preferred sulphur 
dichloride. J. R. Mourelo considered this to be the best mode of preparation. 
K. Demarc¢ay passed carbon tetrachloride vapour over chromic oxide to obtain 
chromic chloride—P. Camboulives recommended a temp. of 580°. G. Rauter 
observed that when chromium trioxide or a chromate is heated in the vapour of 
silicon tetrachloride, chromic chloride is formed; and A. Michaelis found that it 
is formed by the action of phosphorus trichloride on chromyl chloride. H. Quantin 
prepared chromic chloride by heating chromyl chloride in a current of carbon 
monoxide, or of carbon tetrachloride; and M. Prud’homme worked with the 
materials in a sealed tube at 200°. F. P. Venable and D. H. Jackson found that 
the chlorination of chromic oxide with a mixture of chlorine and carbon monoxide 
starts at 625°. P. Curie passed the vapour of carbon disulphide mixed with 
hydrogen chloride over heated chromic oxide; and J. J. Berzelius, C. KE. Ufer, 
F, Serena, and L. R. von Fellenberg passed chlorine over heated chromium sulphide. 

Chromic chloride, according to H. Rose, furnishes micaceous, puce or violet 
lamine. Like talc, they leave a mark on the skin. The colour of chromic chloride 
becomes very much paler at liquid air temp. G. Natta found that chromic chloride 
crystallizes in the trigonal system—probably holohedral. The X-radiograms 
show that the unit cell has a side a—4-42 A. ; the axial ratio a : c=1: 1:29 or 1-30; 
and contains one mol. of CrCls per unit cell; and the calculated sp. gr. is 2-71. 
On the other hand, N. Wooster found that the unit cell contains six molecules, 
the chlorine atoms being arranged in cubic close-packing, and the chromium 
atoms occupy octahedral positions. The parameter a=6:0 A., and c=17:5 A. 
A. Schafarik gave 3-03 for the sp. gr.; F. W. Clarke and J. P. Grabfield 
gave 2-757 at 15°/4°; and W. Biltz and E. Birk, 2-784 at 25°/4°. M. Crespi 
found the sp. gr. of the anhydrous salt heated at 100° in dry air is 2-916. 
It is difficult to dry the substance, and it absorbs water greedily. The absorption 
resembles the process of adsorption of gases by glass. The mol. vol. of the contained 
water increases with the quantity of water retained by the salt. L. F. Nilson and 
O. Pettersson found the vapour density (air unity) to be 6:13 at 1065°; 5°51 at 1191°; 
5°42 at 1277°; 4-82 at 1347°; and 4-58 at 1350°-1400°, when the theoretical value 
for CrCls is 5-478. Hence, the simple formula CrCl, represents the molecule in the 
state of vapour; above 1300°, dissociation sets in: 2CrClz=2CrCl,+Cly. A. Scott 
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confirmed these results. P. Fireman and E. G. Porter said that the dissociation, 
indeed, can be detected at 355°, for when an inert gas is passed over the chloride 
at that temp. and then through a soln. of potassium iodide, iodine is set free by 
the chlorine. F. Ephraim gave for the dissociation press., p, for 2CrClg=2CrCl, 
+Cl,, 205 mm. at 885°; 209 mm. at 902°; 415 mm. at 920°; 535 mm. at 930° ; 
and 605 mm. at 933°. The results, however, are complicated by the volatility of 
the chromium chloride. H. Kopp gave 0-143 for the specific heat. K. Jellinek 
and R. Koop gave for the vapour pressure : 


700° 800° - 900° 1000° 
P ‘  UO1S7 0-0618 0-1845 0-366 atm. 


A. Recoura gave for the heat of formation :. CrClogoin,+Cleas=CrClgsoin, +56°7 
Cals. K. Jellinek and R. Koop gave for the reaction 2CrCl,+Cl,=2CrCl3+66-95 
Cals.; and for Cr+1-5Cl,=CrClg, 110-18 Cals. O. Stelling studied the X-ray 
absorption spectrum ; C. P. Snow and F. I. G. Rawlins, the colour ; and P. Krish- 
namurti, the Roman effect. W.Hampe found that the electrical conductivity of the 
trichloride is very small. T. Peczalsky and J. Cichocky studied the effect of 
chromic chloride on the thermionic emission of copper. 8S. Meyer gave 34x 1076 
mass units for the magnetic susceptibility of chromic chloride at 18°; H. Feytis 
gave 44-1x10~6 mass units; and for the atomic magnetism, R. H. Weber gave 
0-00631. H.R. Woltjer, and H. R. Woltjer and H. K. Onnes observed that the 
susceptibility of chromic chloride decreases with the strength of the magnetic field 
at the temp. of liquid hydrogen ;_ and for a given field strength, the susceptibility 
increases with falling temp. The observed data down to 64° K. follow the relation 
x(7-32-5)=constant, where y denotes the susceptibility and T the absolute temp. 
For the aq. soln., G. Quincke gave the magnetic susceptibility 40 x10~6 mass unit 
at 19°; 8. Ishiwara gave 44:3x1076 mass unit at 185°; and G. Jager and 
S. Meyer, 47x 10~6 mass unit at 19°. 

A. Moberg, and EH. M. Péligot observed that when hydrogen is passed over the 
heated chromic chloride, chromous chloride is formed, and J. J. Berzelius, and 
A. Moberg noted that at a higher temp. chromium is produced; K. Jellinek and 
R. Koop, that the reduction of chromic chloride by hydrogen proceeds 2CrClg+ He 
=2CrCl,+2HCl between 416° and 510°,.and CrCl,+H,=2HCI+Cr between 1021° 
and 1192°. V.N. Ipatieff and B. A. Mouromtseff found that a soln. of the chloride 
is reduced by hydrogen at 200 atm. press. H. Rose observed that when heated in 
aw, chromic chloride is quietly reduced to the oxide. J. Y. Johnson converted 
the anhydrous salt into the hydrate without the aid of a reducing agent as catalyst 
by exposing an aq. suspension to the action of a cathodically polarized conductor, 
e.g. in a lead-lined iron vessel having a chromium anode and using a very low 
current density. The heat generated in the process enables a highly conc. soln. 
to be produced, which is filtered while hot and solidifies on cooling. H. Kunheim 
said that when heated in water vapour, chromic chromate is formed ; and F. Bourion 
found that when heated in oxygen mixed with water vapour, chromic oxide is 
produced. For the solubility in water, vide infra. R. Schwarz and G. Meyer 
observed that anhydrous chromic chloride does not take up hydrogen chloride. 
A. Recoura found that if hydrogen chloride be passed for some days into a soln. 
of chromic:chloride, the liquid gradually becomes brown or brownish-red, owing 
to the formation of a chromic hydrochloride. If ether be added, a green, unstable 
precipitate approximating CrCl3.HCl is formed. A. W. Cronander obtained a 
blue complex chromic phosphoctochloride, CrCl,PCl;, by the action of phosphorus 
pentachloride on chromic or chromy] chloride in a sealed tube at 150°. R. F. Wein- 
land and C. Feige, and P. Pfeiffer prepared a complex with antimony pentachloride, — 
namely, chromium antimonioctochloride, CrCl,.SbCl,;.10H,O, in green leaflets, and 
chromium triantimoniododecachloride, CrCl;.3SbCl;.13H,0O, in violet-grey needles. 
R. F. Weinland and H. Schmid obtained Cr[SbClg|3.15H,O, and also [SbClg]|.CrCls. 
10H,0—vde antimony pentachloride, 9. 52, 18. H. Rose said that puce-coloured 
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chromic chloride is extraordinarily resistant towards acids. According to L. R. von 
Fellenberg, boiling hydrochloric, or nitric acid, or aqua regia does not act on the 
chloride, but N. Bunge found that if a little sodium amalgam be added to dil. hydro- 
chloric acid in which the trichloride is suspended, a green soln. and some chromium 
amalgam are formed. H. Rose observed that conc. sulphuric acid can be distilled 
from the puce-coloured chloride, but J. Pelouze added that with hot, conc. sulphuric 
acid, chlorine is slowly given off, leaving behind a green mass miscible with water. 
Molten sulphur was found by J. L. Lassaigne, and J.J. Berzelius, to furnish 
chromium sulphide; J. von Liebig noted that when heated in hydrogen sulphide, 
chromium sulphide is formed ; H. Moissan said that ammonium chloride at a red- 
heat forms chromous chloride ; A. Schroétter, that ammonia converts it into nitride. 
J. Persoz studied the action on chromic chloride. Neither aq. ammonia nor 
ammonia gas acts on violet chromic trichloride, but W. R. Lang and C. M. Carson 
found that the puce trichloride reacts with liquid ammonia forming a yellow 
powder from which water extracts chromic hexamminochloride, CrCl;.6NH;.H.0, 
and also chromic pentammuinochloride, CrCls.5NH;; while W. R. Lang and 
K. H. Jolliffe obtained with methylamine the complex chromic pentamethylamino- 
chloride, CrCl,.5(CH;)NH,; and with ethylamine, chromic pentaethylamino- 
chloride, CrCl3.5(C,.H;)NH,.H,0, whilst, at 60°, it forms chromic tetraethylamino- 
chloride, CrCl,.4(C,;H;)NH,.H,O ; ethylenediamine forms chromic tetraethylenedi- 
aminochloride, CrClz.4C,H4(NH»)o.H,0 ; while dimethylamine, diethylanune, tr- 
methylamine, triethylamine, aniline, methylaniline, and dimethylaniline have no action 
on chromic chloride. P. Pfeiffer obtained a salt with pyridine, namely, chromic 
tripyridinochloride, CrCl,.3C;H;N—vide infra, ammines. G. Fuseya and K. Murata 
observed the complexes are formed with glycine ; and H. Farl, with pyridine and 
chromic dichloroethylate. G. M. Bennett and HE. E. Turner studied the reaction 
with magnesium phenyl bromides: 2CrClg+2(CgH;)MgBr=C,H;.CgH;-+2CrCl, 
+MegCl,+MgBro, etc. F. Hein obtained chromium phenyl bromide, Cr(CgH;),Br, 
as a product of this reaction. H. Rose found that phosphine produces the phos- 


phide. I. Koppel said that the puce-coloured, anhydrous chloride does not 


dissolve in ethyl alcohol, but it does so if a piece of magnesium, zinc, or chromium 
be present, or if a trace of chromous acetate be added. According to L. C. A. Barres- 
will, when chromic chloride and alcohol are heated in a sealed tube, ethyl chloride 
is formed: F. Pintus, and I. Koppel obtained chromium alcoholatochloride, 
CrClz.3C.H;OH, in red needles—vide infra, ammines. P. A. Thiessen and B. Kan- 
delaky examined these salts. P. Rohland said that puce-coloured chromic chloride 
is practically insoluble in absolute ethyl alcohol, methyl alcohol, acetaldehyde, and in 
ether. W.Kidmann found it to be insoluble in acetone ; and H. Arctowsky, in carbon 
disulphide. A, Naumann said that the puce-coloured chloride is sparingly soluble in 


methyl acetate ; and that the yellow form is slightly soluble in benzomtrile.. L. Hack- 


spill found that calcium reduces heated chromic chloride to chromium ; F. Wohler, 
that zinc, in molten potassium chloride, reduces it to chromium ; L. R. von Fellen- 
berg, Aad H. Rose said that the puce-coloured chloride is oie in dil. alkali-lye, 
and that it is decomposed by boiling cone. soln. of alkali hydroxides and carbonates ; 
A. Geuther, that it reacts with chromium trioxide: 3Cr03+2CrClz=Cr,0s 
+3CrO,Cl,; and with molten potassium dichromate: 3K Cr,07+2CrClg=Cr,03 
+6KCrO;Cl. F. Wohler obtained crystalline chromic oxide by fusing the tri- 
chloride with sodium carbonate and ammonium chloride. 

According to N. Bunge, C. W. Vincent, and Z. Roussin, a slightly acidified soln. 
of chromic chloride or other chromium salt yields with sodium-amalgam an easily 
decomposable chromium amalgam. A. Commaille observed that magnesium 
precipitates only hydrated chromic oxide from a soln. of chromous or chromic 
chloride. K. Someya found that soln. of chromic salts are quantitatively reduced 
to chromous salts by zinc-amalgam or lead-amalgam; and C. Boulanger studied 
the reduction with zine and with aluminium. According to T. Peczalsky, when a 
copper rod has its lower half surrounded by chromic chloride, cementation is 
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produced throughout its length, specially on the portion in contact with the salt. 
Metallic chromium was deposited on the rest of the rod, whilst rhombohedric copper 
crystals were found in the salt. If the rod was contained in exhausted “ pyrex ” 
tubes, surrounded by chlorides of copper, nickel, or chromium, deposits of copper 
were found to have penetrated the glass after 5-10 hrs. at 600°-800°. 

H. Rose said that the anhydrous, puce-coloured chromic chloride is insoluble 
in cold water; and E. M. Péligot, that it is insoluble in boilmg water. J. Pelouze 
added that it is very slowly soluble in cold water, but water at 150°-200° forms a 
deep green soln. H. Moissan also obtained an aq. soln. by heating the chloride 
with water in a sealed tube at 180°. According to EH. M. Péligot, while chromic 
chloride is insoluble in cold water, yet, when in contact with chromous chloride, 
it dissolves with ease, heat being evolved, and a green soln. formed. The soln. 
has all the characteristics of chromic salts. A very small quantity, less than 
0-000001 per cent. of chromous chloride, suffices to render chromic chloride soluble. 

A. Moberg, and K. Drucker found that the dissolution of chromic chloride is facilitated 
by the presence of dil. acid and zinc; K. Drucker, aluminium, ferrous oxalate; a soln. 
of copper in cuprous sulphate, a soln. of arsenious acid and sodium hydrocarbonate or 
hydrogen in the presence of colloidal platinum at ordinary temp.; J. Pelouze, stannous, 
ferrous, or cuprous chloride, or sodium thiosulphate ; V. A. Jacquelin, titanous chloride, 
or sulphur dioxide ; H. Moissan, chromous bromide or iodide ; and P. Rohland, hydrogen 
at 90°; and the following metals in contact with the chromic chloride have a decreasing 
order of activity in facilitating the dissolution of the salt : potassium, sodium, magnesium, 
aluminium, zinc, cadmium, tin, iron, nickel, lead, antimony, bismuth, copper, mercury, 
and silver—while platinum and gold are inactive. M. Bauck noticed that a piece of chromic 
chloride deliquescing on tinfoil forms a green spot presumably owing to the formation of 
a little chromous chloride by the reducing action of the tin. P. Rohland found that in 
methyl or ethyl alcohol, or acetone soln., the activity of chromous chloride in promoting 
the dissolution is less than in aq. soln. 


E. M. Péligot, and J. J. Berzelius said that the chromous chloride acts as a 
contact catalyst; and L. C. A. Barreswill assumed that the chromous chloride 
forms with violet chromic chloride a double salt which decomposes into chromous 
chloride and a green soluble chromic chloride. H. Lowel supposed that the 
chromous chloride reduces the violet chromic chloride and at the same time is 
transformed into soluble chromic chloride, and the reaction continues anew. 
A. Recoura’s hypothesis was somewhat similar to this. P. Rohland said that 
the action is not catalytic, but that it favours the dissolution of the chromic chloride 
by its reducing action. A considerable proportion of stannous chloride is required 
to do this work, and that indicates that the action is not a characteristic of catalyzed 
reactions. K. Drucker measured the rates of dissolution in the presence of various 
reducing agents—vide supra. He found that the rate is dependent upon (i) the 
nature of the reducing agent, (ii) its reduction-potential, increasing and decreasing 
with this, and (iii) its absolute conc. In the presence of a sparingly soluble reducing 


agent, the dissolution of the chromic chloride takes place provided that the agent — 


is also present in the solid state. The function of the reducing agent does not 
appear to be entirely catalytic, but a reaction takes place between this and the 
chromic chloride. The dissolution is probably preceded by a slight reduction 
to chromous chloride, the catalytic influence of which is very great; only a small 
quantity of this can, however, be formed, since its potential in soln. of appreciable 
conc. is greater than that of hydrogen, whilst the potential in the soln. cannot 
rise above that of the reducing agent present. It has not been proved that the 
catalytic influence is wholly due to chromous chloride. EH. Hein and co-workers 
studied some complexes with organic radicles. 

The hydrated chromic chlorides are perhaps the most peculiar hydrated salts 
in inorganic chemistry. There are one tetrahydrate, three isomeric hexahydrates 
—violet, pale green, and dark green—and one decahydrate; and, as indicated 
below, the dehydration of the dark green hexahydrate furnishes a hemihydrate, 
CrCl3.4H,O, and a hemitrihydrate, CrCls.14H,0. 

The tetrahydrate, CrCl3.4H,O0.—L. Godefroy ? prepared this salt by allowing 
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the dark green hexahydrate to stand over conc. sulphuric acid in vacuo. The pale 
green powder readily takes up 2 mols. of water to form the hexahydrate, with the 
evolution of heat—according to G. O. Higley—eq. to 83-96 Cals. A. Werner and 
A. Gubser showed that the tetrahydrate can also form double salts with 2 mols. of, 
say, alkali chloride. The aq. soln. of the tetrahydrate is identical with the aq. soln. 
of the dark green hexahydrate. A. H. Lindh studied the X-ray absorption spectrum. 
The mol. conductivity of the aq. soln., rapidly determined at 0°, is 49 at a dilution 
v—125—the conductivity increases to the value for the dark green hexahydrate 
after it has stood for some time. The arguments with respect to the constitution 
of the dark green hexahydrate (q.v.) are applicable to this salt. The 4 mols. of water 
are considered to be constitutional because they are not removed by drying. This 
means that the tetrahydrate can be regarded as chromic dichlorotetraquochloride, 
Cr[.Cl,(H,0), Cl. 

The dark green hexahydrate, CrCl3.6H,O0.—This salt was prepared by A. Moberg, 
and H. M. Péligot by evaporating the green soln. in vacuo; the green soln. used 
by the latter was obtained. by dissolving the puce-coloured anhydrous chloride in 
water containing a trace of chromous chloride. P. Rohland prepared the salt in 
a similar way. H. Rose obtained the green soln. by boiling chromic acid in hydro- 
chloric acid, or by dissolving hydrated chromic oxide in that acid; H. M. Péligot, 
by evaporating a mixture of lead chromate and hydrochloric acid, and extracting 
the chromic chloride with alcohol, or from the clear 
soln. obtained by digesting lead chromate with alcohol “7° 
and hydrochloric acid; L. Godefroy sat. with chlorine 
a soln. of 3 parts of potassium dichromate in 7 parts of 
alcohol. The soln. was filtered through cotton-wool, 
and the filtrate distilled until it separated into two 
layers. On cooling, the green lower layer solidified to 
a mass of crystals which were purified by recrystalliza- 
tion from a small quantity of water. The crystalsthus 7° 
obtained are thin lozenge-shaped lamellee which readily _ 
give off some of their water, but can be preserved in a pale Faas 
closed vessel. A. Recoura, N. Bjerrum, and A. Werner Per cent.of green salt 
and A. Gubser passed hydrogen chloride into a sat. soln. ,, oy 

; : : Ade « ‘ig. 74. — Solubility — of 
of chromic chloride prepared from chromium trioxide ~ Geen Chromic Chloride 
and hydrochloric acid, when crystals which have been in Water. 
variously described as green, or emerald-green needles 
or plates were obtained; R. F. Weinland and A. Koch, and A. Johnsen said 
that the crystals are six-sided, biaxial, monoclinic or triclinic plates; and 
J. Olie described them as doubly refracting, rhombic or pseudohexagonal plates. 
W. Biltz and E. Birk gave 1-835 for the sp. gr. at 25°/4°; and 145-2 for 
the mol. vol. The hygroscopic crystals were said by A. Werner and 
A. Gubser to have an intensely sweet taste. The analyses of A. Moberg, and 
A. Recoura gave rather different values for the amount of water of crystal- 
lization, but the analyses of EK. M. Péligot, L. Godefroy, and A. Werner and 
A. Gubser agree with the formula CrClz.6H,0. A. Werner and A. Gubser found 
that 2 mols. of water are readily withdrawn when the salt is confined over 
sulphuric acid in vacuo, but no more water is lost. On the other hand, J. Olie 
said that more than this amount of water can be removed because after long 
standing over sulphuric acid in vacuo at 15°, the surface of the salt becomes pale 
red. When heated for 6 hrs. at 100°, rather more than 4 mols. of water are expelled. 
The product is dark violet ; it readily absorbs water from the atm.; and forms a 
soln. almost identical in appearance and behaviour with the original green salt. 
Some hydrogen chloride, however, was also given off under these conditions. 
N. Bjerrum observed that when the salt is kept for 4 months over phosphorus 
pentoxide, under 1 mm. press., there remains the red hemitrihydrate, CrCl,.14H,O, 
which forms a yellowish-green soln. with water, changing to the violet-blue colour 
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of the aq. soln. of green chromic chloride. J. Olie found that the natural m.p. of 
the salt—with 36 per cent. of the violet isomer—is 83°, and the true m.p. is over 
90°—cf. Fig. 76; the salt can be heated slowly to 100° in vacuo without melting. 
J. Olie gave 2-66 Cals. for the heat of transformation to the violetisomer. H. de Bois 
and G. J. Klias measured the effect of temp., and of a magnetic field on the absorp- 
tion spectrum of solid chromic chloride. The electrical conductivity of the soln. 
of the hemitrihydrate is at first less than that of the soln. of the hexahydrate, but 
it increases rapidly after a few minutes. If the green hexahydrate be heated very 
slowly to 155°, in a current of hydrogen chloride, there remains the hemihydrate, 
CrCl3.4H,O, as red powder. A. Recoura found that the green hexahydrate is 
freely soluble in water, so that at 15° the sat. soln. has 56-6 per cent. of the salt. 
J. Olie inferred that at 25° a sat. soln. has 50 per cent. of the green salt, 
but in the process of dissolution some violet salt is formed, and the change 
from the green to the violet salt (vide infra) goes on slowly until equilibrium is 
attained in about 10 days ; this is accompanied by an apparent increase in the solu- 
bility of the salt, because the violet salt is rather more soluble than the dark green 
salt. Thus, at 25°, the percentage solubility, S, and the percentage proportions 
of dark green and violet salts in soln., are: ‘ 


Time ., 0-25 0-5 4-0 24 48 154 456 hrs. 

S . 58°36 59-39 63°27 68-50 68-42 69-01 68-58 per cent. 
Green ... 91-70 87-43 75:20 62°36 —. 59-10 57°16 57°38 os 
Violet . 8-30 12-57 24°80 37:64 40-90 42°84 42°62, 


J. Olie also observed that the formation of the decahydrate introduces a compli- 
cation, because there is a transition point near 30° when the system contains about 
32 per cent. of the violet salt and 68 per cent. of the green salt. Ifa soln. sat. at a 
temp. below 32° is cooled, only the decahydrate separates out; but if sat. above 
32°, both hexahydrate and decahydrate separate on cooling. A. Werner and 
A. Gubser also found that at room temp. the decahydrate changes to its equilibrium 
form very slowly. J. Olie represented his results by a diagram resembling Fig. 74. 
K. N. Gapon studied the speed of hydration and dehydration and of the passage 
ot the green to the violet hydrate ; and the mechanism of the charge, by L. Meunier 
and M. Lesbre. A. Recoura gave —0-04 Cal. for the heat of soln. of a mol of the 
green hexahydrate in 150 mols of water, but, according to J. Olie, this datum does 
not represent the heat of soln. of the green hexahydrate, but rather the heat of 
hydration to the decahydrate, and the heat of soln. of the decahydrate. O. Stelling 
studied the X-ray spectrum. EK. Feytis observed that the magnetic susceptibility 
23:0<10~6 mass unit is very little different from the value for the violet salt. 
R. H. Weber made observations on this subject. E. Feytis gave for the mol. sus- 
ceptibility 6179 X 10~6, and.J: B. Elias, 6100 x 10-6. N. Bjerrum found that the dark 
green hexahydrate is soluble in fuming hydrochloric acid ; A. Werner and A. Gubser, 
that it is freely soluble in alcohol, sparingly soluble in acetone, and insoluble in ether ; 
and P. Rohland, that it is nearly insoluble in ether, and freely soluble in methyl and 
ethyl alcohols as well as in acetaldehyde. The salt is largely ionized in methyl 
alcoholic soln., but the mol. wt. is normal in ethyl alcohol and in acetone soln. 
The formation of the salt was also studied by L. Meunier and M. Lesbre. From 
the properties of the soln., indicated below, A. Werner and A. Gubser regarded 
the dark green hexahydrate as dihydrated chromic dichlorotetraquochloride, 
[CrCl,(H,0),]Cl.2H,O, with 2 masked chlorine atoms; the hypothesis is based on 
the behaviour of the salt on drying; on treatment with silver nitrate; and on.the 
electrical conductivity of aq. soln.—vide infra. They also represented it by the 
formula [(H,0.Cl),Cr(H,O),]CL. | 

The pale green hexahydrate, CrCl,.6H,0.—This salt was prepared by N. Bjerrum 
by pouring a hydrochloric acid soln. of chromic chlorosulphate into ether sat. with 
hydrogen chloride ; and by boiling a soln. of 13-4 grms. of chromic dichlorotetraquo- 
chloride in 18 grms. of water for 10 mins., then sat. the soln. at 8°-10° with hydrogen 
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chloride ; the filtered liquid was then poured into 200 c.c. of ether sat. with hydrogen 
chloride at 10°, while hydrogen chloride is passing through the liquid. The salt 
separates out when the soln. is allowed to stand, and it is washed with ether sat. 
with hydrogen chloride. The pale green hexahydrate is supposed to be present 
in aq. soln. containing the other two chlorides, and is said to be a maximum when 
the green dichlorotetraquochloride is dissolved in its own weight of water, and 
the soln. boiled for 10 mins.—vide infra. G. O. Higley obtained it by heating the 
violet salt to 70° ; and by evaporating a soln. of the green chloride and hydrochloro- 
platinic acid, he obtained the salt [Cr(H,O.);Cl]PtClg. ‘A. del Campo and co-workers 
obtained this salt by saturating with hydrogen chloride an aq. ethereal soln. of green 
chromic chlorosulphate, [CrCl(H,0),|SO,.H,O.. The pale green hexahydrate was 
also prepared by A. Werner and R. Huber, and by R. F. Weinland and T. Schumann. 
W. Biltz and E. Birk found the sp. gr. to be 1-760 at 25°/4°, and the mol. vol. 151-4. 
According to N. Bjerrum, the pale green, microcrystalline powder is very hygro- 
scopic, and it slowly passes into the dark green salt. It is soluble in a mixture 
of equal vols. of fuming hydrochloric acid and ether forming a green soln., which, 
when poured into an excess of ether sat. with hydrogen chloride, deposits the pale 
green solid. The pale green hexahydrate forms a bluish-green soln. with water, 
and the colour slowly changes to bluish-violet; it is soluble in alcohol, and in 
acetone. Conc. sulphuric acid precipitates from the aged aq. soln., CrClSO,.6H,0. 
This behaviour of the salt together with its behaviour towards silver nitrate, and 
the conductivity of its aq. soln., suggests that the salt is hydrated chromic chloro- 
pentaquodichloride, [Cr(H,0),Cl|Cl,.H,O, with one masked chlorine atom. 
_ The decahydrate, CrCl;.10H,O.—L. Godefroy prepared this salt by placing a 
sat. soln. of the dark green hexahydrate in vacuo for several days at a temp. below 
6°. A. Werner and A. Gubser obtained it by cooling, by means of a freezing 
mixture, a soln. of the dark green hexahydrate in half its weight of water; and 
J. Olie, by triturating the dark green hexahydrate with the theoretical proportion 
of water. L. Godefroy described the salt as forming green, triclinic crystals, which 
readily lose water. Over sulphuric acid, for example, they lose 4 mols. of water, 
and become opaque and friable. The salt melts slowly in its water of crystal- 
lization at a temp. above 6° or 7°. J. Olie found that when rapidly heated, the 
salt melts at 32°. This temp., however, is not a m.p., but rather a transition 
temp.—vide Fig. 74—A. Werner and A. Gubser found that the decahydrate is 
freely soluble in water, alcohol, and acetone. G. O. Higley found that the heat 
of soln. is zero; but in conc. soln., J. Olie found that the heat of soln. is negative. 
N. Bjerrum’s observations on the extinction coeff. of the soln. are summarized 
in Fig. 75. The mol. conductivity of a fresh 0-00988M-soln. at 25° is 208-5 mhos, 
a value which is mean between those obtained for soln. of the dark green and the 
violet hexahydrates of the sameconc. The hydrolysis constant, K=8 x 10-6 nearly, 
is about one-tenth the value for the violet salt. The conc. aq. soln., with conc. 
sulphuric acid, forms the chlorosulphate, CrC]SO,4.6H,0, or [CrCl(H,0);|SO,.H,0. 
According to A. Werner and A. Gubser, the mol. conductivity, and the behaviour 
of the salt towards silver nitrate indicate that it contains two non-ionizable chlorine 
atoms; and it behaves like hexahydrated chromic. dichlorotetraquochloride, 
[Cr(H,0),.Cl,|Cl.6H,0. «Two of the ten mols. of water can be replaced by metal 
chlorides. It is assumed that four of the mols. of the hexahydrate are doubled. 
The tetrahydrate, dark green hexahydrate, and the decahydrate all give aq. soln. 
of identical properties ; and this when the soln. is freshly prepared before they 
have had time to undergo the slow changes indicated below. Consequently, deca-, 
hexa-, and tetra-hydrates are supposed to be similarly constituted: either 
[Cr(H,0),Cl,JCl, [Cr(H,0),Cl,|Cl.2H,0, and [Cr(H,0),Cl,|C1.6H,0, or else 


H,0.C1 H,0.C1 cl 
as cits). [Cl as (t(HL20), | cl | | cgCX(H20), [C1 
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G. Quincke gave 1-2030 for the sp. gr. of a 20-8 per cent. soln. of CrCl at 19°/4°. 
H. C. Jones and H. P. Bassett found the sp. gr. of soln. with M mols of the salt 
per litre at 18° to be: 


M : Renn 1-5 2°25 
1-0 117 1-1806 1-2631 


0: 
_ Sp. gr. 1 


1 0- 0-4 0-6 0-9 
0142 1 rt 


5 2 

0099 0258 1:0507 1:0773 
HK. Moles and M. Crespi gave 1-802 for the sp. gr. and 147-5 for the mol. vol. 
According to W. Biltz and KE. Birk, the mol. vol. of [CrCl,(H,0),|C1L.2H,0 is 145-2 ; 
of [Cr(H,0)¢]Cls, 148-1, and of [CrCl(H,0),|Cl,.H,O, 151-4. The mol. vol. of the 
most stable of the chromic salts, the dark green dichlorotetra-aquochromic chloride 
dihydrate, [CrCl,(H,O),|Cl.2H,O, is 145-2, that of the grey hexa-aquochromic 
chloride, [Cr(H,O)¢]Cls, is 148-1, and that of the least stable, the light green mono- 
chloropenta-aquochromic chloride monohydrate, | CrCl(H,0);|Cl..H,0,is151-4. The 
mol. vol. thus falls with increasing stability, as for organic isomerides, the difference 
for each pair being 2 per cent. The mol. vol. of chromous chloride hexahydrate is 
129-6, and this corresponds with a volume of 14-5 for each mol. of water. The mol. 
vol. of the water in the chromic chloride hexahydrates are 14-7, 15-2 and 15-7, respec- 
tively, and the chromous chloride thus corresponds with the dark green chromic 
salt and may be formulated [CrCl,(H,O),].2H,O. H. Lessheim and co-workers 
discussed the electronic structure. J. HE. Howard and W. H. Patterson found 
that the effect of the dark green salt on the critical soln. temp. of binary mixtures 
of water with butyric acid, isobutyric acid, and phenol, and of ethyl alcohol and 
paraffin, is nearly twice that due to the violet salt for concentrations up to 0-05M ; 
above this conc., the difference becomes progressively smaller. H. C. Jones and 
va P. Bassett found the lowering of the f.p. of aq. soln. of M mol of the salt per 
itre to be : 


DOS B 0:05 0-1 0:2 0-4 O-6 0-9 15 2°25 
F.p. . —0-268° —0:510° —0:030° —2-160° —3-610° —6-30° —15-0° —383-0° 


Measurements were also made by G. Marchetti, and A. Werner and A. Gubser. 
The general results correspond with a mol. wt. nearly half the theoretical value 
25. 266-6. J. R. Partington and 8. K. 
Tweedy observed that violet soln. 
of hexahydrated chromic chloride 
have a higher viscosity than anal- 
ogous green soln., as would be 
anticipated from A. Werner’s formu- 
lation of these salts. A. Recoura 
gave for the heat of the reaction 
— (CrCl green soln. ONaOH goin.) = 31-5 

50 #75 500 $25 550 $75 600 625 650 615 700 Cals. at 10°, and the precipitated 
hydroxide dissolves in hydrochloric 


Fie. 75.—Molecular Extinction Coefficients of . . . 
Solutions of the Chromic Chlorides for Light acid with the evolution of 20-7 Cals., 


of Different Wave-lengths. or 20-6 Cals. according to K. Peter- 
sen; the resulting soln. is blue. 

A. Piccini observed that the raising of the b.p. in methyl alcohol corresponds with 
a mol. wt. of about 50; in ethyl alcohol, 228 ; and in acetone, 271 ; the theoretical 
value is 266-6. F. Jost also obtaimed a mol. wt. of 33-2 in methyl alcohol. 
A. Recoura said that soln. appear green by reflected light, and red by transmitted 
light ; they found an absorption spectrum with a single green band ; a candle-flame 
viewed through such a soln. appears green ; but after the soln. has stood for 10 
days a red band appears, and the flame finally appears to be reddish-violet. 
W. N. Hartley found that when anhydrous chromic chloride is dissolved in water, 
two kinds of salt are formed, one of which is precipitated by ammonium oxalate 
and the other not so. A soln. of the latter in thin layers at 20° shows a continuous 
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spectrum up to about A=500 when bands appear at A=704 to 685, and at A=673 
to 538. At 100°, the soln. is opaque. Observations were made by J. Formanek, 
W. Lapraik, J. M. Hiebendaal,J. L. Soret, H. W. Vogel, G. Magnanini, O. Knoblauch, 
A. Etard, H. C. Jones and J. A. Anderson, and H. ©. Jones and W. W. Strong. 
N. Bjerrum found for the three hexahydrated chromic chlorides the mol. extinction 
coeffi. illustrated by Fig. 75 for wave-lengths ranging from A=450 to 700. 
The mol. extinction coeff., k, is defined by [,=I,*”!, where I, is the intensity of 
the incident light, and J the intensity after traversing a layer, / cm. thick, of a 
soln. with M mols per litre. In an analogous way, A. Byk and H. Jaffe measured 
the limits of absorption for ultra-violet rays ranging from A=440 to 220, and 
found for the green soln. of the chloride (eq. to 5 grms. of chrome-alum for 100 c.c.) 
an absorption band A=490 to 409-1; and for violet soln. bands A=4383-1 to 400-0, 
and A=400-0 to 385-5. H. W. Vogel measured the absorption spectrum of alcoholic 
soln. ; and O. Stelling, the X-ray spectrum; H. C. Jones and W. W. Strong, the 
effect of the presence of various other salts in the soln. of chromic chloride. 
N. Bjerrum found the mol. electrical conductivity, ~ mhos, of aq. soln. with M 
mols per litre to be: 


M. . ; 0-00322 0-01074 0-00334 0-00998 0:0307 0-008 
Pe : Spy 7 | 97-9 88-6 83:0 79°5 49-0 


Observations were also made by A. Werner and A. Gubser, H. C. Jones and 
H. P. Bassett, H. C. Jones and C. A. Jacobsen, and A. B. Lamb. According to 
A. W. Speransky, the mol. conductivity of the soln. of the dark green salt, is about 
one-third of that of the violet salt. This, said A. Werner and A. Gubser, shows 
that a smaller proportion of ions is formed by the ionization of the salt, so that 
while the violet salt furnishes four ions per mol, the dark green salt yields only 2 ions. 
As the soln. of the green salt is allowed to stand, the ionization proceeds further, 
owing to the partial transformation of the green into the violet salt—vide infra. 
F. Jost gave for the mol. conductivity of soln. of the green salt in methyl alcohol, 
at room temp. : 


WE : 2 4 B55 15-48 28°7 55:5 120-9 
pe ‘ ~ 43°5 46:5 52:6 59-0 64:2 mhos. 


H. C. Jones calculated for the percentage degree of ionization, a, and gave for the 
number of mols of water, H, in combination with a mol of the salt for soln. with 
M mols of salt per litre : 


MM. ; 0-05 O-73 0:3 0-6 0-9 15 2-0 2°25 
Bie. : 52:7 46:9 38-1 31-2 25:6 16-9 11-6 9-6 
Pie: « Eel hao 66-6 42°5 39-2 31-8 26-0 22°1 20°2 


L. G. Winston and H. C. Jones gave for the conductivity, A, and the computed 
percentage ionization, a : 


v . : 4 8 32 128 512 1024 2048 4096 
Ue . 86:30 104:53 130-03 162:34 188-46 200-21 214-48 229-73 
A | 25° . 15332 184:18 245:00 313:-45 372-34 403-58 434:36 467-61 
35° . 199:10 243:55 319:15 393-62 465-10 50431 543-02 586-16 

0° : 37:6 45:5 56:6 d0r% 82-1 87-2 93-3 100-0 

“| 25° ape RRS 39°4 52-4 67-0 79-6 86:3 oo 100-0 

35° : 34:3 42-0 55:0 67-9 80-2 86-9 93-6 100-0 


H. M. Vernon estimated the degree of ionization from the colour of the soln. 
K. Hopfgartner’s study of the transport numbers also led him to assume that the 
chromic ion is surrounded by a fairly large water sheath. F. L. 8. Jones investi- 
gated the formation of complex anions in aq. soln.—vide infra, chromic sulphate. 
T. Murayasu studied the conductivity in soln. of the salt in glycine. N. Demassieux 
and J. Heyrovsky found that the polarization curve shows breaks at 0-7 and 1-35 
volts, indicating that the electrochemical reduction occurs in two stages : Cr Cr”, 
and Cr’’->Cr. The presence of an acid does not exert any influence on the 
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deposition potential, and this is taken to mean that H’-ions do not enter into the 
electrolytic process. It is also thought that the observations. agree with the 
assumption that in cone. soln. the green chloride, [CrClo(H_2O),|Cl. 2H.0, is present ; 
and that in dil. soln. the violet form, [Cr(H0) ¢]Cls, predominates; and that it is 
easier to reduce the green complex than is the case with the violet. 

According to EK. Wiedemann, the atomic magnetism of chromium 1s about 42, 
when that of iron in ferric chloride is 42 ; and the result is independent of the anion 
associated with the chromium. Similar results were obtained by G. Jager and 
S. Meyer. Observations on the subject were also made by E. Feytis, and 
R. H. Weber. E. Feytis gave for the mol. susceptibility 6181x1076; J. B. Hhias, 
5920 x 10-6 ; and L. A. Welo found the susceptibility to be 22-6 x 10~6 mass unit. 

The co-ordination theory of the constitution of the hydrated chromic chlorides, 
said I, Koppel, findet thre stdrkste Stitze in dem verschiedenen Verhalten der Chlorid- 
losungen bet der Falliing mit Silberion ; and A. B. Lamb and G. R. Fonda added that 
the application of the theory to the hydrated chromic chlorides is “‘ perhaps the 
most striking exemplification of A. Werner’s theory of molecular structure.” 
The evidence lacks that decisive proof which would make the alternative hypotheses 
—e.g. the hydrolysis theory of their constitution—untenable. M. Péligot, and 
S. M. Jérgensen found that in the soln. of the dark green chloride two-thirds of the 
total chlorine is precipitated as silver chloride from newly prepared soln. ; 
G. N. Wyrouboff said that five-sixths is so precipitated ; while A. Werner and 
A. Gubser observed that at 0°, about one-third of the chloride is so precipitated— 
actually the amounts precipitated were rather greater than one-third. If the soln. 
are allowed to stand in contact with the silver salt, all the chlorine is ultimately 
precipitated as chloride. R. F. Weinland and A. Koch then showed that, using 
various silver salts as precipitants in the presence and in the absence of free acids, 
the proportion of chlorine precipitated depends on the nature and quantity of the 
particular silver salt employed. In the absence of acids, all the silver salts precipi- 
tated at least two-thirds of the chlorine as chloride ; the presence of nitric acid 
diminished the proportion of precipitable chlorine ; whereas silver salts of the weak 
acids—e.g. acetic, lactic, nitric or sulphuric acid—immediately precipitated all the 
chlorine. Silver salts of the strong acids—e.g. nitric, chloric, perchloric, or per- 
manganic acid—did not precipitate all the chlorine as chloride, and the presence of 
strong acids suppressed the precipitation even more. A. Piccini also found that 
silver fluoride, like silver acetate, precipitated all the chlorine as chloride. He also 
found that a soln. of the dark green hexahydrate in ethyl alcohol or acetone gives 
up all its chlorine to an alcohol or acetone soln. of silver nitrate, whereas, with 
methyl alcohol soln., the results approximate to those obtained with water. J. Olie 
pointed out that R. ‘F. Weinland and A. Koch used at least 3 eq. of silver salts and 
found at least two-thirds of the chlorine was precipitated.; and he obtained similar 
results even with only 2-11 eq. of silver salt. J. Olie showed that the reaction 
[CrCl,(H,0 )4|Cl.2H,O->[Cr(H,0),]Clgis retarded or paralyzed by strong acids or 
H’-ions ; and he explained the fact that whilst the silver salts of strong acids preci- 
pitate only part of the chlorine, and silver salts of the weak acids precipitate nearly 
all the chlorine, owing to the removal of H’-ions by the silver salts of the weak acids. 
The action of neutral salts, such as sodium and ammonium nitrates on-precipitation 
by silver nitrate, is slight with small concentration, but a large amount of these 
salts greatly increases the proportion of chlorine thrown down. Strong acid at first 
cause a decrease in the proportion of chlorine precipitated until in certain con- 
centrations only one eq. is affected; more conc. soln. cause an increase in the 
amount precipitated. Weak acids have a much smaller effect. The great effects 
of strong acids and neutral salts when present in considerable concentration 1s 
attributed to a direct exchange of the chlorine in the positive nucleus for other 
groups. A. B. Lamb said that the retarding action of the H’-ions on the 1 isomeric 
change can be explained by assuming that one stage of the process involves the 
hydrolysis of the dark green chromic salt, say, [CrCl,(H,0),]+-Cl’+-OH’+H’ 
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=[CrCl,(H,0),]OH+H'+Cl’.. The chlorine in the central group may also be 


displaced by an analogous process of ionization. At equilibrium, the conc. of 
the base will be directly proportional to the conc. of the OH’-ion, and consequently 
also with water in excess, inversely proportional to the conc. of the H’-ion; and 
if this hydrolyzed product be the compound which passes into the violet form by a 
slow reaction, the colour change will be proportional to the conc. of the OH’-ion, 
and inversely as the conc. of the H’-ion. Hence the retarding action of H’-ions 
on the colour change, and precipitation. The acidity of the [Cr(H,O),]-ion was 
found by J. N. Bronsted and C. V. King to be governed by the ionization : 
[Cr(H,0)¢] =H’+[Cr(OH)(H,0);|", and the variation of the ionization constant, 
K, with the conc. is in agreement with log K=log Ky—Zp,/p, where p is the 
ionic strength; Kg, the acid ionization constant; and Z, the valency of the ion. 

N. Bjerrum measured the degree of hydrolysis of soln. of chromic chloride from 
potential of the hydrogen electrode in the cell Hg | CrClgsom.,K Cleat, goin, | O-1V- 
calomel electrode. Assuming that CrCl34-H,0—CrCl,(OH)+ HCL, or more simply, 
Cr’°+H,0=Cr(OH)"+H’, the hydrolysis constant K=[H'][Cr(OH)"]/[Cr] 
At 25° it was found that for the soln. of the dark green salt K varied from 3°25 x 10-6 
to 4:3 x 10-6, and it is less marked than is the case with the soln. of the violet salt 
—vide infra. J. Olie also obtained a similar conclusion with respect to hydrolysis 
by showing that iodine is more rapidly separated from a mixture of potassium 
iodide and iodate (5:1) by soln. of the violet salt than is the case with soln. of the 
green salt. A. B. Lamb and G. R. Fonda obtained for the hydrolysis constant 
K=1:8X10-6 to 2:0 10-6 calculated from the conductivities of soln. in different 
proportions of hydrochloric acid, and from the rate of transformation: 
[Cr(H,0),4Cl, |Cl->[Cr(H,0),|Cls. J. Sand and F. Grammling studied the gradual 
hydrolysis of the green salt by sodium hydroxide. Observations were also made 
by H. G. Denham, and G. van Pelt. 

H. de Sénarmont heated an aq. soln. of chromic chloride in a sealed tube and 
obtained chromic oxide. According to H. Lowel, a soln. of the green chloride in 
three to five times its weight of water, develops hydrogen when treated with 
granulated zinc in the absence of air. A blue soln. of chromous chloride is formed. 
If the soln. be acidified, the zinc acts more quickly. The soln. slowly deposits the 
chromium as oxychloride. Iron does not reduce the chromic chloride, but it forms 
hydrogen and chromium oxychloride. If the soln. be boiled with tin, in the 
absence of air, hydrogen is developed but the soln. remains green, and on cooling 
crystals of tin chloride are deposited. 

A. del Campo obtained chromic triaquotrichloride, [CrCl,(H,0)3], by the action 
of hydrogen chloride on a soln. of the green chloride, [CrCl,(H,0),|Cl.H,O, at 90° 
to 100°, under press. 

A. Hiendlmayr prepared chromic fluopentamminodichloride, [Cr(NH;);F]Cl,, 
by the action of hydrochloric acid on a soln. of the corresponding fluoride. An aq. 
soln. of the yellow, four-sided plates gives no precipitate with potassium ferri- 
cyanide, but if acetone be added there is a green precipitate ; hydrofluosilicic acid 
gives no precipitate; and sodium picrate gives a yellow precipitate consisting of 
fine needles. : 

The blue, greyish-blue, or » violet hexahydrate, CrCl,.6H,O.—This salt was 
obtained by A. Recoura by heating a 50 per cent. soln. of the dark green chloride 
for some minutes at 80°, and then treating it with hydrogen chloride at 0°, when 
crystals of the violet hexahydrate separate out. A. Werner and A. Gubser used a 
similar process, boiling the soln. for an hour before treatment with hydrogen chloride 
at 0°. H. W. B. Roozeboom and J. Olie said that the precipitation of the violet 
salt by passing hydrogen chloride into soln. of the green salt previously heated to 
100° is possible, because at the latter temp. the green salt rapidly passes into the 
violet salt with which it assumes a state of equilibrium, and the reverse change is 
slow enough to allow the precipitation of the violet salt at a temp. where the green 
salt is the stable state. A. del Campo and co-workers obtained the hexa-aquo- 
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chloride by the action of hydrogen chloride on a soln. of the violet sulphate at a low 
temp. G. O. Higley passed hydrogen chloride into a filtered soln. of 250 grms. of 
chrome alum in 1000 c.c. of conc. hydrochloric acid and 250 c.c. of water at 10°-15°. 
The crystals were dissolved in water and again precipitated with hydrogen chloride, 
and freed from the green isomer by washing with acetone. N. Bjerrum used the 
following process : 

Hydrogen chloride was passed into a soln. of 40 grms, of enneahydrated chromic nitrate 
in 40 grms. of water and 40 c.c. of 38 per cent. hydrochloric acid, cooled by running water. 
The precipitate was washed on asbestos with fuming hydrochloric acid, mixed with 30 c.c. 
of conc. hydrochloric acid and again precipitated with hydrogen chloride. The mother- 
liquor was decanted from the crystals. The crystals were then washed with acid-free 
acetone, and dried over sulphuric acid in vacuo. The yield was 24:5 grms.—theoretical 
26-7 grms. 


Analyses in agreement with the formula CrCl3.6H,0 were made by A. Werner 
and A. Gubser, and R. F. Weinland and A. Koch—A. Recoura gave CrCl3.6}H,O. 
The colour of this form of chromic chloride ranges 


100° from grey to violet. According to J. Olie, they 
. form six-sided, monoclinic prisms—R. F. Weinland 
he ak and A. Koch added that lozenge-shaped plates are 
ee | rare. W. Biltz and E. Birk gave 1-800 for the 
sp. gr. at 25°/4°; and 148-1 for the mol. vol. 

| J. Olie found the m.p. of the violet form to be 95°, 
and the m.p. curve of mixtures of the violet and 

60° dark green forms is shown in Fig. 76. The natural 
Pr Sed bts 0 m.p.—10. 57, 5—of the green form is 83°, but that 


80 

le Dolla per temp. really represents a mixture of the green 
Fic. 76.—Melting-point Curve form with 36 per cent. of the violet chloride. By 
pare ses Green and Violet oxtrapolation, the m.p. of the green chloride is 
awake over 90°. The salt can be slowly heated to 100° 
in vacuo without melting. Unlike the dark green salt, the violet chloride loses 
no water when confined over sulphuric acid at ordinary temp. S. Aoyama 
and co-workers studied the X-ray absorption and constitution. EH. Fevtis 
found the magnetic susceptibility to be 22-2x10~® mass unit; and R. H. Weber 
made observations on this subject. A. Werner and A. Gubser found that the 
violet salt is more hygroscopic than the dark green salt; it is easily soluble 
in water. As in the case of the dark green salt, the solubility, S per cent., of 
the violet chloride at 25° gradually increases with time owing to its passage into 
the green isomer. After a maximum of 72-22 per cent. has been attained, there 
follows a slow separation of the green salt (where the data are superscribed 

with an asterisk) : 


Time . t 4-5 24 48 96 120 216 288 hours. 
die epee 63-19 63°88 66-16 70-68 72-22 68-95 70-01 per cent. 
Violet . 98°47 96-70 91-54 83°37 69-11 62-20 54°63 46-39 ,, 
Green . 1-53 3°30 8-46 16°63 30-89 o1°80*  45-47"" 53612" 


A. Recoura gave 12-02 Cals. for the heat of soln. per mol; and for the heat of for- 
mation (CrClz.6H,0)=18-6 Cals. J. Olie estimated the heat of transformation 
from the dark green isomer to be —2-66 Cals. N. Bjerrum found that the violet 
salt passes into the green form particularly if moisture be present. J. Olie found 
the violet salt to be almost insoluble in absolute alcohol ; whereas A. Werner and 
A. Gubser said that it is easily soluble in alcohol, and insoluble in acetone. The 
behaviour of the salt on drying; on treatment with silver nitrate ; and the con- 
ductivity of its aq. soln. are taken to bein agreement with the assumption that the 
violet salt is chromic hexaquotrichloride, [Cr(H.O)g¢|Cls, with no masked chlorine 
- atoms. L. A. Welo gave 22-4106 mass units for the magnetic susceptibility. 
Aq. soln. of the violet hexahydrate are violet ; and H. Lowel, and A. Recoura 
obtained the violet soln. by adding barium chloride to a soln. of the violet sulphate. 
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A. Recoura observed that if hydrated chromic oxide be precipitated from the green 
soln., and then dissolved in hydrochloric acid, a violet soln. is obtained. J. Ohe 
obtained the violet soln. by adding alkali salts to the green soln., or by shaking the 
green soln. with barium carbonate, and dissolving the gelatinous hydrated chromic 
oxide in acids. J. Olie, and N. Bjerrum found that the velocity of transformation 
of the green into the violet soln. is favoured by a high degree of hydrolysis of the 
soln.; and A. B. Lamb observed that sodium acetate accelerated the transformation 
from green to violet soln., while A. Recoura, and L. Godefroy showed that acids 
retard the transformation, and N. Bjerrum found that nitrates favour the green 
chloride. V. V. Kuriloff observed that the transformation from green to violet 
soln. is favoured by exposure to light. There appears to be a state of equilibrium 
between the green and violet hexahydrates in aq. soln. which is slowly attained. 
Thus, at 25°, J. Olie found that with a green soln. of the percentage conc., C, the 
percentage proportions of the two hexahydrates in the soln. when equilibrium is 
attained, are 


C : = 19:70 Pa cs 34:70 50-19 S7-57 68-50 per cent. 
Violet . 100 93-1 95-1 87-1 68-7 60 ALD 2s 
Green . 0 6:9 4:9 12:9 31:3 40 57°5 a 


The same state of equilibrium is attained if a violet soln. be\used, for in that case 
the violet salt slowly passes into the green salt until equilibrium is attained. It will 
be observed that the more dilute the soln., the greater the corresponding proportion 
of violet salt for the equilibrium state. Raising the temp. results in an increase in 
the proportion of green salt. Thus, at 84°, 


C : ee OOIT 55-8 60-8 80-25 per cent. 


Violet’ . 2 GSO 48-51 48-15 37°35 fe 
Green . . 931-90 51-49 51°85 62-65 fo 


The speed of the transformation was measured by N. Bjerrum by measuring 
the change in the electrical conductivity or the change in the vol. of the soln. ; 
and A. Heydweiller, by measuring the change in the conductivity, and in the sp. gr. 
of the soln. I. Koppel, and A. Werner and A. Gubser found that the velocity of 
transformation increases with the decreasing conc., and with increasing temp. 
Thus, with soln. containing a mol of chromic chloride in 125 litres of water, the 
molar conductivities 4 mho, after the elapse of different periods of time, were 


Time , 7 0 2 6 10 22 32 375 mins. 
ee ' . 110-9 134°8 166°1 181-3 211-9 225°4 307-4 mhos. 


at 25°, and at 0°, changing the unit from minutes to hours, 


Time . 0 0°5 6 18 24 ae 88 hrs. 
ps tDOrh 60-0 81-2 106°6 115-9 149-7 164:2 mhos. 


and A. Heydweiller gave for soln. with 0-427 and 0-853 mols of the green salt per 
litre, 


Time . * 0 r 12 20 40 61 153 min. 
0-427 Bee ALAS, 57-81 62°33 65:60 67°53 67:67 — mhos. 
FP) 0-853 : — 79°85 84:3 89-0 96-0 98-0 . 99-7 ,, 


N. Bjerrum found the results did not agree with the velocity equation for 
monomolecular reactions; but the results were better represented by velocity 
equations for two consecutive, bimolecular reactions, on the assumption that the 
reaction involves the sequence of changes: [Cr(H,0),Cl,|Cl~+[Cr(H,0),CHCl, 
—>[Cr(H,0),|Cls. Tf x, y, 2 respectively denote the concentrations of these three 
salts, then da/dt=—k,x, and dx/di=kgy. It was found that at 25°, k;—0-C0272 
+0:0000162/s, and k,=(31/s+0-005/s2)10~7, where s denotes the conc. of free 
hydrochloric acid. For soln. with M mols of dark green chromic chloride, the 
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percentage conversion, x, at the time ¢ minutes, is as follows. With JJ=—0-008 at 
1° in aq. soln., | 


Time . 5 ve n0 ~ 80 890 1490 4430 oo mins. 
GED ODS LE Be 8-3 38-8 32-9 80-1 100-0 mhos. 

For M=0-00322 at 25° in-aq. soln., + ade 

Time. 1. 2 6 30 90 120-210 mins. 

oe Saas hye Ora 30:8 61:3 82-0 86-6 93-9 mhos. 
For M=0-01074 at 25° in aq. soln., | , 

Time . ares 9 30 90 180 o mins. 

iss PN, UL oT Sa0 Sa ee Zog sg 49-1 69-6 81-2 100-0 mhos. 


The addition of chlorides displaces the equilibrium: Cr(H,0),°+3Cl' 
= [CrCl(H,0),]° -++-2Cl’ +H,O=[CrCl,(H,0),]'+Cl’+-2H,0, in accord with the law 
of mass action, namely, from left to night. For M=0-01007 at 25° in the presence 
of 0-0100N-Na(Cl, | 


Time . : 3 9 33 68 451 1564 mins. 
x : oo who 27-9 51-4 65-2 94:0 99-9 mhos. 


Similarly, hydrochloric acid favours the green chloride. For M=0-00965 at 25° 
in the presence of 0-01020N-HCl, 


Time. nn a, «20 60 100 290 2754 7140 mins. 
ote tae 11-4 18-0 38-4 76-7 94-5 mhos. 


The effect of temp. is very pronounced—between 1° and 25°, k, increases 4-8 times 
per 10°, and kg, 4 times. M. E. Baldwin also studied the effect of neutral chlorides 
on the transformation, and found that the hydrogen-ion conc. of chromium chloride 
soln. is increased by the presence of neutral chlorides, although the total amount 
of acid hydrogen remains constant. When the salts are arranged in order of 
increasing effect, the following series is obtained : (KCl, NH,Cl), NaCl, LiCl, BaCle. 
I. Koppel found that in alcoholic soln., the transformation increases with dilution 
and with temp. With a mol of the salt in 214-36 litres of alcohol at 0°, 


Time , ae aS 24 42 95 o min. 
x “ : 5-71 715 8-32 10:99 14:79 16-80 mhos. 


and with a mol of the salt in 273-9 litres of alcohol at 0°, 


Time .. mei. 30 81 141 231 o mins. 
x : 2 1286 5°47 8:50 mses _ 10-95 11-25 mhos. 


N. Bjerrum found that there is a marked contraction in vol. as the green soln. 
passes into the violet soln.; a mol of the green salt per litre, at 25°, changes the 
sp. gr. of the soln. from 1-125 to 1-139 as it passes into the violet. The sp. gr. of 
soln. of the violet hexahydrate have not been directly determined, although some 
observations of A. Heydweiller gave approximate values—vide infra. For the 
effect of the violet salt on the critical soln. temp. of some binary mixtures, vide 
supra, the dark green salt. Expressing conc. by the number of grams of the salt, 
CrClz.6H,O, in 100 grms. of water, G. Marchetti found for the lowering of the f.p., 


CrCl GH.O hs 0:9698 2°2345 - 8:0046 8-1770 12-5039 
F.p. . » —0°240° —0-0520° == 15190" >) 2-100" —3-560° 


and the calculated values for the mol. wt. range from 60:7 to 81-6. A. Werner 
and A. Gubser also obtained mol. wts. 74-8 to 79-1 from observations on the f.p. 
The theoretical value is 266-6, so that it is inferred that the ionization of the salt 
furnishes 4ions._ F. Jost obtained mol. wts. of 54:7 and 60-3 from the b.p. of soln. 
of the violet chloride in methyl alcohol. A. Recoura gave for the thermal value 
of the reaction CrClgviolet soin.+3NaOHsom,=Cr(OH)3+3NaCl+22-2 Cals., and 
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the precipitated hydroxide gives a blue soln. in hydrochloric acid and develops 
20-7 Cals. The absorption spectrum of the soln. was discussed in connection with 
that of the dark green hydroxide, and there is a broad red absorption band in 
addition to the bluish-green band. N. Bjerrum gave for the molar electrical 
conductivity, w mho, of aq. with M mols of salt per litre, at 25°, 


2s ee 0:00097 0-00195 0-00390 0:00779 -0-01559 0-03118 
OG. <. S007 420-5 384°6 353°1 324-6 295-2 


Measurements were also made by A. Werner and A. Gubser, A. Heydweiller, 
L. G. Winston and H. C. Jones, and E. J. Schaeffer and H. GC. Jones. 
A. W. Speransky also found that the conductivity of the violet soln., at 25°, is 
[495°=324-5 when that of the green soln. under similar conditions is 49,°-=126. This 
is taken to prove that the violet salt furnishes more ions per mol than is the case 
ae the green salt. F. Jost found for the conductivity of the violet salt in methyl 
alcohol, 


M ‘ - 90°99 59-77 32-12 25°39 16-87 
pe ° OT 90-1 78-7 74:1 67-7 mhos. 


K. Hopfgartner found the transport numbers for violet chromic chloride in 1-00, 
0-32, and 0-075 eq. soln. to be respectively 0-318, 0-357, and 0-414, or extrapolating 
to zero concentration, 0-446. The mobilities of the ions are respectively 53, 49-5, 
and 46-3. These results indicate that the chromic ion is probably surrounded by 
a fairly large water sheath. N. Bjerrum found the constant of hydrolysis, as in 
the case of the dark green salt, and the percentage degree of hydrolysis, to be : 


0° 25° 50° 75° 100° 
K - . 0000022  0-000098  0-00034 + ~=—«0-00108~S;~SCs« 00264 
: OIM- 1:5 31 5:7 9-6 15:0 per cent. 
Hydrolysis } 9.99147. 13-8 26:7 43-7 62:3 yas Oe 


A. B. Lamb and G. R. Fonda gave K=1-58 x 10~4 at 25°. N. Bjerrum’s value was 
kK=0-98 x 10~4 at 25°. H.G. Denham, and G: van Pelt made observations on this 
subject, for the violet hexahydrate is intermediate between the value for aluminium 
chloride K=0:14 x10~4, and the value for ferric chloride, 25x10~4. Observations 
were made by J. N. Bronsted and K. Volqvartz. K. H. Gustavson found that 
the addition of progressive amounts of sodium chloride to soln. of chromic chloride 
causes an initial increase in the H’-ion conc. represented by the value of pq, and this 
is followed by a decrease with greater conc. of the sodium chloride. The latter effect 
is due to the increase in conc. of the chromium salt by hydration of the sodium 
chloride. The former change is most marked in dil. soln. of lesser acidity. It is 
supposed to be due to changes in the composition of the internal sphere in the 
chrome complex, different modifications of the basic aquo-chromic chlorides 
existing analogous to the normal chlorides [Cr(H,0)g|Cl3, [Cr(H,0);Cl]Cl., and 
[Cr(H,0),Cl,|Cl. The addition of sodium chloride will favour the formation of 
compounds with chlorine co-ordinately attached, and the increase in chlorine ions 
is evidenced by decrease in the electric charges of the cation and by an increase, 
in py. If sodium chloride is replaced by magnesium chloride, this effect is masked 
by the greater hydration tendency of the magnesium salt. The point at which 
precipitation occurs during addition of sodium hydroxide is not a function of pq, 
but is proportional to the ratio of chlorine to chromium in the complex cation. 

J. Sand and F. Grammling measured the velocity with which the violet hexa- 
hydrate liberates iodine from a mixture of potassium iodide and iodate, and found 
the results to be in agreement with the assumption that the molecule is Cr,Clg.12H,0, 
and not [Cr(H,O)¢|Cls. H. W. Fischer found that the solubility of chromium 
hydroxide in an aq. soln. of green, chromic chloride is not directly proportional to 
the conc. of the latter. A basic chloride is probably formed. From a soln. of 
chromium hydroxide in aq. chromic chloride, the former cannot be precipitated 
either by the addition of electrolytes or by the action of heat ; part of it is supposed 
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to be in soln. in the colloidal form and part in the form of a compound containing 
chlorine. CO. R. C. Tichborne said that, owing to hydrolysis, the green colour of the 
chromic salts is due to the formation of basic salts. The fact that the simplest 
way to convert the green soln. into a violet soln. is by boiling; that the change in 
colour of the green soln. is accompanied by the liberation of an acid, and the fact 
that incomplete precipitations with silver nitrate (and barium chloride) is a property 
common with elements known to be colloidal, led H. T. 8. Britton to assume that the 
green soln. contain colloidal chromium hydroxide in which the cations of the 
colloidal electrolyte consist of chromium hydroxide associated with varying 
amounts of acid radicle. He showed that at 18°, 0-0133N-soln. of blue and green 
chromic chloride have respectively an e.m.f. of 0-467 and 0-409 volt against the 
-N-calomel electrode ; the H’-ion conc. are pq=3-19 and 2:18; and the percentage 
hydrolysis 1-62 and 16-4. In the electrometric titration with sodium hydroxide, 
precipitation began when the e.m.f. were respectively 0-588 and 0-586 volt, when 
pu=5:28 and 5-25; or when 1-07 and 1-43 eq. of NaOH per eq. of Cr had been 
added ; and precipitation was complete when 2-78 and 2-15 eq. of alkali had been 
added. J. HE. Howard and W. H. Patterson found that the effect of the violet and 
green salts on the critical soln. temp. of various mixtures is much greater than 
would be the case if the difference in the green and violet salts were due to the 
presence of basic, colloidal aggregates in the former. Colloids, per se, have usually 
a very small influence on the critical soln.temp. A.W. Ralston and J. A. Wilkin- 
son found that soln. of the green and violet salts in liquid hydrogen sulphide are 
non-conducting. 

A. Recoura passed hydrogen chloride into a soln. of chromic chloride for some 
days. The soln. turns brown and then red, presumably because of the formation 
of a soluble complex CrCl3.nHCl. On adding ether, this complex is precipitated in 
unstable green needles. R. Schwarz and G. Meyer found that while anhydrous 
chromic chloride does not take up hydrogen chloride readily, the violet hexa- 
hydrated chloride forms some complexes; and the green salt [Cr(H,O),Cl,|Cl.2H,O 
forms some complex chlorochromic acids at —50°, namely tetrachlorochromic acid, 
CrCl;.HCl.6-5H,O, pentachlorochromic acid, CrClz.2HClL8-5H,O, and hexachloro- 
chromic acid, CrCl3.3HCl.10-5H,O, as dark green compounds which decompose 
when heated. J. R. Partington and 8. K. Tweedy obtained impure tetrachloro- 
chromic acid, CrCl3.HCl.6H,O, as a precipitate by slowly saturating at 0° a conc. 
soln. of dark green chromic chloride mixed with an equal vol. of ether. It is 
washed with dry ether. 

The hydrolysis of chromic chloride formerly represented by CrClz+H,O 
=Cr(OH)Cl,+ HCl; Cr(OH)Cl,+H,0=Cr(OH),Cl1+ HCl; and Cr(OH),Cl+H,O 
=Cr(OH)3-+-HCl, is now represented by A. Werner, and P. Pfeiffer as involving the 
formation of hydroxyl-compounds in the stages : 


OH (OH) (OH) 
[CH(HO)e}C>| Crt 6), [Clr |*Gr,0), [> [cra2.0) 


With increasing hydrolysis, the H’-ion conc. of the soln. also increases. According 
to N. Bjerrum, with ageing, or more rapidly with heating, the hydroxyl com- 
pounds suffer an internal change producing the so-called ol-salts, which in contact 
with acids, are more stable than the hydroxyl salts. The action is represented 
graphically : 


2) (H,0),Cr~ (ate [ (4,0),cr7 $10, C1120), [Cl 


so that the molecular vol. of the salt in soln. increases and may assume the character 
of the colloid. When an acid is added to a hydroxyl compound some is consumed 
in reversing the change to form an aquo-compound [Cr—OH]+HCl—[Cr...H,O]Cl, 
but with an ol-salt the first addition of acid simply increases the acidity of the soln., 
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and thereafter gradually reforms the hydroxyl salt which then passes into the 
aquo-salt : ) 


/ OHN 
<P) 


/ OH 


| (H,0),Cr ne 


Cn(H0), |Cl,->2| (,0),Cx |eu->2| crat,0), |cr, 

The resistance offered by the different chromium complex salts to this change 
depends on the nature of the complex radicles—chloride, sulphate, formate, oxalate, 
etc. With longer ageing, or heating, a more drastic, irreversible, internal change 
occurs, which, according to D. Balanyi, results in the formation of oxy-salts, a 


change which makes the mother-liquor more acidic, thus : 


/OH 


[H.0,0r 5, 


Cr(H,0), | O->| (HO), Ho 1Or(H20)s| 


uf | (H40),0r< oF 


Co er(H0),| 


The resulting product is not attacked by standing in contact with cold dil. hydro- 
chloric acid. 

E. Stiasny and O. Grimm found that the properties of chromic chloride soln. 
depend largely on whether the liquor is heated before being rendered basic, on the 
degree of basicity, on the heating or ageing after being rendered basic, and on 
ageing after heating. When a basic chromium chloride soln. is boiled for 5 mins. the 
pu value alters and only recovers after three days. It also decreases on ageing until 
it reaches 2°79 after four weeks; the addition of hydrochloric acid postpones the 
“ageing” effect. Heating before rendering the soln. basic causes chlorine to 
enter the chromium complex, but there is no chlorine in the complex after the soln. 
has been rendered basic and aged for a short time. The boiling of the soln. before 
rendering it basic encourages the formation of “ol” compounds; “ ageing” has 
the same effect. Boiling is more effective in the formation of “ol”? compounds 
and oxygen bridges after the liquor has been made basic than before. Heating 
increases the precipitation value both of normal and basic chromic chloride soln. 
owing to the formation of “ ol’ compounds which are less easily precipitable than 
the hydroxy-compounds. The heating effect is more pronounced with the more 
basic salts. Ageing diminishes the precipitation value of heated soln. of normal 
chloride which have not been heated, and of soln. of the basic salt which have been 
heated before and after rendering basic, but increases the value for basic soln. 
which have been boiled before rendering basic only. The dialytic properties of 
the different types of chromium chloride soln. are almost the same, showing that 
conversion into “ol”? compounds does not result in the formation of large molecules 
unless the basicity exceeds 33 per cent. T. Murayasu found that the electrical 
conductivity of the soln. of chromic chloride is increased by adding glycocoll. 
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§ 28. The Chromium Oxychlorides 


The hydrolysis of chromic chloride, and the formation of some basic chlorides 
have just been discussed. .N. Bjerrum! studied the titration of soln. of chromic 
chloride with sodium hydroxide, and calculated 


ae the H’-ion conc. from the potential measure- 
S 0-70 ments. The results with 0:1M-CrCl, and in- 
we creasing proportions of 0-1275M-NaOH, at 17°, 
ae are illustrated by Fig. 77. When there is less 
S 0-60 than a mol of sodium hydroxide per mol of 
& chromic chloride, the curve is steep, and the 
XQ 058 im [| soln. remains clear; as soon as a mol of NaOH 

0-50 | has been added, chromic hydroxide separates, 


0 é nae i, ary ¥? and the soln. becomes turbid, and thereafter the 
Ce eae hh < as H’-ion conc. increases slowly. So long as the 
ae ane eae pices soln; remains clear, the reaction is taken to 
of Solutions 0 ome Ualoride be Cr” -+-HOH—Cr(OH) --H “tor, which ane 
Bog St tl equilibrium constant K,=[Cr(OH)|[H']/[Cr’"], 
thereafter the reaction Cr(OH)’+HOH=Cr(OH),+H’ sets in, and for this, 
KJ Cr(OH)2 TH"]/[Cr(OH)"]; and later on there is the reaction Cr(OH)+2H,0 
=Cr(OH)3+2H’, for which K3;=[H']2/[Cr(OH)"]. He found for the hydrolysis 
constants of the green salt at 25°, 3-°8x10-6; and of the blue salt at 0°, 17°, and 
25°, K,x104=0-22, 0-62, and 0-98 respectively ; at 0° and 17°, K,x104=0-0025 
and 0:0059 respectively ; and Ks x104=0-278 and 0-98 respectively. It is hence 
calculated that for 0-01M-CrCl, with the addition of x mols of 0-1275N-NaOH, 
the soln. contains the following proportions of the hydroxychlorides : 


aan ale: 0-215 0-553 1-00 1-51 2-19 2-96 
CrCl, 92-5 75: 42:9 9-8 6-6 2:4 0 
Cr(OH)Cl, 7:5 22-9 52-3 74-9 57-3 29-2 1-2 
Cr(OH),Cl 0 0-1 0-6 5-5 4:8 3°5 0-7 
Cr(OH), 0 0 0 2:4 20-5 50-0 78-9 


It is also possible to calculate for the thermal values of these products Cr(OH)Cls 
+HClag, =CrClsaq.+H20+9600 cals. ; Cr(OH)2Cl4+-HClag,—=Cr(OH)Cl, +-H,0 +8060 
cals. ; and Cr(OH)3-+-2HCl,g. =Cr(OH)Cl,+2H,0+11,600 cals. From the first and 
third equation, Cr(OH)3+3HClaq=CrClgaq.+3H,0+21,200 cals., when A. Recoura 
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found 20,700 cals. N. Bjerrum also added that it is probable that some polymerized 
basic chlorides exist. Observations on the electrometric titration of the chromic 
chlorides were also made by J. Sand and F. Grammling, who inferred from the 
potential of a hydrogen electrode, and the rate of liberation of iodine from an iodide- 
lodate mixture that the hydrolysis of the blue salt involves the breaking down 
of a doubled molecule: Cr.(H,0),.°°"’+2H,0—2Cr(H,0O),0H’’+2H’, but 
N. Bjerrum did not agree. H. G. Denham obtained a value for the hydrolysis 
constant of the blue salt twice as great as N. Bjerrum. H. T.S. Britton found that 
with 0-0133N-soln. 1-62 per cent. of the violet, and 16-4 per cent. of the green salt 
was hydrolyzed at 18°. A.B. Lamb and G. R. Fonda calculated the hydrolysis con- 
stant of the green salt from conductivity data to be 1:8 10~6, and from the kinetics 
of the transformation 2:010~6. The hydrolysis constant for the violet salt 
calculated from the change of conductivity with conc. is 1:52x10-4; from the 
rate of transformation of the green salt, 1-65 <x10~4; from the rate of inversion of 
cane-sugar, 1:6010~4; from the conductivity with or without the addition of 


hydrochloric acid, 1-47 x10~4, and with the addition of sodium acetate, 1-68 x 10~4 
—mean value 1-58 x 1074. 


A number of basic chlorides have been reported by A. J. Béchamp and others, but 
their chemical individuality has not been established. A. Moberg, for example, said 
that Cr,03.8CrCl,.24H,O is formed by heating hydrated chromic chloride to 120° ; H. Schiff 
regarded it as chromic hydroxypentachloride, Cr,Cl,(OH).4H,O. By heating the hydrated 
salt to 150°, A. Moberg obtained Cr,03.4CrCl,.9H,O, which H. Schiff regarded as chromic 
dthydroxytetrachloride, Cr,Cl,(OH),.2H,O, or chromium oxytetrachloride, Cr,O.Cl,.3H,O; 
E. M. Péligot obtained the same salt by heating the hydrated chloride to 200°, digesting 
the product with water, and drying it at 200°. H. Lowel obtained a similar product. 
B. Cabrera and 8. P. de Rubies obtained the salt in green and violet modifications and 
studied their magnetic properties. V. Kletzinsky said that chromic oxydichloride, 
Cr,(OCI1,)3, is formed by evaporating to dryness a soln. of potassium chlorochromate in cone. 
hydrochloric acid. A. Moberg obtained chromic oxychloride, Cr,03.CrCl,, or CrOCl, by 
heating the hydrated chloride to dull redness. H. Schiff obtained the hydrate, 
Cr,03.CrCl;.3H,O, or CrCl(OH),, chromic dihydroxychloride, by evaporating a soln. of 
chromic hydroxide in chromic chloride; and E. M. Péligot obtained a similar product 
from a mixture of a soln. of chromic chloride and alkali hydroxide. J. M. Ordway treated 
6 mols of chromic hydroxide with 2 mols of hydrochloric acid and obtained 5Cr,03.2CrCl,, 
which H. Schiff regarded as chromic heptahydroxychloride, Cr,(OH),;Cl. It was also obtained 
from a mixture of ammonia and a soln. of chromic chloride. A. Besson and L. Fournier 
heated a mixture of chromium trioxide and silicon hydrotrichloride in a sealed tube at 
100°, and obtained a brown mass of chromium oxyheptachloride, Cr,O0Cl,. There are also 
N. Bjerrum’s chromic hydroxypentaquodichloride, [Cr(H,O);(OH)|Cl,, and his chromic 
dihydroxytetraquochloride, [Cr(H,O),(OH).,|Cl, previously discussed. 


R. F. Weinland and W. Friedrich? obtained what they called pyridinium 
tetrachlorohydroxychromate, Cs;H;N.CrCl,.OH,H,O, by the action of conc. hydro- 
chloric acid and pyridine on chromic acid. The salt forms reddish-brown leaflets 
or orange-yellow, hexagonal plates. The analogous quinoliniwm compound was 
prepared. The interesting feature about these salts is that the chromium behaves 
as if it were quinquevalent, and the parent oxychloride is chromium oxytetra- 
chloride, CrOCl,. By saturating glacial acetic acid with hydrogen chloride, 
adding chromium trioxide, and then a soln. of alkali chloride in acetic acid soln., 
R. F. Weinland and M. Fiederer obtained potassium chromium oxypentachloride, 
CrOCl,.2KCl, in dark garnet-red, rhombic prisms. The oxidizing power of the salt 
gradually diminishes when it is kept ina desiccator. The corresponding rubidium 
chromium oxypentachloride, CrOCl,.2RbCl ; ceesium chromium oxypentachloride, 
CrOCl,.2NH,Cl, are similarly prepared. The crystalline forms are similar to those 
of the corresponding salts of columbium and molybdenum. The cesium salt is 
isomorphous with CrOCl3.2CsCl. It was supposed that these products are salts 
of quinguevalent chromium, and a similar remark applies to various analogous 
compounds prepared by F. Olsson—e.g. N(CH3)4CrOCl, ; N(CgH»2)CrOCl, ; ete. 

J. J. Berzelius 3 discovered chromium dioxydichloride, or chromyl] chloride, 
CrO,Cl,, which he obtained by distillation from a mixture of a chromate, sodium 
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chloride, and conc. sulphuric acid. He thought that it was a higher chloride of 
chromium, but H. Rose proved that it contained oxygen. It was also analyzed 
by T. Thomson, P. Walter, and T. E. Thorpe, and these results, as well as the vap. 
density determinations of J. B. A. Dumas, P. Walter, E. Moles and L. Gomez, and 
K. Carstenjen; the f.p. determinations—vide wnfra—of R. HE. Meyer and H. Best, 
and KE. Moles and L. Gomez ; and the b.p. determinations of E. Moles and L. Gomez, 
and G. Oddo and E. Serra are in agreement with the formula just indicated. The 
chromium is assumed to be sexivalent. HE, R. Darling compiled a bibliography on 
the chemistry of chromyl chloride. G. Mazzaron said that the chlorides of silver, 
mercury, gold, and platinum, and antimony oxychloride give chlorine, not chromyl 
chloride when treated with potassium dichromate and sulphuric acid. F. Wohler, 

A. Vogel, P. Walter, H. Rose, EH. Burcker, E. Moles and L. Gomez, and G. Errera 
used modifications of this process: 3K,Cr0O,+6NaCl+12H,SO,—6KHSO, 
+6NaH80,+38Cr0,Cl,+6H,0. J.B. A. Dumas used lead chromate ; potassium 
dichromate was used by T. Thomson. T. Thomson said that a better yield is 
obtained by using fuming sulphuric acid: K,Cr,07,+4NaCl+3H,.8,07=:2Cr02Cle 
+K,S80,+2Na.80,+3H.SO,—but, added A. Etard, if the fuming acid be in excess, 
the chromy] chloride suffers some decomposition : 6CrO,Cl,+3H.8207=2Cre(S8O,4)3 
+2CrO,+6Cl,+3H,O. H. Rose, and J. B. A. Dumas said that so much chlorine 
may be evolved that if the receiver is very cold, the product may solidify. P. Walter, 
and K. Carstanjen purified the liquid by fractional distillation for a number of times 
whereby the chlorine is given off first, and then the chromy] chloride, while sulphuric 
acid remains in the retort. T. E. Thorpe purified the liquid by fractional distil- 
lation in a current of carbon dioxide; and EH. Moles and L. Gomez repeatedly 
fractioned the product after agitation with mercury. According to the Permutit 
A. G., an acid chloride, like chlorosulphonic acid, reacts with chromic acid or a 
chromate in the presence of conc. sulphuric acid or other diluting agent which does 
not decompose chromyl chloride; the acid anhydride—sulphur trioxide when 
chlorosulphonic acid is used—is converted into an acid chloride by the introduction 
of hydrochloric acid, and then acts on fresh chromic acid. 

_ K. Heumann and P. Kéchlin, and H. Moissan obtained chromyl chloride by the 
action of hydrogen chloride on dry chromium trioxide. W. Autenrieth treated 
chromium trioxide with 35 to 40 per cent. hydrochloric acid, and obtained a 35 per 
cent. yield of chromy! chloride, the yield is reduced with more dilute acid until 
with 20 per cent. hydrogen chloride, only chlorine is given off. H. Moissan also 
replaced the chromium trioxide with alkali or alkaline earth chromates ; and moist 
chlorine can be used in place of hydrogen chloride at a temp. of 150°. L. Henry 
passed hydrogen chloride into sulphuric acid with chromium trioxide in suspension ; 
and R. J. Meyer and H. Best suspended the chromium trioxide in glacial acetic 
acid ; while H. D. Law and F. M. Perkin heated a soln. of chromium trioxide, conc. 
sulphuric acid, and conc. hydrochloric acid. A. Geuther chlorinated the chromium 
trioxide by heating it with anhydrous ferric or chromic chloride: 2FeCl3+3CrOg 
=Fe,03+3Cr0.Cl,; H. Schiff, by phosphorus pentachloride; H. Erdmann, by 
chloroform: 2CHClg+Cr03+0,=2COCI,+H,0+Cr0.Cl,; A. Michael and 
A. Murphy, by carbon tetrachloride in a sealed tube at 150°-175°; and H. 8. Fry, 
by acetyl chloride on a soln. of chromium trioxide in chloroform and acetic acid. 
A. Rosenstiehl treated chromates with pyrosulphuryl chloride; and K. Heumann 
and P. Kéchlin used chlorosulphonic acid. HE. M. Péligot treated potassium 
chlorochromate with sulphuric acid. H. Moissan found that moist chlorine attacks 
uncalcined chromic oxide at 440°, forming first chromic chloride which then reacts 
with the moisture forming chromy] chloride, and hydrogen chloride. The reaction 
is reversed at a higher temp. At 440°, also, oxygen acts on chromic chloride, 
forming chromyl! chloride. P. Pascal found that chromyl chloride is formed by 
slowly heating pentachromy] hexachloride. F.G. Nunez prepared chromy] chloride 
of a high degree of purity for at. wt. determinations. 

T. Thomson described chromyl chloride as a blood-red liquid which appears 
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black by reflected light. G. J. Stoney and J. E. Reynolds found that chromyl 
chloride forms a yellowish-red vapour resembling nitrogen peroxide and EH. Moles 
and L. Gomez observed that it freezes to form pale red, acicular crystals. T. Thomson 
gave 1-913 for the specific gravity of the liquid at 10°; P. Walter, 1-91 at 21°; 
T. E. Thorpe, 1-961 at 0° ; 1-92 at 25°; and 1-7578 at the b.p. 115:9° ; and E. Moles 
and L. Gomez, 2-0515 to 2:0528 at —47°/4° ; 1-9582 to 1-9591 at 0°/4°; and 1-9113 
to 1-9124 at 25°/4°. J. B. A. Dumas found the vapour density (air unity) to be 
5-35 at 127° and 5-69 at 147°--when the theoretical value for CrO,Cl. is 5:35 ; 
P. Walter found 5-9 at 143-7°; E. Carstanjen, 5-39 at 200°; and EH. Moles and 
L. Gomez, 5-31 at 181°. Hence the vapour is not dissociated at these temp. 
T. E. Thorpe gave for the thermal expansion of unit vol. at 0° to v vols. at 0°, 
v=1-+-0-03958600-++-0-0;107362--0:0.196263. R. J. Meyer and H. Best found that 
the mol. wt., calculated from the depression in the freezing point of acetic acid, 
is 208 to 218—the theoretical value for CrO,Cl, is 155. This shows that polymeri- 
zation is taking place. EH. Moles and L. Gomez found 175 to 189 with this solvent ; 
153 to 161 with phosphoryl chloride ; 175-5 to 241 with nitrobenzene ; 185 to 399 
with ethylene dibromide; 91-8 to 97-8 with stannic bromide; and 193 to 215 
with antimony pentachloride. Dil. soln. in nitrobenzene and ethylene dibromide 
show ionization, passing, with increasing concentration, into association. G. Oddo 
and A. Casalino found for 0-9694 and 2-4708 grms. of chromyl chloride in 100 grms. 
of the complex 803.2POCl, respectively 188 and 237 for the mol. wt.—theoretical 
155. G. Oddo and EH. Serra found from the raising of the boiling point of soln. in 
benzene, and carbon tetrachloride, mol. wts. between those required for the single 
and for the double molecule. E. Moles and L. Gomez obtained normal values 
when the results are corrected for the volatility of the solute—166-7 to 170°6 was 
obtained with carbon tetrachloride, and 164 to 172 with carbon disulphide. 
K. Beckmann gave 55-0 for the ebulliscopic constant—the mol. rise of the b.p.—of 
ehromyl chloride when it is used as a solvent for mol. wt. determinations. EH. Moles 
and L. Gomez gave —96-5° for the melting point ; and for the boiling point P. Walter 
gave 118°; E. Carstanjen, 117-6° at 753mm. ; H. D. Law and F. M. Perkin, 118-5°- 
116°; T. E. Thorpe, 115-9° at 733 mm. and 116-8° at 760 mm.; and EH. Moles 
and L. Gomez, 116-3° at 760 mm. The b.p., 6°, at different press., » mm., are : 


. . RY, 338-0 424-0 525-0 645-8 750-8 763°1 839-1 
B.p. a a Sr 90-5° a7 2 Oto iG FIGS 117:0° 120-4° 


The data can be represented by 0=53-63-+-0-1271p—0-000058p2. M. Berthelot 
found that the mol. heat of soln. in 100 parts of water at 8° is 16-67 Cals. The 
absorption spectrum of chromyl chloride was first examined by W. H. Miller, 
H. Mayer, B. Kabitz, R. Ritschl, and A. C. S. van Heel. G. J. Stoney and 
J. E. Reynolds found that the absorption spectrum shows orange yellow and green 
lines; they also observed that, excepting a small strip in the red, the vapour 
absorbs all the spectrum of a colourless flame. M. R. Read said that chromyl 
chloride imparts a pale white light to the colourless gas-flame ; and F. Gottschalk 
and K. Drechsel added that if the vapour mixed with oxygen be passed into a non- 
luminous gas-flame, the colour is a paler violet than that imparted to the flame by 
potassium, and the flame spectrum shows three violet, eight green, one yellow, three 
orange-red, and two red lines. A. Cornu could not find any regularities in the 
spectral lines. According to B. Kabitz, liquid chromyl chloride absorbs the whole 
visible spectrum. 

J. W. Hittorf, and EH. Moles and L. Gomez found chromy] chloride to be a non- 
conductor of electricity. HE. Moles and L. Gomez found that the mol. electrical 
conductivity is 5:05, 2-60, 1:38, and 0-96 mhos with soln. containing respectively 
0-0323, 0:0724, 0-1398, and 0:2170 mol of CrO,Cl, per litre of dried nitrobenzene 
at 25°. If the solvent is not thoroughly dried, the conductivity is two to five times 
as great, and it increases with time. The mol. conductivity decreases with increasing 
concentration, and the curves are parallel with those for the mol. wt. of chromyl 
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chloride in the same solvent. P. Walden found the dielectric constant of the liquid 
to be 2:6 at 20°. 

A. Etard said that chromyl chloride is very stable if it be protected from light, 
but in light it decomposes slowly forming chlorine and an oxide or oxychloride of 
chromium. F. Wohler, and H. Quantin found that chromy] chloride is decomposed 
by heat, for when passed through a red-hot tube it furnishes crystals of chromic oxide: 
2CrO,Cl,=Cr,03+0+2Cl, ; F. Wohler, that a little above 300° it forms magnetic 
chromic chromate; and T. HE. Thorpe, that at 180° to 190°, in a sealed tube, it 
forms chlorine and trichromyl chloride. If the vapour of chromyl chloride, mixed 
with dry hydrogen, be passed through a red-hot tube, A. Schafarik observed that 
it decomposes: 3CrO.Clo+3H,=—6HClI+Cr.03.CrO3; and when heated for a 
longer time, chromic oxide and oxygen are formed. F. Gottschalk and E. Drechsel 
said that a colourless gas-flame charged with a mixture of hydrogen and chromyl 
chloride becomes luminous, and deposits chromic oxide on a cold surface placed in 
the flame. J.B. A. Dumas, and P. Walter found that water decomposes chromyl 
chloride with the development of much heat forming a mixture of chromic and 
hydrochloric acids. J.J. Berzelius called the liquid chlorwasserstoffsaure Chromsdure, 
apparently regarding it as a special compound, for it was said to be formed by the 
action of hydrochloric acid on lead or silver chromate at the ordinary temp. The 
liquid is said to dissolve gold, and H. Moser found that when warmed chlorine is 
evolved. A. Etard, and J. B. A. Dumas observed that chromyl chloride absorbs 
chlorine freely, and becomes almost solid; H. W. B. Roozeboom found that the 
proportion of chlorine absorbed is dependent on the press. and temp. It increases 
rapidly as the temp. falls to —26° so that at 760 mm. press., a sat. soln. contains 
at 0°, 0:70 gram-atoms ; at —14°, 1-24; at —21°, 2:31; and at —26°, 3-00. At 
0°, the press., p mm., of soln. with N-gram-atoms of chlorine is : 


Cl : aE 7 4) 1-40 1-30 1-20 1-04 0-91 
p ° - 13802 1198 1150 1101 1016 923 mm. 


P. Walter said that chromyl chloride dissolves iodine without being decomposed ; 
and R. W. EK. MclIvor said that when the mixture is distilled, iodine monochloride 
and trichromyl chloride are formed. H. Quantin found that dry hydrogen chloride 
reacts with chromyl chloride at a red-heat forming water, chlorine, and chromic 
oxide. J. B. A. Dumas found that sulphur decomposes chromyl chloride with a 
hissing noise; K.T. Kemp, and W. Gregory observed that a rose-coloured powder 
separates possibly chromic chloride; and T. Thomson added that when flowers 
of sulphur is moistened with it, the mixture ignites and burns with a red fiame. 
K. T. Kemp found that if hydrogen sulphide be passed into chromyl chloride, the 
vessel becomes hot, hydrogen chloride is evolved, and a green powder is formed 
which A. Vogel said is probably chromic oxide. K. T. Kemp also found that if 
chromy] chloride vapour be passed through a narrow jet into the vapour of sulphur 
monochloride, vivid combustion occurs, and a rose-coloured powder is formed. 
K. Heumann and P. Kéchlin observed that chlorosulphonic acid decomposes 
chromyl chloride; and, as indicated above, a similar remark applies to pyro= 
sulphuric acid. 

According to T. Thomson, chromy] chloride in ammonia solidifies with brilliant 
incandescence to form a dark brown mass, and with a more prolonged action on the 
residue, A. Schrotter, and C. EH. Ufer found that chromium nitride or a mixture 
of nitride and oxide is formed. J. Heintze observed that with ammonia largely 
diluted by air, the residue, after washing, consists of chromic oxide. 8S. Rideal 
represented the reaction with dry ammonia, 3Cr0,Cl,+8NH3,;—6NH,CI+N, 
+Cr,03.CrO3. V. Thomas found that with nitrie oxide and chromyl chloride 
vapour, a brown mass of chromic dinitroxylheptoxypentachloride, Cr;Cl,07.2N Oz, 
is formed; P. Pascal prepared pentitahexachloride by the action of nitric oxide— 


vide wnfra. J. B. A. Dumas, and P. Walter found that chromyl chloride explodes’ 
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a drop of the liquid and a piece of phosphorus the size of a pin’s head. T. Thomson . 
said that the phosphorus must be moistened to produce the explosion ; when dry 
it is without action, and the flame of phosphorus is extinguished in the vapour of 
chromyl chloride. A. Michaelis observed that each drop of chromyl chloride added 
to well-cooled phosphorus trichloride produces a hissing noise, incandescence, 
and sometimes an explosion: 4Cr0O,Cl,+6PCls=4CrCls+3POCls+ PCl;+P205. 
H. Schiff represented the reaction with phosphorus pentachloride : 2CrO.Cl, 
+4PCl,=4POCI,+3Cl,+2CrCls, and R. Weber, and A. W. Cronander added that 
some chromium phosphoctochloride, CrCl,.PCl;, is formed. H. 8. Fry and 
J. L. Donnelly obtained the complex chromyl! phosphoheptachloride, CrO,Cly.PCl,, 
by the action of chromyl chloride on a dry carbon tetrachloride soln. of phosphorus 
pentachloride. W. T. Casselmann showed that phosphoryl chloride reacts in the 
cold with chromyl chloride forming a black substance which decomposes at 100° 
as symbolized by 10POCl,+-12Cr0,Cl,=18Cl,+5P,0;+3Cr.03-+6CrCls. EH. Moles 
and L. Gomez found that chromyl chloride is soluble in phosphoryl chloride. 
H. 8. Fry and J. L. Donnelly found that in soln. of dry carbon tetrachloride 
phosphorus trichloride reacts: 2CrO,Cl,+3PClz=PCl,+2CrOCl.POCls, and the 
deliquescent chromium trioxyphosphotetrachloride reacts with water: CrOCl.POCIs; 
+2H,0=—CrClz+HCl4-H,PO,. On ignition, the complex chromium trioxytri- 
chloride, CrOCl, or Cr.03.CrClz is formed. With phosphorus tribromide, chromium 
trioxyphosphodichlorotribromide, 2CrOC].POBrs, is formed: 2CrO,Clo.+3PBrs 
=2CrOCl.POBrs+PBrsCl,. With phosphorus pentabromide, the complex chromyl 
phosphodichloropentabromide, CrO,Cl,.PBr;, and chromium dioxyphosphochloro- 
tribromide, CrOCl.POBrz, are produced ; with phosphorus triiodide, the complex 
chromyl phosphodichlorotriiodide, CrO.Cl,.PI,, is formed, and it is decomposed 
by water: 2(CrO,Cl,.PI,)+4H,O—4HC1+4HI+1,+2CrPO,; and with phos- 
phorus diodide, the complex chromyl phosphodichloridiiodide, CrO,Cl,.PI, is 
formed: E. Moles and L. Gomez found that chromyl chloride is soluble in 
antimony pentachloride, and in stannic bromide. 

J. B. A. Dumas, and T. Thomson found that carbon has no action on chromyl 
chloride. J. R. Mourelo and A. G. Banus found that the dried vapour of chromyl 
chloride mixed with air does not react: 4CrO,Cl,+4C+0,=2Cr,03+4COCk, but 
chromic oxide is formed in the hot part of the tube and chromic chloride is deposited 
in the cooler part. It is difficult to get the charcoal free from hydrocarbons. The 
reaction of a mixture of chlorine and chromyl chloride with red-hot carbon is 
symbolized: 2CrO0,Cl,+Cl,+4C—2CrCl,4+-4CO. Chromyl chloride in general acts 
as an oxidizing and chlorinating agent on organic compounds: and in many cases 
the reaction is violent or explosive. H. Quantin found that when a mixture of the 
vapour of carbon monoxide and chromy] chloride is passed through a red-hot tube, 
chromic oxide and chloride are formed ; and if the carbon monoxide be mixed with 
chlorine, and the temp. be 500° to 600°, carbon dioxide and chromic chloride are 
formed. P. Pascal obtained chromyl pentitahexachloride by reduction with 
carbon monoxide—wide infra. H. Erdmann, A. Emmerling and B. von Lengyel, 
and H. Quantin symbolized the reaction with carbon tetrachloride: 2CrO.Cl, 
+4CCl,=2CrCl,+4COCI,+3Cl.. At ordinary temp. G. Oddo and E. Serra, 
and E. Moles and L. Gomez found it to be soluble in carbon tetrachloride ; and 
R. J. Meyer and H. Best added that there is no action with carbon tetrachloride ; 
and J. B. A. Dumas, none with carbon disulphide, and E. Moles and L. Gomez 
found that chromyl chloride dissolves in this liquid; and A. Etard found that in a 
sealed tube carbon disulphide reacts forming a complex mixture of products ; and 
under similar conditions chloroform, with chromic acid and oxygen, furnishes 
carbonyl chloride, hydrogen chloride, and chromy] chloride; H. Erdmann, and 
A. Emmerling and B. von Lengyel represented the reaction: 2CHCl;+-CrO3+ 0. 
=2COCI,+CrO.Cl,+H,O. F. Wéohler, and K. T. Kemp found that ethylene 
reacts forming ethylene chloride. KE. Moles and L. Gomez found that it is soluble 
in ethylene dibromide, and in nitrobenzene. T. Thomson said that turpentine is 
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inflamed by chromy] chloride, while wood-spirit, camphor, and olive oil are decom- 
posed ; F. Wohler found that indigo is not acted upon. F. Wohler, P. Walter, and 
T. Thomson observed that with absolute alcohol, enough heat is generally evolved 
to produce combustion, and may be an explosion with violent projection of the 
liquids. R. J. Meyer and H. Best found that alcohol, ether, and acetone react 
with incandescence ; benzene is slowly attacked, but toluene, o-xylene, pyridine, 
and quinoline are vigorously attacked. A. Etard studied the reaction with acetic 
acid in a sealed tube at 100°, and obtained Cr,07{Cro(C,H30.)5+o.8H,O. EH. Moles 
and L. Gomez studied soln. in acetic acid. The aliphatic hydrocarbons, R.CHa, 
form the corresponding aldehyde, R.CO.H, with the formation of the inter- 
mediate compounds : 


/0.Cr(OH)CI 
\.0.Cr(OH)Cl 


/0.Cr0.C1 


\0.cr0.017 7 B00 


R.CH ?->R.CH 
2 


The reactions with aliphatic hydrocarbons, and various other organic compounds 
were studied by A. Etard, V. von Richter, P. Friedlander, E. Carstanjen, 
G. G. Henderson and co-workers, A. Haller, J. Bredt and W. Jagelki, D. Spence 


and J. C. Galletly, etc. Many of these reactions are discussed by G. Rohde, Das - 


Chromylchlorid und die Etard’ sche Reaktion (Stuttgart, 1901). J.B. A. Dumas, and 
P. Walter found that mercury is violently attacked by chromy] chloride. 

According to E. Zettnow,* when chromy] chloride is distilled from a mixture of 
potassium chlorochromate and sulphuric acid, there is also formed a brown mass 
which is separated from the chromyl chloride, dissolved in water, and dried. Its 
composition corresponds with chromyl tritadichloride, (CrO,)3Cl.. R. J. Meyer 
and H. Best represented it by the formula Cl.CrO.0.Cr0,.0.Cr0.Cl. T. EH. Thorpe 
made it by heating chromyl chloride in a sealed tube at 180° to 190°: 3CrO,Cl, 
=Cr30.Cl,+2Cl,; and R. W. E. Mclvor, by distilling the iodine monochloride 
from a soln. of iodine in chromyl chloride: 3CrO,Cl,+2I,=4ICl+Cr,02Cle. 
P. Pascal made it by heating chromyl pentitahexachloride. The black amorphous 
compound, said T. EH. Thorpe, is reduced to chromic oxide when heated to a low 
temp. in hydrogen; and R. W. E. Mclvor obtained chromic oxide by heating it in 
air. According to T. E. Thorpe, and R. W. E. McIvor, when exposed to air the 
tritadichloride deliquesces to a reddish-brown syrup which smells of chlorine ; it is 
freely soluble in water forming a dark brown liquid which gives off chlorine; a 
nitric acid soln. behaves as if it contained hypochlorous acid ; with hydrochloric 
acid, it forms a dark brown soln. which, when heated, gives off chlorine and forms 
chromic chloride ; with ammonia it forms ammonium chloride and chromate, and 
chromic chromate ; and, according to 8. G. Rawson, it is scarcely soluble in carbon 
disulphide, but forms red soln. with alcohol, and ether. 

According to P. Pascal, chromyl pentitahexachloride, (CrO,);Cl¢, is formed when 
nitric oxide is passed into chromy] chloride, cooled in a bath of water ; heat isevolved 
and a crystalline paste is formed, nitrosyl chloride is evolved: 5CrO.Cl,.+4NO 
=4NOCI-+(CrO,);Clg, when the excess of chromyl chloride is removed, in vacuo at 
100°, there remains the pentitahexachloride as a brown crystalline powder of sp. gr. 
2:51. Carbon monoxide in sunlight can effect the same reduction as nitric oxide. 
Unlike chromyl] chloride, the pentitahexachloride is strongly magnetic so that the 
function of chromium in the chromyl, CrO,-radicle, and in the (CrOz),-radicle 
appears to be different. In fact, chlorine, which acts only above 150°, slowly con- 
verts the pentitahexachloride back to chromyl chloride. Chromyl pentitahexa- 
chloride is deliquescent, and readily dissolves in water to a dark brown soln. with 
an odour of chlorine and the reactions of chromium salts, chromic acid, and hydro- 
chloric acid. If slowly heated to 150°, chromyl chloride is evolved, and if quickly 
heated, chlorine only, the solid product in both cases being the tritadichloride, 
(CrO,)3Clz. Above 180° oxygen is evolved, leaving an insoluble brownish-black 
residue of CrgO9Cl,. Towards hydrogen, hydrogen sulphide, etc., chromyl sub- 
chloride acts as a chlorinating agent at low temp., whilst above 200° its action is 
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generally an oxidizing as well as a chlorinating one. Moist gaseous ammonia acts 
very violently, the products being ammonium chloride, oxygen, and the oxides 
CrOg and Cr,O03. Generally speaking, however, chromyl pentitahexachloride is 
less reactive than chromyl chloride. When chromyl pentitahexachloride is sus- 
pended in dry ether, and a current of slightly moist ammonia is passed through, 
nitrogen is evolved, and ammonium chloride and a brown, amorphous precipitate 
remain. Ammonium chromate and chromium chromate are removed from the 
precipitate by washing, and the pale brown, insoluble residue when dried at 90° 
has the composition of an explosive ammomum chromite, (NH40)¢(CrOo);. 

According to G. Herfeldt,® if eq. proportions of chromium trioxide and chromyl] 
chloride are heated in a sealed tube at 180°, impure chlorochromic oxide, Cr,0;Clo, 
or (CrO,Cl),0, isformed. Itis suggested that itis the anhydride, CrO,Cl-O-CrO.Cl, 
of the hypothetical chlorochromic acid, HCrO3Cl, or HO.CrO,Cl. The pale red 
compound is said to be very reactive, for it reacts explosively with alcohol, pyridine, 
and quinoline. A number of salts, chlorochromates, has been prepared. 
H.M. Péligot, and 8. Lowenthal prepared ammonium chlorochromate, (NH,)CrO3Cl, 
as in the case of the potassium salt. It has the same appearance, but is much 
more soluble. S. Lowenthal prepared lithium chlorochromate, LiCrO3Cl, from an 
aq. soln. of chromyl chloride and lithium chromate mixed with acetic acid. The 
yellowish-red crystals are, according to A. Fock, monoclinic ; they are easily fused 
to a reddish-brown liquid ; and are freely soluble in water. EH. M. Péligot obtained 
sodium chlorochromate, NaCrO,C1.2H,O, by adding sodium chloride to a cone. aq. 
soln. of chromyl chloride ; G. Pratorius, by adding chromy] chloride to a cone. soln. 
of sodium carbonate in chromic acid, and allowing the mixture to stand some days 
in a desiccator over conc. sulphuric acid; and A. Ditte, by adding sodium chloride 
to a soln. of chromic acid.. The dark reddish-yellow, prismatic crystals, when dried 
by press. between porous tiles lose water, and form an amorphous, yellow mass. 
If kept in a badly closed vessel, water of crystallization is taken up again. The 
compound melts by the heat of the hand, and at 110° loses chlorine, and water. 

HK. M. Péligot obtained potassium chlorochromate, KCrO3Cl, by boiling potas- 
sium dichromate for a short time with an excess of hydrochloric acid, and cooling 
the liquid: K,Cr,0;,+2HCI=H,0+2KCr0,Cl—if boiled for too long a time some 
chromic acid is reduced ; he also obtained it by mixing equimolar parts of potassium 
chloride and chromic acid in aq. soln., and adding hydrochloric acid—G. Herfeldt 
used a similar process. EH. M. Péligot, and A. Werner, treated chromyl chloride 
with a sat. soln. of potassium chloride: CrO.Cl,+KCl+H,0=2HCl+KCr0;Cl ; 
A. Ditte added potassium chloride to a hot soln. of an eq. quantity of chromic 
acid ; A. Michaelis, by the action of phosphorus trichloride on potassium dichromate ; 
A. Geuther added chromy]l chloride to soln. of potassium chromate in dil. acetic 
acid: K,Cr0O,+CrCl,0,.=2KCr0,C1; and also violet chromic chloride to molten 
potassium dichromate, 3K,Crg07+2CrClz=Cr,03+6KCrO3Cl. If the temp. is 
too high, chlorine may be given off. If the cold mass be dissolved in water 
acidified with acetic acid, and evaporated, the excess of potassium dichromate first 
separates out, and then follows the potassium chlorochromate. lL. Varenne dis- 
cussed the constitution of these salts, which are usually represented RO.CrO,.Cl, 
or according to A. Werner’s scheme : 


O 
OCrCl |R 
O S 


K. M. Péligot said that the salt forms rectangular prisms, the colour of potassium 
dichromate ; and that the salt is stable in air; A. Ditte found that the salt furnishes 
yellow needles which darken in air; and R. J. Meyer and H. Best, that when 
crystallized from acetic acid soln. over sulphuric acid, the salt is stable. 
G. N. Wyrouboff gave for the axial ratios of the monoclinic prisms @:6:c 
=0-9653 : 1: 1-0174, and B—90° 20’. L. Playfair and J. P. Joule gave 2-49702 for 
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the sp. gr. at 39°. J. Heintze, and J. G. Gentele said that when heated to 100°, 
the salt gives off chlorine; G. Herfeldt observed no evolution of chlorine below 
250°, and he said that even after heating at 500° to 600° for some hours about 
8 per cent. of chlorine remains in the residue. A. Streng also found that some 
oxygen is given off. A. Schafarik found that the salt readily fuses to a dark brown 
liquid with the evolution of chlorine and the formation of chromic oxide. 
A. C. Oudemans represented the reaction: 4KCrO3gCl=K,Cr.07+Cr,03+2KCl 
+Cl,+0,; and A. Ditte noticed that a little chromyl chloride is also formed. 
F. Morges made some observations on the electrolysis of soln. of the salt. A. Ditte 
said that the salt is not decomposed when dissolved in water; and F. Morges gave 
4-65 Cals. for the heat of soln. in 488 mols of water. EH. M. Péligot found that the 
evaporation of the aq. soln. of the salt gives potassium dichromate ; but with dil. 
hydrochloric acid the salt does not decompose; with conc. hydrochloric acid, 
potassium chloride, chromic chloride, and chlorine are formed. A. Ditte also 
noticed the evolution of chlorine when the salt is treated with hydrochloric acid. 
V. Kletzinsky observed that a violet mixture of potassium chloride and basic 
chromic chloride, Cr203.2CrCl,—or possibly potassium chromium chloride, KCrCl, 
—is formed by evaporating the soln. in conc. hydrochloric acid. EH. M. Péligot 
found that with conc. sulphuric acid, chromyl chloride is evolved. H. Schiff gave 
for the reaction with fused potassium sulphate: K,SO,+KCr0,C1I=KCl 
+KO.80,.0.CrO,.0K ; and with potassium hydrosulphate; KHSO,+KCrO.Cl 
=HCI+KO.S0,.0.CrO..OK. J. Heintze observed that with ammonia, ammonium 
chloride, potassium chromochromate, etc., are formed, while A. Leist said that the 
products are potassium and ammonium dichromates, ammonium chloride, and 
chromic oxide. If the salt under ether, freed from moisture and alcohol, be treated 
with dry ammonia, chromium amidochromate is formed. A. Naumann found the 
salt to be soluble in acetone. J. Heintze said that the salt does not act on ether 
or benzene, but it oxidizes alcohol, and aniline; and a hot conc. soln. of potassium 
cyanide forms cyanogen chloride and potassium chromate. 

K. M. Péligot reported calcium chlorochromate, Ca(CrO3Cl)2.5H,0, to be formed 


as in the case of the potassium salt; but G. Pratorius could obtain it only by © 


mixing 10 grms. of calcium carbonate or acetate with the theoretical quantity of 
solid chromium trioxide, forming 30 c.c. of acetic acid—containing an equal part 
of water and chromic acid—over the mixture and adding the calculated quantity 
of chromyl chloride. The reddish-yellow liquid is warmed on a water-bath, and 
the salt crystallizes out on cooling. The yellow, deliquescent salt melts in its water 
of crystallization at 56°. G. Pratorius obtained strontium chlorochromate, 
Sr(CrO.,Cl)o.4H,O, from an acetic acid soln. of strontium chromate, chromium 
trioxide and chromyl chloride. The carmine-red crystals melt without decom- 
position at 72°; they lose water when confined over sulphuric acid ; and they form 
an orange liquid with water. Only impure, orange-yellow crystals of barium 
chlorochromate were prepared by G. Pratorius from glacial acetic acid soln. of 
barium chromate and chromyl chloride ; but he obtained from the soln. a complex 
with acetic acid, barium tetracetochlorochromate, Ba(CrO3Cl)..4CH;COOH.2H,0. 
He also obtained yellow crystals of barium chlorochromatochloride, Ba(CrO3Cl)CL, 
probably rhombic, from the mother-liquor remaining after the separation of the 
preceding salt, treated with conc. acetic acid on a water-bath. The hygroscopic 
crystals are freely soluble in water, and the yellow soln. when warmed deposits 
barium chromate; when the salt is heated, chromyl chloride is evolved. If the 
mother-liquor just indicated be acidified with dil. hydrochloric acid, yellow, six- 
sided plates of the hydrate, Ba(CrOzCl)CLH,O, are formed. EH. M. Péligot, and 
S. Lowenthal prepared magnesium chlorochromate, Mg(CrO,Cl),.9H,0, as in the 
case of the potassium salt, and G. Pratorius, from a soln. of magnesium carbonate 
in an excess of chromic acid and dil. hydrochloric acid. The reddish-yellow, 
hygroscopic, rhombic crystals melt in their water of crystallization at 66°; they 
form the pentahydrate when confined over sulphuric acid ; and they lose chlorine 
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and water at 135° to 140°. The salt is freely soluble in water. G. Pratorius 
prepared zine chlorochromate, Zn(CrO,Cl),.9H,0, as in the case of the magnesium 
salt ; and 8. Lowenthal, from a cold, conc. soln. of zinc chloride and chromic acid 
acidified with acetic acid, and he dried the crystals on porous tiles. The reddish- 
yellow, hygroscopic, prismatic or tabular crystals decompose over sulphuric acid 
in a desiccator, giving off chlorine; they melt in their water of crystallization at 
37°5° ; they lose some water and chlorine at 100°. Chlorine is evolved when the 
salt is treated with lead oxide. M. Lachaud and C. Lepierre prepared impure 
thallous chlorochromate, T1CrO,Cl,-from a soln. of thallous chloride and chromic 
acid in a little water. The prismatic crystals are decomposed by water into 
thallous chloride and chromic acid. L. Bourgeois fused a mixture of lead 
chromate and chloride and obtained hexagonal prisms of lead dichlorochromate, 
PbCl,.PbCrO,. W. J. Sell prepared chromic hexacarbamidochlorochromate, 
[Cr(CON2H,4)¢|(CrOgCl)g.3H,O. G. Pratorius prepared hygroscopic, dark orange- 
yellow crystals of cobalt chlorochromate, Co(CrO,Cl)..9H,O, from a mixed soln. of 
chromic acid, cobalt carbonate and chromyl chloride. The crystals melt in their 
water of crystallization at 40° without decomposition ; and they lose water on ex- 
posure to air. For cobaltic hexamminochlorochromate, [Co(NH3)g|Cl(CrO,).nH,0O, 
vide supra, the chromates. The corresponding nickel chlorochromate, Ni(CrO.Cl)s. 
9H.O, was obtained by G. Pratorius in a similar manner to the cobalt salt ; the dark 
orange-yellow, hygroscopic crystals melt in their water of crystallization at 46° 
to 48°. 
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§ 24. The Chromium Ammines 


The ammines of chromium were first obtained by E. Frémy 1 in 1858, and they 
were soon afterwards studied by P. T. Cleve, and then by J. Morland, A. Reinecke, 
and 8. M. Jérgensen. A. Werner showed that as in the case of the cobalt, and 
platinum ammines, most of the chromium ammines fitted into the system based 
on his co-ordination theory—8. 49, 19. I. I. Chernyeff studied the inner structure. 
of the chromium ammines. Extensive investigations on the chromium ammines 
have been made by P. Pfeiffer and his fellow-workers, and the following summary 
is based on his reports : 


A.—Compounds with one chromium atom in the nucleus. 


I.—The hexammine family, or compounds of the tervalent basic group: [CrAg|’”. 
(i) Hexammines, [Cr(NH3)g|X3. These salts are the so-called chromium 
luteosalts, studied by 8. M. Jorgensen, A. Benrath, O. T. Christensen, 

W. R. Lang and C. M. Carson, J. Meyer and L. Speich, H. J. S. King, . 

P. Pfeiffer and 8. Basci, L. A. Welo, and P. Pfeiffer and M. Haimann, 

J. Petersen, O. Stelling, O. Hassel and G.-B. Ness, E. Wilke-Dorfurt 

and co-workers, and A. Werner and A. Miolati. These salts include : 

(1) chloride and (2) its mercurichloride, and (3) chloroplatinate ; (4) 

bromide and (5) its bromoplatinate ; (6) iodide, and (7a) its sulphate, 
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and (7b) selenate ; (8) perchlorate ; (9) sulphate and (10) its chloro- 
platinate ; (11) nitrate and (12) its chloroplatinate ; (13) dinitrato- 
fluosulphonate ; (14) phosphate and (15) its sodiopyrophosphate ; 
(16) oxalate and (17) its chromioxalate, (18) its cobaltioxalate ; 
(19) cyanide and (20) its chromicyanide, (21) its ferricyanide ; (22) 
its cobalticyanide ; (23) picrate; (24) dipicrylamide; (25) 2: 4- 
dinitro-a-naphthoxide ; (26) 2 : 4-dinitro-a-naphthoxide-y-sulphonate ; 
(27) 2:3: 6-trinitrophenoxide ; (28) 1 : 2-naphthaquinone-1l-oximate 
(1-nitroso-8-naphthoxide) ; (29) 1: 2-dihydroxyanthraquinone ; (30) 
picramate, and (31) permanganate. 

(ii) T'risethylenediamines, [Cr eng|X3. These salts were studied by J. Meyer 
and L. Speich, L. A. Welo, P. Pfeiffer, P. Pfeiffer and A. Trieschmann, 
P. Pfeiffer and M. Haimann, and A. G. Berghman. They include: 
(1) chloride; (2) bromide; (3) iodide; (4) nitrate; (5) selenate ; 
(6) oxalate, and (7) its chromioxalate, and (8) cobaltic oxalate ; 
(9) cyanide, and (10) its chromicyanide, and (11) cobalticyanide ; 
(12) thiocyanate, and (13) its chromithiocyanate ; and (14) dichromate. 

(i) Hexacarbamides, or hexaurea salts, [Cr(NH,.CO.NH,)¢|X3. W. J. Sell, 
M. Kilpatrick, P. Pfeiffer, A. Werner and D. Kalkmann, G. A. Barbieri, 
and J. Meyer and L. Speich, EH. Wilke-Dorfurt and co-workers 
studied these salts, and reported: (1) the chloride, and its complex 
(2) with mercuric chloride, and (3) with platinic chloride ; (4) bromide ; 
(5) perbromide; (6) iodide; (7) periodide; (8) chlorate; (9) per- 
chlorate ; (10) hexasulphide; (11) sulphate; (12) hydrosulphate ; 
(13) chlorosulphate ; (14) bromosulphate ; (15) perbromosulphate ; 
(16) iodosulphate ; (17) periodosulphate; (18) chloratosulphate ; 
(19) perchlorate; (20) perchloratosulphate; (21) persulphate ; 
(22) fluosulphonate; (23) sulphatofluosulphonate; (24) thiosul- 
phate; (25) selenate; (26) periodocarbonate; (27) nitrite ; 
(28) sulphatonitrite ; (29) cobaltinitrite; (30) diamminotetranitri- 
tocobaltiate ; (31) chlorodiamminotetranitritocobaltiate ; (32) nitrate ; 
(33) sulphatonitrate ; (34) cyanide; (35) thiocyanate; (36) ferro- 
cyanide; (37) ferricyanide; (38) nitroprusside; (39) mangani- 
cyanide; (40) cobalticyanide ; (41) chloronickelocyanide ; (42) chloro- 
platinocyanide ; (43) hexathiocyanatochromiate ; (44) hexacyano- 
chromiate ; (45) fluosilicate; (46) fluoborate; (47) fluoboratosul- 
phate; (48) chromate; (49) chlorochromate; (50) dichromate ; 
(51) chlorodichromate; (52) bromodichromate ; (53) perchlorato- 
dichromate ; (54) disulphatodichromate ; (55) nitratodichromate ; 
(56) tetrafluoboratodichromate ; (57) permanganate ; (58) sulphato- 
permanganate; (59) dichromatopermanganate; (60) oxalate; 
(61) picrate ; (62) naphthalene-2-sulphonate ; (63) toluenesulphonate ; 
(64) o-dichlorobenzenesulphonate ; (65) sulphatobenzenesulphonate ; 
and (66) diflavianate-flavianate. EH. Wilke-Dorfurt and R. Pfau 
studied the isomorphism of the permanganate, perchlorate, fluoborate, 
fluosulphonate, and iodide. 

(iv) Bisethylenediaminopropylenediamines, [Cr engpn|X3. These salts were 
studied by P. Pfeiffer, P. Pfeiffer and H. Pietsch, and P. Pfeiffer, 
T. Gassmann. They include: (1) bromide; (2) iodide; (3) oxalate 
and (4) its chromioxalate, and (5) cobaltioxalate ; (6) cyanide, and 
its (7) chromicyanide, and (8) cobalticyanide ; and (9) thiocyanate. 

(v) Trispropylenediamines, [Crpng|X3. These salts were studied by P. Pfeiffer 
and M. Haimann, and P. Pfeiffer and T. Gassmann. They include : 
(1) iodide ; (2) cobaltioxalate ; (3) chromicyanide ; (4) cobalticyanide ; 
(5) thiocyanate ; and (6) chromithiocyanate. ; 

(vi) Aquopentammines, [Cr(NH3);(B20)|X3. These salts are the so-called 

VOL. XI. 2 D 


402 INORGANIC AND THEORETICAL CHEMISTRY 


chromium roseo-salts, studied by 8. M. Jérgensen, F. Ephraim and 
W. Ritter, A. Benrath, O. Hassel and G. B. Ness, A. Hiendlmayr, and 
O. T. Christensen. They include: (1) hydroxide ; (2) fluoride—vde 
supra, (3) chloride, and (4) its mercurichloride; (5) bromide, and 
(6) its bromoplatinate ; (7) iodide; (8) perchlorate; (9) sulphate, 
and (10) its chloroplatinate; (11) nitrate, and (12) hydronitrate ; 
(13) cyanide, and (14) its chromicyanide, (15) its ferricyanide, and 
(16) its cobalticyanide. H. J. 8. King showed that these salts may 
be hydroxypentammines. ; 
(vii) Diaquotetrammines, [Cr(NH3),(H:0)2|X3. These salts were investigated 
by P. Pfeiffer. They include: (1) hydronitrate ; (2) chloride; and 
(3) bromide. 
(viii) Diaquobisethylenediamines, [Cr eng(H,0)2|X3. These salts were studied 
by P. Pfeiffer. These are the isomeric forms : 
(a) Cis-salts, including (1) chloride; (2) bromide; (3) chromioxa- 
late ; and (4) chromithiocyanate. | 
(b) Trans-salts, including (1) chloride ; and (2) bromide. 
(ix) Trvaquotriammines, [Cr(NH3)3(H20)3|X3.. These salts were studied by 
A. Werner, 8. Guralsky, and E. H. Riesenfeld and F. Seemann and 
they include : (1) the chloride ; (2) the perchlorate ; (3) the bromide ; 
(4) hydroxyiodide ; and (5) chloronitrate. 
(x) Tetraquodiammines, [Cr(NH3)o(H,0)4|X3. These salts were studied by 
A. Werner and J. Klein. They include: (1) chloride; (2) bromide ; 
(3) sulphate. 
(x1) Tetraquodipyridines, [Crpy2(H,0)4|X3. These salts were studied by 
P. Pfeiffer, P. Pfeiffer and W. Osann, and P. Pfeiffer and M. Tapuach. 
They include: (1) chloride ; (2) bromide ; (3) sulphate, and (4) hydro- 
sulphate ; (5) nitrate ; and (6) chromicyanide. 
(xii) Diaquotetramido-salts, [Cr(H,0)2(C2H;02N)4], studied by G. Florence and 
_ K. Couture. | | 
(xiii) Hexaquo-salts, [Cr(H,0),]X3. These salts were studied by A. Werner 
and A. Gubser, A. Soe A. Werner and R. Huber, P. Pfeifier, 
a. Be Weinland and R. Krebs, R. F. Weinland and T. Schumann, 
and L. A. Welo. They correspond with the hexahydrated chlorides, 
sulphates, and chlorosulphates. J. Meyer and L. Speich prepared 
the selenate. | 
(xiv) Hexa-antipyrino-salts, [Cr(COC,9H,2No)g|Xs, were prepared by EH. Wilke- 
Dorfurt and H. G. Mureck. For example, (1) the fluoborate, 
[Cr(COC,9Hy2Ne)6|(BF4)3 ; (2) the permanganate; (3) the fluosul- 
phonate ; (4) the thiocyanate ; (5) the dichromate ; (6) the chlorate ; 
(7) the thiosulphate ; (8) the ferrocyanide; (9) the ferricyanide ; 
and (10) the picrate. 
(xv) Trioxalato-salts, Rs/[Cr(C,0,4)3], studied by A. G. Berghman. 

I1.—The pentammine family, or compounds of the bivalent, basic group: [CrA;X]”. 
P. Larisch made some comparative observations on the solubilities of these 
salts. 

(i) Hydroxypentammines, [Cr(NH3);(OH)|X>5. 8S. M. Jorgensen, P. Pfeiffer, 
A. Werner, A. Benrath, L. A. Welo, J. V. Dubsky, and 
H. J. 8. King reported (1) chloride; (2) bromide; (3) iodide ; 
(4) sulphate ; (5) dithionate ; (6) nitrate ; (7) chromate ; (8) oxalate ; 
(9) picramate ; (10) picrate ; (11) dipicrylamide ; and (12) 2 : 4-dinitro- 
a-naphthoxide-y-sulphonate. The (13) hydroxide was obtained by 
the action of silver oxide on the chloride. © 

(ii) Hydroxyaquopentammines, [Cr(NH3);(H_0)(HO) yoo These salts were 
studied by PP. Pfeiffer. They include: (1) bromide; and 
(2) dithionate. 
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(il) Hydroxyaquobisethylenediamines, [Cr eng(H,0)(HO)|X,. These salts 
were studied by P. Pfeiffer, P. Pfeiffer and R. Stern, P. Pfeiffer 
and R. Prade, P. Pfeiffer and T. G. Lando. There are isomeric 
forms : | 

(a) Cvs-salts, including (1) chloride ; (2) bromide ; (3) iodide ; and 
(4) dithionate. 
(6) Trans-salts, including (1) bromide ; (2) iodide and (3) dithionate. 

(iv) Hydroxydiaquotriammines, [Cr(NH3)3(H,0)2(HO)|X, The iodide was 
studied by A. Werner. 

(v) Hydroxytriaquodiammines, [Cr(NH3)2(H,0)3(O0H)|X,. The sulphate 
was studied by A. Werner and J. Klein, and A. Werner and 
V. Dubsky. 

(vi) Hydroxytriaquodipyridines, [Crpy2(H,0)3(OH)|X2. These salts were 
studied by P. Pfeiffer, P. Pfeiffer and M. Tapuach, and P. Pfeiffer 
and W. Osann. They include: (1) chloride; (2) sulphate; and 
(3) thiocyanate. 

(vil) Nitritopentammines, [Cr(NHg);(NO,)|Xo. They are the so-called 
chromium xantho-salts. These salts were studied by O. T. Christen- 
sen, J. N. Brénsted and A. Petersen, and A. Werner and A. Miolati. 
They include: (1) chloride, and (2) its mercurichloride, and (3) 
its chloroplatinate; (4) bromide; (5) iodide; (6) sulphate; (7) 
dithionate; (8) nitrate; (9) carbonate; (10) chromate; and (11) 
dichromate. 

(vill) Nitratopentammines, [Cr(NH3);(NO3)|Xo. These salts were studied by 
A. Werner and J. von Halban. They include: (1) iodide and 
(2) nitrate. | 

(ix) Nitratodiaquotriammines, [Cr(NHs)3(H,0)2(NO3)|Xo. The nitrate was 
studied by E. H. Riesenfeld and F. Seemann. 

(x) Fluopentammines, [Cr(NH3);F]X,. These salts were prepared by 
A. HiendImayr. They include: (1) fluoride ; (2) chloride ; (3) nitrate ; 
(4) chromate ; and (5) ferricyanide. 

(xi) Chloropentammines, [Cr(NHg);Cl]X2. These are the so-called chromium 
purpureo-salts. They were studied by O. T. Christensen, A. Werner 
and A. Miolati, O. Hassel and G. B. Ness, F. Ephraim and W. Ritter, 
J. Meyer and L. Speich, J. N. Brénsted and A. Petersen, H. J. 8. King, 
L. A. Welo, and S. M. Jérgensen. They include: (1) chloride ; 
(2) its mercurichloride, and (3) its chloroplatinate ; (4) bromide, and 
(5) its mercuribromide; (6) iodide, and (7) its mercuriiodide ; 
(8) chlorate; (9) perchlorate; (10) pentasulphide; (11) sulphate, 
and (12a) its hydrosulphate; (126) selenate; (13) dithionate ; 
(14) fluosilicate; (15) oxalate; (16) ferrocyanide; (17) chromate ; 
(18) picrate; (19) 2: 4-dinitro-a-naphthoxide; (20) 2: 4-dinitro-a- 
naphthoxide-y-sulphonate ; and (21) 2: 3: 6-trinitrophenoxide. 

(xii) Chloroaquotetrammines, [Cr(NH3),(H,0)Cl|X_. These are the so-called 
chromium roseo-salts. They were studied by E. Frémy, P. T. Cleve, 
A. Werner and A. Miolati, 8. M. Jérgensen, J. Petersen, P. Pfeiffer 
and §. Basci, P. Pfeiffer. They include: (1) chloride, and its 
(2) mercurichloride, and (3) its chloroplatinate; (4) bromide ; 
(5) iodide; (6) sulphate; (7) nitrate; (8) fluosilicate ; (9) oxalate ; 
and (10) chromate. 

(xiil) Chlorodiaquotriammines, [Cr(NH3)3(H,0),Cl|X2. These salts were 
studied by E. H. Riesenfeld and F. Seemann. ‘They include: 
(1) chloride ; and (2) sulphate. 

(xiv) Bromodiaquotriammines, [Cr(NH3)3(H)0),Br]X5. These salts, prepared 
by 8S. Guralsky, include: (1) chloride; (2) bromide; and (3) 
sulphate. 
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(xv) Chloropentaquo-salts, [Cr(H,O);Cl|X5. These salts have been discussed 
in connection with the hydrates of chromic chlorides. They were 
discussed by N. Bjerrum, A. Recoura, R. F. Weinland and R. Krebs, 
and R. F. Weinland and T. Schumann. The series is represented by 
(1) chloride; (2) sulphate; and (3) chlorosulphate. J. Meyer and 
L. Speich made (4) the selenate. 

(xvi) Bromopentammines, [Cr(NHs);Br|X5. These salts were studied by 
S. M. Jorgensen, and A. Werner and A. Miolati. They are represented 
by (1) chloride ; (2) bromide, and (3) its bromoplatinate ; (4) nitrate ; 
and (5). chromate. 

(xvii) Bromoaquotetrammines, [Cr(NH3)4(H,O)Br|X,5. The salts were studied 
by P. T. Cleve, and P. Pfeiffer and 8. Basci. They include: 
(1) chloride; (2) bromide ; and (3) sulphate. 

(xvill) Bromoaquobisethylenediamines, [Cr en,(H,0)Br|Xy. The salts were 
studied by P. Pfeiffer, P. Pfeiffer and R. Stern, and P. Pfeiffer 
and T. G. Lando. They include: (1) bromide; and (2) chromithio- 
cyanate. 

(xix) Bromodiaquotriammines, [Cr(NH3)3(H.O),Br]X_. A. Werner prepared 
(1) the chloride ; (2) the bromide; and (3) the sulphate. 

(xx) Lodopentammaines, [Cr(NHg);I|Xy. These salts were studied by A. Werner 
and A. Miolati, and S. M. Jorgensen. The salts include: (1) chloride, 
and (2) its chloroplatinate ; (3) iodide; and (4) nitrate. 

(xxi) Lodoaquotetrammines, [Cr(NH3)4(H2O)I|X,. P. T. Cleve prepared the 
iodide. | 

(xxi) Thiocyanatopentammines, -|Cr(NH3)5(SCy)|Xo. The salts were studied 
by A. Werner and J. von Halban. The salts include: (1) chloride ; 
(2) bromide ; (3) nitrate ; (4) thiocyanate ; and (5) dichromate. 

(xxiii) Sulphatopentaquo-salts, [Cr(H,0);(SO,4)|X>o. The chloride was prepared 
by R. F. Weinland and T. Schumann. 

III. —The tetrammine family, or compounds of the. univalent basic group: 
[CrA,X’X’]. P. Larisch made some comparative observations on the 
solubilities of these salts. 

(1) Dehydroxydiaquodtammunes, [Cr(NH3)9(H,0).(OH)2|X. These salts were 
prepared by A. Werner and J. V. Dubsky, and A. Werner and 
J.L. Klein. The salts include: (1) chloride ; (2) bromide ; (3) iodide ; 
(4) dithionate ; and (5) thiocyanate. 

(11) Dehydroxydiaquodipyridines, [Crpy2(H20)o(HO).|X. These salts were 
prepared by P. Pfeiffer, P. Pfeiffer and W. Osann, and P. Pfeiffer 
and M. Tapuach. The salts include: (1) chloride; (2) bromide ; 
(3) iodide ; (4) sulphate; (5) nitrate; and (6) thiocyanate. 

(111) Dichlorotetraquo-salts, [Cr(H,O),Cl,|X, represented by J. Meyer and 
L. Speich’s [Cr(H,0),4Cl, |(SeO4).[Cr(H,0)¢]. The salts are represented 
by the (1) chloride and its complexes with (2) antimonic chloride, and 
(3) caesium chloride; as well as by the (4) sulphate. They were 
studied by A. Werner and A. Gubser, N. Bjerrum, R. F. Weinland 
and K.:Feige, O. Stelling, and P. Pfeiffer. 

(iv) Dehydroxydiaquoethylenediamines, [Cr(H,O)2 en(OH)2|X. These salts, 
prepared by EH. Weinmann, include: (1) chloride; (2) perchlorate ; 
(3) bromide; (4) iodide; (5) dithionate ; and (6) thiocyanate. 

(v) Dichlorobisethylenediamines, [Cr en,Cl,|X. These salts were studied by 
A. Werner, P. Pfeiffer, P. Pfeiffer and P. Koch, P. Pfeiffer and 
T. G. Lando, P. Pfeiffer and R. Stern, and P. Pfeiffer and A. Triesch- 
mann. There are the isomeric forms : 

(a) Inactive salts, including (1) chloride and (2) its antimonichloride, 
and (3) chloroplatinate ; (4) bromide; (5) iodide; (6) sul- 
phate; (7) dithionate ; (8) nitrate; and (9) thiocyanate. 
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(b) Dextro-cis salts, including (1) chloride ; (2) bromide, and (8) its 
bromocamphorsulphonate ; and (4) nitrate. 

(c) Levo-cis-salts, including (1) chloride; (2) bromide, and (3) its 
bromocamphorsulphonate ; and (4) nitrate. 

(d) Trans-salts, including (1) chloride, and (2) its hydrochloride, 
and (3) chloroplatinate ; (4) bromide; (5) iodide; (6) di- 
thionate ; (7) nitrate ; (8) chromidioxalatoethylenediamine ; 
and (9) thiocyanate. 

(vi) Dichloroaquotriammines, [Cr(NHs3)3(H,0)Cl,|X. These salts were pre- 
pared by A. Werner, F. Frowein, E. H. Riesenfeld and F. Seemann, 
and 8. Guralsky, and include : (1) chloride ; (2) iodide ; (3) sulphate ; 
(4) hydrosulphate ; and (5) nitrate. 

(vii) Dibromoaquotriammines, [Cr(NH3)3(H20)Brg|X. These salts, prepared 
by S. Guralsky, include: (1) bromide; (2) iodide; (3) sulphate ; 
(4) nitrate; and (5) thiocyanate. 

(viii) Dichlorodiaquodiammines, [Cr(NH3)o(H,0).Cl,|X. A. Werner and 
J. L. Klein prepared the chloride. 

(ix) Dichlorodiaquodipyridines, [Crpy:(H,0),Cl,|X. These salts were pre- 
pared by P. Pfeiffer and M. Tapuach, and include: (1) chloride, and 
(2) its complex with en ee chloride; (3) bromide; and 
(4) nitrate. 

(x) Dibromotetraquo-salts, [Cr(H,0),Brg|X. These salts are represented by 
the chloride prepared by N. Bjerrum. 

(xi) Dibromobisethylenediamines, [CrengBrz)X. They were studied by 
P. Pfeiffer, and P. Pfeiffer and A. Trieschmann. There are isomeric 
forms : 

(a) Cus-salts, including (1) bromide ; (2) iodide; and (3) dithionate. 

(6) Trans-salts, including (1). bromide and (2) its hydrobromide, 
and (3) its mercuribromide; (4) iodide; (5) dithionate ; 
(6) nitrate ; and (7) thiocyanate. 

(xii) Dichloroaquotriammines, [Cr(NH3)3(H,0)Cl,]X. The chloride was 
studied by EK. H. Riesenfeld and F. een 

(xil) Dibromodiaquodiammines, [Cr(NHs3)o(H,O).Bro|X. . A. Werner and 
J.L. Klein, and A. Werner and J. V. Dubsky studied the bromide. 

(xiv) Dibromodiaquopyridines, [Cr(NH3).(H,0).Bro|X. These salts were 
studied by A. Werner and A. Gubser, and P. Pfeiffer and M. Tapuach. 
The salts include: (1) bromide; (2) iodide; and (3) nitrate. 

(xv) Dibromotetraquo-salts, |Cr(H,0),Bro|X. These salts were studied by 
A. Recoura, A. Werner and A. Gubser, A. Werner and R. Huber, 
P. Pfeiffer and M. Tapuach, and N. Bjerrum. The salts include: 
(1) chloride ; (2) bromide; (3) sulphate; and (4) the cobaltic tetra- 
nitritodiammine. 

(xvi) Diiodobisethylenediamines, [Cr engl,|X. The double salt with mercuric 
‘iodide was studied by P. Pfeiffer and T. G. Lando. 

(xvii) Dothiocyanatotetrammines, [Cr(NH3)4(SCy)2|X. These salts were studied 
by P. Pfeiffer and M. Tilgner, and A. Werner and J. von Halban. The 
salts include: (1) chloride; (2) bromide; (3) sulphate; (4) nitrate ; 
and (5) thiocyanate. 

(xvii) Dithiocyanatobisethylenediamines, [Cr eng(SCy)2|X. These salts were 
studied by P. Pfeiffer and M. Haimann, P. Pfeiffer and P. Koch, 
P. Pfeiffer and R. Stern, and P. Pfeiffer. There are isomeric forms : 

(a) C%s-salts, including (1) chloride; (2) bromide; (3) iodide and 
its complex with mercuric iodide ; (4) sulphate ; (5) nitrate ; 
(6) thiocyanate ; and (7) chromithiocyanate. 

(b) Trans-salts, including (1) chloride ; (2) bromide, (3) sulphate ; 
(4) nitrate ; (5) thiocyanate; and (6) chromithiocyanate. 


406 INORGANIC AND THEORETICAL CHEMISTRY 


(xix) Oxalatotetrammines, [Cr(NH3)4(C,04)|X. These salts were studied by 
P. Pfeiffer and 8. Basci. The saltsinclude : (1) chloride ; (2) bromide ; 
(3) iodide ; (4) nitrate; and (5) chromidioxalatodiammine. 

(xx) Oxalatobisethylenediamines, [Cr eng(C,0,4)|X. These salts were studied by 
P. Pfeiffer, P. Pfeiffer and R. Stern, and P. Pfeiffer and A. Triesch- 
mann, and H. Schwarz. The salts include: (1) bromide; (2) iodide ; 
(3) chromidioxalatoethylenediamine ; and (4) the chromidioxalato- 
diaquo-salt. Some other oxalato-salts were studied by R. Weinland 
and W. Hiibner, and F. Hans. 

IV.—The triammine family, or compounds of the null-valent group: [CrA,Xq’]. 
(i) Trichlorotriammine, [Cr(NH3)3Clz], was prepared by A. Werner, 
E. H. Riesenfeld and F. Seemann, F. Frowein, O. Stelling, 
S. Guralsky, and H. I. Schlesinger and co-workers. There are also the 
tribromide and the mixed chlorobromides. 

(ii) Trihydroxyaquodiammines, [Cr(NH3)2(H20)(OH)3|. The tetrahydrate was 
studied by A. Werner and J. L. Klein. 

(iii) Trehydroxyaquodipyridines, |Crpy2(H,0)(OH)3]. The hexahydrate was 
studied by P. Pfeiffer and M. Tapuach. 

(iv) Dichlorohydroxyaquodipyridine, [Crpyo(H,0)Cl,]. This salt was pre- 
pared by P. Pfeiffer and M. Tapuach. 

(v) Trichlorotripyridine, [Crpy3Clg]. This salt was examined by P. Pfeiffer. 
The addition products with (1) 2CH3Cy, and (2) C;H;Cy were examined 
by P. Pfeiffer. 

(vi) Trichloroaquodipyridine, [Crpy2(H,0)Cls]. This salt was studied by 
P. Pfeiffer and M. Tapuach. | 

(vii) Triaquotrichlorides, [Cr(H20)3Cl3]. The addition product with 2Py.HCl 
was studied by P. Pfeiffer. 

(viii) Trisethylalcoholotrichloride, [Cr(CgH;.0H)3Cls]. This compound was 
examined by I. Koppel. 

(ix) Trichlorotrithiourea, [Cr(CSNoH,4)3Clg]. The hemihydrate was examined 
by P. Pfeiffer. 

(x) Triaquotribromides, [Cr(H,0)3Brs|. The addition product with 2PyHBr 
was studied by P. Pfeiffer. | 

(xi) Trithvocyanatotriammine, [Cr(NH3)3(SCy)3]. This compound was studied 
by A. Werner and J. von Halban. 

(xii) T'rithvocyanatoaquodiammines, [Cr(NH3)o(H,0)(SCy)3]. The mono- 
hydrate was studied by O. Nordenskjéld, J. A. Siemssen, and 
A. Werner and G. Richter ; (1) the addition product with (2) ethylene- 
diammine, (3) piperidine ; (4) aniline, (5) brucine; and (6) pyridine 
were studied by O. Nordenskjéld, and J. A. Siemssen. 

(xiii) Dichlorothiocyanatotriammine, [Cr(N H3)3(SCy)Cl.]. This salt was prepared 
by 8. Guralsky. 

V.—The diammine family, or compounds of the univalent, acidic group: [CrA,X,]. 

(1) Tetrathvocyanatodiammines, [Cr(NH3)o(SCy)4|M. These compounds were 

studied by J. Morland, A. Reinecke, P. T. Cleve, O. Nordenskjéld, 

R. Escales and H. Ehrensperger, J. A. Siemssen, E. Orloff, 

O. T. Christensen, A. Werner and G. Richter, A. Werner and 

J. L. Klein, and P. Pfeiffer and M. Tilgner. The compounds include : 

(1) the acid and its monohydrate or dihyrate ; (2) sodium ; (3) potas- 

sium—Revnecke’s salt—and (4) its complex with potassium iodide ; 

(5) rubidium, and (6) a complex with pyridine; (7) cesium, and 

(8) a complex with pyridine; (9) copper; (10) barium; (11) zine, 

(12) a complex with pyridine ; and (13) one with ammonia ; (14) cad- 

mium ; (15) mercury; (16) iron; (17) cobalt; (18) ammonium and 

(19) its hydrate, and (20) iodide; (21) nitrosyl; (22) guanidine ; 

(23) methylamine; (24) dimethylamine; (25) trimethylamine ; 
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(26) ethylamine; (27) amylamine; (28) tetramethylammonium ; 
(29) methylpyridinium; (80) methylquinolinium; (31) m-xyli- 
dintum; (32) ethylenediamine; (33) pentamethylenediamine ; 
(34) aniline; (385) ammonium aniline; (36) o-toluidine; (37) p- 
toluidine; (38) phenylhydrazine; (39) piperidine; (40) pyridine ; 
(41) picoline; (42) quinoline; (43) morphine; (44) quinine; 
(45) strychnine ; (46) pilocarpine ; and (47) cocaine. 

(ul) Tetrathvocyanatodipyridines, [CrPyo(SCy)4|M. These compounds were 
studied by J. Sand and O. K. H. Burger, and P. Pfeiffer and W. Osann. 
The salts include: (1) potassitum—the dihydrate, and tetrapyridine ; 
(2) sodium—the trihydrate, and tetrapyridine ; and (3) the mono- 
and di-pyridines. . 

(ii) Tetrathiocyanatoethylenediamine, [Cr en(SCy),|M. These compounds, 

| prepared by E. Weinmann, include: (1) sodium; (2) potassium ; 
(3) cesium ; (4) ammonium ; (5) caffeine; (6) coniine ; (7) nicotine ; 
(8) narcotine ; (9) codeine ; (10) strychnine; and (11) brucine. 

(iv) Dioxalatodiammines, [Cr(NH3)o(C,O4)o|M. P. T. Cleve, and P. Pfeiffer 
and 8. Basci studied the complex which the group forms with chromic 
oxalatotetrammine. 

(v) Dioxalatoethylenediamines, [Cr en(C20,4)o|M. These salts were studied by 
H. Schwarz, P. Pfeiffer, P. Pfeiffer and A. Trieschmann, P. Pfeiffer 
and R. Stern, and P. Pfeiffer and R. Prade. The salts include: 
(1) potassium and its complex with potassium iodide ; (2) the addition 
product with chromic trans-dichlorobisethylenediamine; (3) the 
addition product with chromic oxalatobisethylenediamine ; (4) the 
addition product with cobaltic dichlorobisethylenediamine, and its 
dihydrate. 

(vi) Dioxalatodiaquo-salis, [Cr(H2O)s(C204)gIM. The (1) ammonium ; 
(2) sodium ; and (3) potassium salts were studied by A. Rosenheim 
and L. Cohn, and P. Pfeiffer and R. Stern. 

VI.—The monammine family, or compounds of the bivalent, acidic group: 
[CrAX,]. These compounds are represented by the pentahalides— 
vide supra—studied by A. Werner, and A. Werner and A. Gubser— 
e.g., (1) Ma{Cr(H,0)F5]; (2) Ms[Cr(H,0)Clg] ; and (3) M,{Cr(H,0)Brs]. 

VII.—The hexa-acid family or compounds of the tervalent, acidic group: 
[CrX.¢]. These compounds are represented by (1) M,[Crkg]; 
(2) Mel Cr0yel (3) Ms[Cr(SCy)g]; and (4) Ms[Cr(C.0,)s], studied by 
H. Schwarz, L. A. Welo, P. Pfeiffer, and J. A. Siemssen. 


B.—Polychromic compounds, that is, compounds with more than one chromium atom 
on the nucleus. 


I.—Dichromic salts—with two chromium atoms in the nucleus. Some salts pre- 
pared by P. Schiitzenberger in 1868—wz. [Cr,0(CH3COO)3(NOs)] ; 
[Cr.(CH,COO),(NO3)(OH)]; and [Cro(CH3COO);.NO3] may belong to this 
group. There are also salts of the type [Cre(QH)(OOC.CH,SCy),4]xX, 
described by R. G. Krasnowskaja including the hydroxide, chloride, 
bromide, iodide, sulphate, and dithionate ; and D. R. Camhi’s 
[Cr.(0OC.CH,Cy) ,OH]X. 
ght) Hydroxydecanmmines, [Cro(OH)(NH3)10]X5. ‘These salts were studied by 

S. M. Jérgensen, A. Werner, J. Petersen, and P. Pfeiffer. 
S. M. Jorgensen called them the chromium rhodo- salts ; and A. Werner, 
decammine-ol-dichromic salts. The rhodo-salts include : (1) chloride, 
(2) its chloraurate, and (3) its chloroplatinate; (4) bromide, and 
(5) its bromoplatinate; (6) iodide; (7) sulphate; (8) dithionate ; 
and (9) nitrate. These salts have a neutral reaction ; and A. Werner 
represented them by the following formula in order to show their 
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relationship with the isomeric erythro-salts—vde infra—which 
have an acidic reaction : 


Kibanoee | (NH;),;Cr-O-Cr(NHs)5 He 
H Xs H 4 
xX 
Rhodo-salts. Erythro-salts. 


There are the so-called basic rhodo-salts, [Cr.(OH)(NHs3)19|X4(OH), 
studied by 8. M. Jorgensen, and A. Werner. They are represented 
by (1) chloroiodide ; (2) bromide; and (3) dithionate. The rhodo- 
salts are isomeric with the erythro-salts studied by 8. M. Jorgensen, 
and represented by (1) chloroiodide ; (2) chloroplatinate ; (3) bromide ; 
(4) sulphate ; and (5) nitrate. 

(ii) Oxydecammines, [CrgO(NHg)10|X4, or [(NH3)3Cr-O-—Cr(NHs3)5|X4. They 
were studied by 8. M. Jorgensen, and A. Werner. The former called 
them basic chromium erythro-salts. They include: (1) bromide ; 
(2) dithionate ; and (3) nitrate. 

(ili) Dihydroxyaquatorethylenediamunes, [Cre(OH), eng|X4. They were studied 
by P.-Pfeiffer and R. Stern. The salts include: (1) bromide; and 
(2) iodide. P. Pfeiffer represented them by the formula : 


H 
en ayes x 
c Cr: 0 pe vo| - 


(iv) Trihydroxyaquoherammines, [Cro(OH)3(H,0)(NH3)g|X3, or possibly 
[Cr,(OH)¢(NH3)19|X—. S. M. Jorgensen studied these salts and 
called them chromium rhodoso-salts. They were also studied by 
P. Pfeiffer, and J. Petersen. The salts include: (1) chloride, (2) its 
chloraurate, and (3) its chloroplatinate ; (4) bromide; (5) iodide ; 
(6) polysulphide ; (7) sulphate ; (8) hydrosulphate ; (9) hydroxalate ; 
and (10) chromate. S. M. Jérgensen gave for the formula : 


Amie t Cr oe a hae ABS ee bee 2Cr-O- Cr (NH;3) ‘|x 
(H,O),0H «Xt § (H,0),X OH ; 


and P. Pfeiffer : 
H 


ke Oc, i | 


Ii.—Trichromic salts having three chromium atoms in the nucleus. Series of 
complex acetates, cyanoacetates, bromo-acetates, etc., were described by 
D. R. Camhi, J. A. Jwanowits, R. F. Weinland, G. Aschkinasy, and 
R. G. Krasnowskaja. In illustration, there are : 

(1) Hexacetatodihydroxytriammines, [Cr3(CH,COO) e(OH)o(NHs)3/X, repre- 
sented by the iodide prepared by R. F. Weintsnd and H. Biittner, 
and L. A. Welo. 

(u) Hexacetatodihydroxytripyridines, [CrgPy3(CH3COO),.(OH).|X. These 
salts, prepared by R. F. Weinland and E. Gussmann, and L. A. Welo 
are represented by (1) hydroxystannichloride ; (2) chloroplatinate ; 
(3) iodide; (4) nitrate; (5) acetate; (6) chloracetate ; (7) nitrata- 
cetate ; (8) ferricyanide; (9) complex chromichromatodichromate ; 
and (10) permanganate. ) 

(i) Chromic  pentahydroxyaquodecammino-salts, —[Crs(OH); (NH3)0(H,0)]- 
(S203)o.nH,0, and chromic pentahydroxydiaquo- enneammino-salts, 
e.g. [Cr(OH)5(N Hs) 9(H20)>|(S203)2.3H,O of P. Ray and P. B. Sarkar. 
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(iv) Hexaformatodihydroxy-salts, studied by L. A. Welo, R. Weinland and 
J. Lindner, etc. 

(v) Hexapropionatohydroxy fluoro-salts, investigated by R. Weinland and 
J. Lindner. 

I1I.—Tetrachromic salts having four chromium atoms in the nucleus. 

(i) Hexahydroxydodecammines—vide supra, trihydroxyaquohecammines. 

(i) Hexahydroxysemesethylenediamines, [Cry(OH)geng]|Xg. They were 
studied by P. Pfeiffer, and P. Pfeiffer and W. Vorster. The salts 
include: (1) chloride; (2) bromide; (3) iodide, and (4) its mercur’- 
iodide ; (5) sulphate ; (6) dithionate ; (7) nitrate; (8) thiocyanate ; 
and (9) chromate. P. Pfeiffer represented the constitution by the 
formula : 

H 


c a (° yer on) fs 


H a 


About a dozen and a half salts, which have been reported, have not been fitted into 
A. Werner’s system. When the salts are investigated more closely it may be possible 
to do something more with them. P. T. Cleve reported a chromic tetramminosulphate, 
2Cr,03.803.4NH5.24H,O ; chromic tetramminodinitrate, Cr,03.N,0;.4NH3.3H,O, chromic 
diamminonitrate, 2Cr,03.N,0;.4NH;.nH,O ; and ammonium chromic heptamminoctonitrate, 
2Cr(NO3)3.7NH3;.2NH,NO,.44H,O ; the chromic diamminoxalate, Cr,03.C,03;.2NH;.8H,O, 
and ammonium chromic hexamminotrioxalate, Cr.(C,0,)3-6NH3.(NH,)HCr,0,.14H,O; and 
the chromic heptamminonitratooxalate, 2Cr(NO3)(C,0,).7NH3.3H,0 ; W. R. Lang and 
HK. H. Jolliffe, chromic quinquiesmethylaminotrichloride, CrCl,.5CH,NH,; W. R. Lang and 
C. M. Carson, chromic quinquiesethylaminotrichloride, CrCl;.5C,H,NH,.H,O, and chromic 
quaterethylamine, CrCl;.4C,H;NH,.H,O0; and chromic quaterethylenediaminotrichloride, 
CrCl,.4C,H,(NH,),H,0; O. Nordensjéld, mercuric chromic sulphotrithiocyanatodiammine, 
Cr(SCy);(NH3;),..6HgS; J. Sand and O. K. H. Burger, chromic oxytetrathiocyanatotetram- 
mine, Cr,O(SCy),(NH;),; and chromic oxytetrathiocyanatotetrapyridine, Cr,O(SCy),Py, ; 
HK. A. Werner, oxalatotriamminochromic acid, HCr(C,0,).(NH3)3.3H,O ; potassium oxalatotri- 
amnuinochromate, KCr(C,0,).(NH;),.3H,O ; and ammonium oxalatotriamminochromate, 
(NH,)5Cr4(C20,)5(NH3)3.14H,0. 
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§ 25. The Complex Salts of Chromic Chloride 


S. Mg Jorgensen! treated mercuric chromic hexamminochloride—made by — 
adding mercuric chloride to a hydrochloric acid soln. of chromic hexamminonitrate 
—with hydrogen sulphide, and obtained a liquid from which yellow crystals of 
chromic bexamminotrichloride, [Cr(NH3)¢|Clz.H,O0, were obtained. The salt is 
freely soluble in water; and when treated with hydrochloric acid, it forms the 
chloropentamminodichloride, [Cr(NHg),;ClJCl,. W. Biltz and E. Birk gave 1-585 
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for the sp. gr. of the hexammine at 25°/4° and 175-8 for the mol. vol. Y. Shibata 
measured the absorption spectrum. 8. Aoyama and co-workers studied the 
X-ray absorption and constitution. A. Werner and A. Miolati found that a mol 
of the salt in v-litres of water at 25° had the mol. conductivity p ; 


pt 1S o'5 250 500 1000 2000 
Sih ek) ABEEIBOS-S 388-6 418-8 441°7 463-6 mhos. 


E. Birk studied the mol. vol. of the ammonia in the ammines. H. J. 8. King 
calculated 180-0 for the ionic mobility at 0° and 370-2 at 25°. F. Ephraim 
and P. Mosimann discussed the solubilities of the hexammines; O. Stelling, 
the X-ray spectrum; and H. Lessheim and co-workers, the electronic structure. 
A. Benrath found that in the presence of hydrochloric acid the stable phase is 
[Cr(NH3),Cl]Clz. P. Pfeiffer also prepared chromic trisethylenediaminotrichloride, 
[Cr eng|Cls,34H,O. O. T. Christensen obtained chromic aquopentamminotri- 
chloride, [Cr(H,O)(NHs3);|Clz, from a soln. of the base in hydrochloric acid. 
S. M. Jorgensen also prepared this salt. The orange-yellow crystals are freely 
soluble in water. The dil. aq. soln. is decomposed when boiled, but the acidified 
soln. is more stable. When boiled with hydrochloric acid, the chloropentammino- 
chloride is formed. All three chlorine atoms are immediately precipitated by the 
addition of silver nitrate. F. Ephraim and W. Ritter obtained the salt by the 
action of an ammoniacal soln. of ammonium nitrate on potassium or ammonium 
chromic chloride. H.J.8. King also prepared this salt; and he gave for the 
conductivity, 2 mhos, of a mol. of the salt in v litres at 0°: 


v : P32 64 128 256 512 1024 
LA : 21) 69:5 186:°3 197-6 218-4 232-9 247°8 


For the mol. conductivity, yu, of soln. of a mol of the salt in v litres of water at 25°, 
A. Werner and A. Miolati gave : 


v : oS 250 500 1000 2000 
Ue : . 221-0 239-3 252-0 261-0 271-6 


Values were also obtained by H. J. S. King who gave 174-3 for the ionic mobility 
at O° of the [Cr(NHs),(H,O)|-ion. F. Ephraim and W. Ritter found that the 
salt absorbs ammonia at a low temp., and the decomposition curve shows breaks 
corresponding with a tetrammine, and doubtful breaks for the hexammine and 
diammine. A. Benrath found that the stable phase in the presence of hydrochloric 
acid is [Cr(NH;),ClJCl. P. Pfeiffer prepared chromic diaquotetramminotri- 
chloride, [Cr(H,0),(NH3),|Clz, from a hydrochloric acid soln. of chromic hydroxy- 
aquotetramminodithionate. The brick-red crystalline powder is soluble in water. 
The cone. aq. soln. gives an orange-red precipitate with potassium cobalticyanide 
and a brick-red precipitate with conc. hydrochloric or hydrobromic acid. Silver 
nitrate precipitates all three chlorine atoms. The salt gradually passed into 
the aquochlorotetramminodichloride. HE. H. Riesenfeld and F. Seemann, and 
F. Frowein prepared chromic triaquotriamminotrichloride, [Cr(NH3)3(H20)s|Cl., 
by dissolving chromic tetroxytriammine in dil. hydrochloric acid and passing 
hydrogen chloride into the resulting soln. After a time, bright red, needle-shaped 
crystals of the triaquotriamminotrichloride separate. If the hydrogen chloride is 
passed in for too long a time, the soln. becomes green in colour, and crystals of 
either the dichromic or the grey dichloroaquotriamminochloride, are obtained. 

A. Werner obtained the salt by dissolving chromium triamminotetroxide in 
_ hydrochloric acid (1: 4) and saturating the cold soln. with hydrogen chloride ; he 
also obtained it by covering a mixture of a gram of dichloroaquotriamminochloride 
and 8 c.c. of water with 5 c.c. of pyridine, and adding solid potassium iodide ; the 
resulting chromium triamminotriaquohydroxyiodide is treated with conc. hydro- 
chloric acid, and the resulting triamminotriaquotrichloride is purified by passing 
hydrogen chloride through the aq. soln. F. Frowein found that the dichloroaquo- 
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triamminochloride in aq. soln. gradually changes into the chlorodiaquotriam- 
minodichloride ; and this, in turn, into the triaquotriamminotrichloride. The 
changes can be followed by the change of colour of the soln., that of the 
monoaquo-salt being blue, that of the diaquo-salt reddish-violet, and that of 
the triaquo-salt red. These changes are more rapid the more dil. the soln. The 
conductivity of the monoaquo-compound is lowest, that of the triaquo-compound 
highest, so that the change is accompanied by a gradual increase in conductivity 
of the soln. No direct transformation of the mono- into the tri-aquo-salt occurs, 
but the diaquo-salt is always the first hydration product of the monoaquo-compound. 
The measurements agree with the hypothesis that the compounds contain no water 
outside the inner sphere, that is, they are purely co-ordinated compounds. The 


soln. of the triaquo-compound undergoes slow decomposition, the conductivity ~ 


curve first showing a maximum, followed by a minimum. Deposition of chromium 
hydroxide eventually takes place, but intermediate complex compounds are 
probably first formed. A. Werner also prepared chromium triamminotriaquo- 
dichloronitrate, | Cr(H,0)3(N Hs); |Cl,(NO3), and also chromium triamminotriaquo- 
triperchlorate, [Cr(H,O)3(NH3)s |(ClO4)3. 

P. Pfeiffer and R. Stern prepared chromic cis-diaquobisethylenediaminotri- 
chloride, [Cr en,(H,0),|Cls.2H,O, and P. Pfeiffer and R. Prade obtained the trans- 
salt; A. Werner and J. L. Klein obtained chromic tetraquodiamminotrichloride, 
[Cr(Hy0)4(NH3)2|Clg, from a hydrochloric acid soln. of the bromide. The pale red, 
monoclinic prisms are freely soluble in water, and insoluble in alcohol. P. Pfeiffer, 
and P. Pfeiffer and M. Tapuach prepared chromic tetraquodipyridinotribromide, 
[CrPy2(H,O),|Br3.2H,0. The preparation of chromic hexaquotrichloride, 
[Cr(H,0)¢|Cls, by N. Bjerrum, A. Werner and A. Gubser, A. Werner and R. Huber, 
A. Weinland and R. Krebs, R. F. Weinland and T. Schumann, and P. Pfeiffer has 
been previously described. 

H. J.S. King prepared rose-red needles of chromic hydroxypentamminochloride, 
[Cr(NH3)5(OH)|Cl,.H,0, by dissolving the aquopentamminochloride in cone. 
ammonia, and precipitating with alcohol. He gave for the conductivity, w mho, of 
a mol of the salt in v litres at 0° and 25° : 


v , ; 32°45 64 128 256 512 1024 
ie ; steed ORs 119-0 127-5 134-9 138-8 147-2 
Oo fon . 206°2 225-7 239-0 253-0 261-9 274-6 


He calculated 73-3 for the ionic mobility at 0° and 131-8 at 25°. P. Pfeiffer 
and R. Stern prepared chromic cis-hydroxyaquobisethylenediaminodichloride, 
[Cr eng(H,0)(OH)|Cl,.H,O; P. Pfeiffer, chromic hydroxydiaquodipyridinodi- 
chloride, [|CrPy.(H,0),.(OH)|Cl,; and O. T. Christensen, chromic nitritopentam- 
minodichloride, [Cr(NH3);(NO.)|Cly, by the action of dil. nitric acid on the chloride 
of the series; A. Werner and A. Miolati found the electrical conductivity of soln. 
with a mol of the salt in 125, 250, 500, 1000, and 2000 litres of water at 25° to be 
respectively ~=221-0, 239-3, 252-0, 261-0, and 271-6. 

S. M. Jérgensen prepared chromic chloropentamminodichloride, [ Cr(N Hg),Cl|Clo, 


by reducing, say, 25 grms. of violet chromic chloride with hydrogen at a red-heat, 


and treating the product with a soln. of ammonium chloride in conc. aq. ammonia. 
Air is then passed through the blue liquid until oxidation is complete. Two 
litres of hydrochloric acid are added and the mixture is boiled for a few minutes 
when the salt separates as a carmine-red powder. This is washed with a mixture 
of hydrochloric acid (1:1), dissolved in dil. sulphuric acid, and filtered into a 
great excess of cold, conc. hydrochloric acid. The precipitate is boiled with 
hydrochloric acid, washed first with cold acid and water, then with alcohol, 


and finally dried in air at ordinary temp. F. Ephraim and W. Ritter obtained | 


the salt by the action on potassium or ammonium chromic chloride of an 
ammoniacal soln. of ammonium nitrate. O.T. Christensen obtained it by reducing 
a soln. of potassium dichromate with alcohol and hydrochloric acid, and treated 
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the clear liquid in the absence of air with conc. hydrochloric acid and zinc. The 
blue liquid was then digested with ammonium chloride and conc, ammonia, and 
air passed through the liquor. The soln. was then boiled a short time with conc. 
hydrochloric acid. O. T. Christensen, and W. R. Lang and C. M. Carson also 
made the same salt by digesting violet chromic chloride with liquid ammonia. 
A. Werner and J. von Halban, 8S. M. Jorgensen, and O. T. Christensen also 
prepared this salt by the action of hydrochloric acid on some of the other chromic 
ammines. 8S. M. Jorgensen described the salt as a red crystalline powder consisting 
of octahedra of sp. gr. 1-687. “R. Klement gave 1-696 for the sp. gr. and 143-7 
for the mol. vol. Y. Shibata measured the absorption spectrum. A. Werner and 
A. Miolati found that a mol of the salt in v litres of water at 25° has the mol. 
conductivity, ju : 


v A et Z5 250 500 1000 2000 
pe : Mee eed Rare 239-0 250°5 260-2 269-9 


H. J. 8. King gave for the conductivity, » mhos, of a mol] of the salt in v litres : 


w : ; 64 128 256 512 1024 
Oe ti. place 131-1 137-2 142-3 147-6 
‘ } 35° : . 230°3 244-5 255-0 264-4 276-8 


The ionic mobility at 0° is 75-2 and at 25°, 139-7. EK. Rosenbohm found the magnetic 
susceptibility to be 25:-76X10-6 mass units; and L. A. Welo gave 24:80x10-6, 
A. Benrath found that the salt is stable in the presence of hydrochloric acid. 
S. M. Jorgensen found that 100 grms. of water at 16° dissolve 0-65 grm. of the salt 
forming a violet-red soln. which, when exposed to light, deposits hydrated chromic 
oxide. When the soln. is kept in the dark, or boiled, it passes into the aquochloro- 
tetramminodichloride. When the aq. soln. is boiled it forms the aqguopentammino- 
chloride ; boiling soda-lye precipitates chromic hydroxide. The rate of hydrolysis 
of the salt was investigated by A. Werner and A. Miolati, A. B. Lamb and 
J. W. Marden, H. Freundlich and H. Pape, and H. Freundlich and R. Bartels. 
S. M. Jorgensen added that the aquochlorotetramminodichloride gives the following 
reactions: With sodium hypochlorite, nitrogen is evolved, and the chromium is 
oxidized to chromic acid. Its soln. gives a precipitate with conc. hydrochloric 
acid, owing to the insolubility of the chloride in acid. With hydrobromic acid, 
it gives a crystalline precipitate of the bromide, and with solid potassium iodide 
one of the iodide. When boiled with potassium cyanide, it turns yellow. Conc. 
nitric acid precipitates the chloro-nitrate. Hydrosilicofluoric acid throws down 
the red crystalline chlorofluosilicate. Platinic chloride precipitates, even from a 
very dil. soln., the chloropurpureochromium platinochloride. Sodium bromo- 
platinate gives an analogous precipitate. Mercuric chloride gives red needles of 
the double salt. Precipitates are also produced by potassium mercuric bromide 
and iodide, by sodium dithionate, potassium chromate, and dichromate, ammonium 
molybdate, and phosphomolybdate, and by picric and oxalic acids. In these 
respects this salt closely resembles the analogous cobalt salt. On treatment with 
silver nitrate only two atoms of chlorine are removed, and the chloro-nitrate is 
formed. By rubbing the solid chloride with silver oxide and water the aquo- 
chlorotetramminodichloride is formed. S. M. Jorgensen also prepared the sulphide, 
sulphate, hydrosulphate, dithionate, fluosilicate, nitrate, bromide, iodide, oxalate, 
ferrocyanide, and chromate, as well as complex mercury and platinic halides of the 
chromic chloropentammines. F. Ephraim and W. Ritter found that the chloro- 
pentamminodichloride does not absorb ammonia gas. 

In 1858, EH. Frémy obtained a salt which P. T. Cleve showed to be chromic 
chloroaquotetramminodichloride, [Cr(NH;),(H,O)CI|Cl, It was prepared by 


allowing a sat. soln. of chromium chloride in aq. ammonia to stand in a closed 
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vessel until the liquid acquired a red colour ; it was then exposed to the air when it 
deposited a dark reddish-violet powder. The soln. of the salt in hydrochloric acid, 
when treated with an excess of conc. hydrochloric acid, furnished rose-red crystals of 
the aquochlorotetramminodichloride. 8. M. Jérgensen obtained the salt by heating 

a conc. aq. soln. of 100 grms. of ammonium dichromate with 300 c.c. of hydrochloric — 
acid of sp. gr. 1-17, 200 grms. of ammonium chloride, and 60-70 c.c. of alcohol, 
and evaporating to dryness. The product was digested for 24 hours with a litre of 
conc. ammonia; the residue was dissolved in hydrochloric acid, and treated 
anew with ammonia. The ammoniacal soln. was mixed with 4 litres of cone. 
hydrochloric acid ; the precipitate was freed from ammonium chloride by hydro- 
chloric acid (1:1). The mixture was dissolved in water and treated with a soln. 
of ammonium sulphate (1:5), and the precipitate washed with cold water; and 
digested with hydrochloric acid (1:1). 8. M. Joérgensen also obtained the salt as 
a by-product in preparing the oxalatotetramminonitrate. P. Pfeiffer and 8. Basci 
agitated 100 grms. of green hexahydrated chromic chloride with 155 c.c. of pyridine ; 
and after adding 600 c.c. of water, allowed the mixture to stand for 7 to 
10 hrs. Ten grams of the diaquodipyridinochloride were digested with 56 c.c. of 
25 per cent. aq. ammonia at 45° to 48°. The deep reddish-violet soln. was treated 
with 68 ¢.c. of hydrochloric acid of sp. gr. 1-19. After standing 4 or 5 hrs. at 
ordinary temp., the prismatic crystals were separated from the mother-liquor. 
P. Pfeiffer obtained the same salt from the diaquotetramminochloride and hydro- 
chloric acid. The deep red ‘rhombic crystals are stable in air, but not if exposed 
tolight. J. Peterson obtained a mol. wt. 262 by the f.p. method when the theoretical 
value is 251-5. Y. Shibata measured the absorption spectrum. A. Werner and 
A. Miolati found that a mol of the salt in v litres of water had the mol. conductivity, 


pt, at 25°, 
_v : i 250 500 1000 2000 
mM 3 Sen 9 458 6) 231-6 245:°6 261:2 274:8 


S. M. Jorgensen found that 100 grms. of water at 15° dissolve 6-4 grms. of the salt. 
The salt is decomposed when the soln. in water or alkali-lye is boiled ; hydrochloric 
acid precipitates the salt from the aq. soln. Oxalic acid precipitates from the soln., 
after standing some weeks, Cro(C,04)3.6NH3.3H,O ; ammonium oxalate precipitates 
from the warm soln. chromic oxalate tetramminochloride and with potassium thio- 
cyanate, P. Pfeiffer and M. Tilgner obtained chromic dithiocyanatotetramminothio- 
cyanate; with pyridine and sodium dithionate, P. Pfeiffer obtained chromic 
hydroxyaquotetramminodithionate. P. T. Cleve found that conc. sulphuric acid 
expels only two-thirds of the chlorine as hydrochloric acid; and S. M. Jorgensen, 
that a nitric acid soln. of silver nitrate precipitates only two-thirds of the chlorine 
as silver chloride. There are also the sulphate, sulphide, nitrate, fluosilicate, 
bromide, iodide, oxalate, and chromate as well as complexes of the chloride with 
the mercuric and platinic chlorides of the aquochlorotetrammines. N. Bjerrum, 
R. F. Weinland and R. Krebs, R. F. Weinland and T. Schumann, and A. Recoura 
described chromic chloropentaquodichloride, [Cr(H,0);Cl|Cl,—vide supra. 
H. J. 8. King found the conductivity, w mhos, of a mol of the salt in v litres, to be : 


v : . 64 128 256 512 1024 
OPK oo 134:8 142-1 146-8 151-2 
20am: of 23223 247°7 261:5 272-9 280-6 


B. Klement gave 1-961 for the sp. gr., and 143-7 for the mol. vol. A. Werner and 
A. Miolati found that a soln. of a mol of the salt in 125, 250, 500, 1000, and 2000 
litres of water at 25° had the mol. conductivity ~=235°7, 257-5, 270-6, 280-1, and 
283-6 respectively. P. T. Cleve prepared chromic bromoaquotetramminodi- 
chloride, [Cr(NHs),(H.O)Br]Cly, by the action of fuming hydrochloric acid on 
the bromide. 8. M. J6érgensen prepared chromic iodopentamminodichloride, 
[Cr(NH3)s51]Cle, by the action of hydrochloric acid on the iodide. A. Werner 
and A. Miolati found that a mol of the salt in 125, 250, 500, 1000, and 2000 litres 


CHROMIUM 415 


of water at 25° had the mol. conductivity 4=273-8, 292-5, 312-1, 326-9, and 
342°8 respectively. The chloroplatinate was also obtained. FF. Frowein, and 
HK. H. Riesenfeld and F. Seeman prepared chromic chlorodiaquotriamminodi- 
chloride, [Cr(NH3)3(H20)2Cl|Cly, by boiling an aq. soln. of one of the isomeric 
dichloroaquotriamminochlorides, and evaporating the liquid. The violet-red 
crystals form a red soln. with water. For the conductivity and the action of 
water, vide supra, the triaquotriamminotrichloride. A. Werner and J. von Halban 
prepared chromic thiocyanatopentamminodichloride, [Czr(NH3);(SCy) |Cly. 

F’. Frowein, and EH. H. Riesenfeld and F. Seemann prepared chromic dichloro- 
aquotriamminochloride, [Cr(NH3)3(H,0)Cl,|Cl, by adding conc. hydrochloric acid 
to a soln. of chromium triamminotetroxide in well-cooled, dil. hydrochloric acid, 
and allowing the soln. to stand for some time. The reddish-violet, dichroic crystals 
form a blue soln. with water. If conc. hydrochloric acid is used instead of the dil. 
acid, a light green soln. is obtained, from which grey, needle-shaped crystals of a 
second modification of the above chloride separate, which is scarcely soluble in 
cold water, but dissolves in hot water toaredsoln. A third modification is obtained 
by heating a hydrochloric acid soln. of the first chloride for some time at 60°. The 
soln. gradually becomes green in colour, and on evaporation in a desiccator, dark 
green crystals are obtained which dissolve in water to a green soln. None of 
these three chlorides readily loses water, which is therefore probably contained 
in the complex in all three salts. In all probability they are stereoisomerides : 


NH; WH. NH, 
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At present it is impossible to say which formula corresponds with which isomeride. 
For the electrical conductivity, and hydrolysis, wide supra, the triaquotriammino- 
trichloride. F. Pintus prepared complexes with alcohol, [Cr(C2.H;.0H)3Cls], and 
with thiourea, [Cr(C3;8N.H,)3Cls]. 

A. Werner and J. L. Klein, and A. Werner and J. V. Dubsky prepared chromic 
dihydroxydiaquodiamminochloride, [Cr(OH).(H,O).(NH3)2|Cl1.H,O, by adding 
ammonia or pyridine to a cone. aq. soln. of the tetraquodiamminochloride ; or by 
treating the bromide of the series with rubidium chloride. The crystals are lilac 
or reddish-violet. R.F. Weinland and co-workers, and A. Recoura also prepared 
the corresponding sulphate. P. Pfeiffer, and P. Pfeiffer and W. Osann prepared 
chromic dihydroxydiaquodipyridinochloride, [CrPy2(H,0).(OH)2|Cl; and E. Wein- 
mann, chromic dihydroxydiaquoethylenediaminochloride, [Cr(H.0),en(OH),|Cl. 
A. Werner and J. L. Klein obtained chromic dichlorodiaquodiamminochloride, 
[Cr(H20)2(NH3)Cl,|Cl, in pale green plates by the action of chlorine on a 25 per 
cent. aq. soln. of the tetrathiocyanatodiammine. The salt is soluble in water and 
with silver nitrate only one-third of the chlorine is precipitated. P. Pfeiffer and 
P. Koch, P. Pfeiffer and W. Stern, P. Pfeiffer and A. Trieschmann, and P. Pfeiffer 
prepared chromic  cis-dichlorobisethylenediaminochloride, [Cr en,Cl,|Cl.H,0, 
and a complex with antimonic and platinic chlorides; P. Pfeiffer, and P. Pfeiffer and 
P. Koch also prepared the trans-salt—anhydrous, monohydrate, hydrochloride, 
and chloroplatinate. A. Werner obtained chromic dichloroaquotriamminochloride, 
[Cr(NH3)3(H,O0)Cl,|Cl, as well as the corresponding iodide, sulphate, and nitrate. 
P. Pfeiffer and M. Tapuach obtained chromic dichlorodiaquodipyridinochloride, 
[CrPy.(H20),Cl,|Cl, and a complex with pyridinium chloride, as well as the bromide, 
and nitrate. A. Werner and A. Gubser, P. Pfeiffer, N. Bjerrum, and R. F. Weinland 
and K. Feige discussed chromic tetraquodichlorochloride, [Cr(H20),Cl,|Cl, 
previously described. P. Pfeiffer and M. Tilgner prepared chromic dithiocyanato- 
tetramminochloride, [Cr(NH3),(SCy)]Cl; P. Pfeiffer and P. Koch, chromic cis- 
dithiocyanatobisethylenediaminochloride, [Cr en,(SCy),|Cl.H,0, and also the 
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trans-salt ; and P. Pfeiffer and S. Basci, chromic oxalatotetramminochlcride, 
[Cr(NH3)4(C204) |CL. | 

O. TT. Christensen prepared chromic hydroxydecamminopentachloride, 
[Cro(NHs)19(OH))Cl;.H,0, by treating the corresponding bromide with hydrochloric 
acid (1: 1); and by the action of air on an ammoniacal soln. of ammonium chloride 
and chromic chloride. It was also obtained by P. Pfeiffer. J. Petersen gave for 
the average mol. wt. by the f.p. process 308, when the theoretical value is 469-5 ; 
and from the electrical conductivity process, the molecule furnishes 5-85 ions in 
dil. soln. A complex chloroplatinate, and a chloroiodide, were also prepared. 
S. M. Jérgensen prepared chromic  trihydroxyaquohexamminotrichloride, 
[Cro(OH)3(H,0)(NH3)¢]Cls.H.0, as follows : 


A soln. of chromous chloride, prepared by reducing a soln. of potassium dichromate 
with zine and hydrochloric acid, is forced by hydrogen press. into a vessel containing a 
mixture of 700 grms. ammonium chloride, and 750 c.c. of aq. ammonia, sp. gr. 0-91. The 
vessel, entirely filled with this mixture, is closed by a stopper through which passes a 
delivery tube opening under water. The vessel is surrounded by cold water to moderate 
the reaction. The evolution of hydrogen takes place slowly, and ceases in about 24 hrs. 
The undissolved ammonium chloride is covered with trihydroxyaquohexamminotrichloride, 
a portion of which is also contained in the soln. from which it may be precipitated by 
alcohol ; the precipitate is washed with alcohol, and dried. 


The salt was also prepared by P. Pfeiffer. J. Petersen found the mol. wt. 340 
to 406 by the fp. method—theoretical 364-5, and the electrical conductivity 
indicated that 3-76 ions per mol. are formed. The carmine-red prisms slowly lose 
a mol. of water over sulphuric acid ; at 100°, the salt gradually decomposes ; 100 
parts of water at 18° dissolve 9-4 grms. of salt ; it is decomposed by boiling water ; 
boiling hydrochloric acid forms aquochlorotetramminochloride ; conc. hydrobromic 
acid precipitates the bromide; solid potassium iodide, the iodide; dil. sulphuric 
acid followed by alcohol precipitates the sulphate ; ammonium sulphate gives no 
precipitate ; hydrofluosilicic acid gives a red precipitate ; hydrochloroplatinic acid, 
forms acicular crystals ; hydrochloric acid, a reddish-brown precipitate ; potasstum 
dichromate, an orange-yellow precipitate; sodium pyrophosphate, a pale red 
precipitate soluble in excess; sodium hydrophosphate, no _ precipitate ; 
ammonium thiocyanate, rhombic plates; potassium ferrocyanide, lilac-coloured 
precipitate ; and potassium ferricyanide, a brown precipitate. P. Pfeiffer and 
W. Vorster prepared chromic hexahydroxysexiesethylenediaminechexachloride, 
[Cr,(OH),geng|Cls.6H,O. M. Z. Jovitschitsch prepared chromic dioxyhexammino- 


dichloride, Cr,0.(NH3)gClz.10H,O0, by dissolving the precipitate, obtaimed by. 


adding ammonia to a chromic salt, in an excess of ammonia, and adding hydro- 
chloric acid, and then alcohol. The violet-red precipitate is soluble in water, but 
only after standing a few hours will the soln. give a PSE with silver nitrate. 
It is assumed that the salt is constituted : 


(NH,),=Cr.O.Cr=(NH,). 
(NH;),.—Cr.0.Cr=Cl, rE 

A. Werner found that when chromium triamminotetroxide, CrO,(NHs3)3, is 
added to cold, conc. hydrochloric acid, a grey or bluish-grey precipitate is formed 
—probably a mixture of chromium triamminodichloroaquochloride and triammino- 
trichloride—and the filtrate, on standing for two days, deposits chromium triam- 
minotrichloride, Cr(NH3)3Cl3, in dark blue crystals, tinged with green. The X-ray 
spectra of this salt and the corresponding pyridine salt [Cr(Py)3Cl3], were studied 
by O. Stelling. According to A. Werner, the trichlorotriammine is almost insoluble 
in cold water; it dissolves in hot water forming a blue soln. which furnishes a 
series of chromium triamminodichloroaquo-salts when treated with the appro- 
priate reagents. 
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Thus, chromium  triamminodichloroaquochloride, [Cr(H,0)(NH;),Cl,|Cl, is formed 
in brown-leaflets which give a blue soln. with water. The salt is also obtained 
by the action of cone. hydrochloric acid in the presence of glacial acetic acid 
on chromium triamminotetroxide. There are also chromium  triamminodichloro- 
aquonitrate, [Cr(H,O)(NH3;),Cl,}]NO3 ; chromium triamminodichloroaquosulphate, 
[Cr(H,O)(NH3),.Cl,).SO,; chromium triamminodichloroaquoiodide, [Cr(H,O)(NH;),Cl,]I ; 
the basic iodide, chromium triamminotriaquodihydroxyiodide, [Cr(H,O),(NH3)3](OH).2I, 
and chromium triamminotriaquotribromide, [Cr(H.,O),(NH;),|Br,. 


H. I. Schlesinger and R. K. Worner heated chromium chloropentammino- 
chloride in air, hydrogen, carbon dioxide, or ammonia, and found that it furnishes 
chromium triamminotrichloride. Unless the temp. is carefully controlled, the 
reaction proceeds further. The black substance, reported by C. E. Ufer, and 
H. Schrétter, is formed. If the pentammine is heated in a stream of dry hydrogen 
chloride, a very rapid reaction occurs at about 270° with considerable evolution of 
heat and is accompanied by a marked colour change of the material from pink 
to green. If heating is discontinued at this point, the product washed with cold 
water to which a little hydrochloric acid has been added, and then dried with 
alcohol and ether, a very insoluble green substance, chromium trichlorotriammine 
is obtained. The triammine differs from that prepared by A. Werner. His 
compound is blue-green, dissolves fairly readily in warm water and especially 
easily in warm dil. hydrochloric acid to give a deep blue soln. of trichloroaquotriam- 
minochloride ; that of A. Werner is insoluble in hydrochloric acid or in water, but 
with the latter it slowly reacts to give a pink soln. which has since been shown to con- 
tain chromic diaquotetramminochloride. Here evidently is a case of isomerism of a 
type not frequently encountered, but whether itis stereoisomerism, possible according 
to A. Werner’s theory, or is what is often called “ polymerization isomerism,” cannot 
be decided because of the insolubility of the compounds in question. Attempts to 
remove some of the three remaining molecules of ammonia from the co-ordination 
sphere show the firmness with which chromium retains the co-ordination number 6. 
When the triammine is heated to 175° in a stream of hydrogen chloride, ammonia 
is not withdrawn from the compound, but hydrogen chloride is quantitatively 
absorbed to give a reddish-purple very hygroscopic crystalline material which 
may be considered to be ammonium chromic hexachloride, (NH,)3[CrCl¢]. The 
substance is insoluble in all solvents except water, with which it reacts almost 
instantly to produce a deep green soln. presumably of hydrated chromic chloride. 
In favour of the argument that the ammonium compound is a salt of the complex 
ion [CrClg|’”, anhydrous chromic chloride, alone or when mixed with ammonium 
chloride, reacts with liquid ammonia to give a mixture of hexammine and chloro- 
pentammine chromic chlorides without the intermediate formation of a soln. 
What is called ammonium chromic hexachloride dissolves readily in liquid ammonia 
to give a green soln. which is transformed to the pentammine only after complete 
evaporation of the liquid. Anhydrous chromic chloride reacts exceedingly slowly 
with dry gaseous ammonia; the new compound reacts rapidly at ordinary temp. 
to give the pentammine. Double salts should possess a colour which is the sum- 
mation of the colours of the constituent salts; the compound here prepared is 
decidedly different in colour from any known form of chromic chloride, the only 
coloured constituent. In this instance, then, chromium, rather than changing 
its co-ordination number as the result of removal of ammonia, takes up hydrogen 
chloride, and the ammonia, although removed from the co-ordination sphere, 
remains in the molecule. If the triamminotrichloride is treated with oxalic 
acid or an oxalate, ammonium chromium _ triammino - oxalatochloride, 
(NH,) ¢[ Cro(N H3)3(C,04)Clyo], is formed. 

A. Johnsen ? obtained no isomorphous mixtures of ammonium chloride and violet 
chromic chloride, but with green hexahydrated chromic chloride, the ammonium 
chloride crystals are coloured green. J. W. Retgers obtained solid soln. of both 
green and violet chromic chlorides from aq. soln. N. Larsson prepared ammonium 
chromium tetrachloride, NH,Cl.CrCl,.6H,O, or bene O)eIC NHAC a0 by 
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boiling a soln. of a mixture of chromic chloropentaquodichloride and ammonium 
chloride, and passing hydrogen chloride through the soln. cooled by a 
freezing mixture. G. Neumann prepared ammonium chromic pentachloride, 
2NH,CI.CrCls.H,0, or (NH,),[CrCl;(H,0)], by adding ammonium chloride to a 
soln. of chromic chloride in 96-97 per cent. alcohol, and passing hydrogen chloride 
through the liquid heated on a water-bath with a reflux condenser. The violet, 
hygroscopic crystals of the monohydrate are probably rhombic. They are decom- 
posed by water. A. Werner and A. Gubser represent this series of salts by 
[Cr(H,0)Cl;|(NHy)o. R. F. Weinland and T. Schumann found that when hydrogen 
chloride is passed into an ice-cold soln. of equimolar proportions of green hexa- 
hydrated chromic chloride and ammonium chloride, green rectangular plates of 
the hezahydrate are formed. The salt is deliquescent, and turns red when warmed. 
A soln. of the salt acidified with nitric acid, and treated with silver nitrate deposits 
three-fifths of the chlorine as silver chloride. Hence the constitution of the salt 
is taken to be (NHy,)o[Cr(H.0),4,Cl,|Cly.2H,O. H. I. Schlesinger and R. K. Worner 
prepared ammonium chromic hexachloride, (NH,)3CrClg, in hygroscopic crystals, 
by heating chromic trichlorotriammine in hydrogen chloride at 175°. It reacts 
with ammonia to furnish chromic chloropentamminodichloride. 

F. Ephraim and W. Ritter found that ammonia acts on potassium chromic 
aquopentachloride forming a greyish-violet mass of chromic hydroxypentammino- 
chloride. This dissolves in water, and nitric acid precipitates from the cherry-red 
soln., first chromium nitratopentamminodinitrate, and then chromic nitrataquo- 
tetramminodinitrate in a 27 per cent. yield; while hydrochloric acid precipitates 
from the cherry-red soln., the chloropentamminochloride in 40 per cent. yield. 
Similar results were obtained with the ammonium salt. F. Ephraim and W. Ritter 
suggest that ammonium hydroxypentachloride is formed as an intermediate 
compound. No evidence was obtained of the formation of ammuines of the double 
salts. 

A. Werner and A. Gubser® obtained lithium chromium pentachloride, 
2LiCl.CrCl,.5H,O, that is, Li,[Cr(H,O)Cl;].4H,O, as in the case of the ammonium 
salt, by passing hydrogen chloride into a soln. of 5 grms. of lithium chloride, and 
17 grms. of hexahydrated chromic chloride. The red, hygroscopic powder 1s easily 
soluble in alcohol forming a green soln.; with water, the soln. is transiently red. 
At 0°, the salt gives no precipitate with silver nitrate when that salt is first added. 
N. Larsson found that lithium chloropentaquodichloride,| CrCl(H,0); |Cl,.LiCl.nH,O, 
prepared as in the case of the ammonium salt, is very hygroscopic. J.J. Berzelius 
reported that when a soln. of sodium dichromate, hydrochloric acid, and alcohol 
is evaporated on the water-bath, a green mass of sodium chromium tetrachloride, 
NaCrCl,, is formed, and it becomes violet on a sand-bath; N. Larsson obtained the 
salt sodium chlorotetraquodichloride, [CrCl,(H,O),|Cl,.NaCl.nH,0, as in the case 
of the sodium salt. J.J. Berzelius also prepared reddish-violet crystals of potassium 
chromium tetrachloride, KCrCl,, in a similar manner; and found that the salt is 
decomposed when the aq. soln. is evaporated. L. Godefroy regarded this salt 
as a mixture of the pentachloride with chromic chloride. N. Larsson did not 
obtain [CrCl(H,0)5|Cl,. KClxH,O0 by the method employed for the ammonium 
salt. LL. Godefroy prepared potassium chromium pentachloride, K,CrCl,.H,0O, 
or K.[Cr(H,0)CI; |, by passing chlorine for 5 or 6 hrs. through a soln. of 300 grms. 
of powdered potassium dichromate and 700 grms. of alcohol; and G. Neumann 
obtained it by passing hydrogen chloride through a soln. of chromic and potassium 
chlorides in 96 to 97 per cent. alcohol warmed on a water-bath. The reddish, or 
violet-red crystalline powder is stable in air; it can be crystallized by heating it 
with 40 per cent. hydrochloric acid in a sealed tube at 120° to 130°. The crystals 
are probably rhombic; very hygroscopic ; and are decomposed by water, forming 
potassium chloride and an oxychloride. For the action of ammonia, vide supra, 
the ammonium salt. J. J. Berzelius treated sodium chromium tetrachloride with 
alcohol, and obtained rose-red sodium chromium hexachloride, NazCrClg. 
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EK. Zettnow, and J. J. Berzelius obtained potassium chromium hexachloride, 
K,CrCl,, in an analogous manner; and H. Frémy, found that when a mixture of 
potassium dichromate, mixed with charcoal, is heated in chlorine gas, chromic 
chloride sublimes, and the hexachloride remains. ‘The salt is soluble in water, 
and at the same time is decomposed into its constituent chlorides. L. Godefroy 
said that the hexachloride is really a mixture of the pentachloride and potassium 
chloride. 

N. Larsson prepared rubidium chromium tetrachloride, RbCl.CrCl;.5H,O, or 
[CrCl(H,0); |Cl,.RbCl, as in the case of the corresponding ammonium salt; and 
similarly with ceesium chromium tetrachloride, CsCl.CrCl;.5H,0, or [CrCl(H20); |Cly. 
CsCl. G. Neumann prepared rubidium chromium pentachloride, Rb,CrCl;.H,0, 
or Rb,[Cr(H,0)Cl;|, by the method employed for the potassium salt; and 
A. Werner and A. Gubser, by passing hydrogen chloride into a soln. of the con- 
stituent chlorides. The monohydrate furnishes reddish-violet crystals, sparingly 
soluble in cold water ; and readily soluble in hot water forming a green soln. By 
working with the soln. at 0°, A. Werner and A. Gubser obtained the octohydrate, 
[(CIRb.Cl)2Cr(H,0,)4/Cl, in green, prismatic crystals, which lose water when 
confined over sulphuric acid, and deliquesce with decomposition in air. Only 
three-fifths of the chlorine is at first precipitated by silver nitrate. N. Larsson 
prepared the compound [CrCl,(H ,O0,|Cl.2RbCl from a soln. of chromic dichloro- 
aquochloride and rubidium chloride, cooled with a freezing mixture, and treated 
with hydrogen chloride. It is stable in air; alcohol extracts chromic chloride ; 
at 85° it forms Rb,[CrCl;(H,0) |. H. L. Wells and B. B. Boltwood prepared czesium 
chromium pentachloride, Cs,CrCl;.H,O, or Cs,Cr(H,0)Cl;, by passing hydrogen 
chloride into a warm soln. of the component chlorides. The monohydrate forms 
violet crystals which are stable in air, and do not lose water at 160°. They dissolve 
slowly in water forming a green soln. which, on evaporation, yields crystals of 
the tetrahydrate which A. Werner and A. Gubser represent by the formula 
(CICsCl)Cr(H,0),Cl, because only three-fifths of the chlorine is at first precipitated 
by silver nitrate. This subject was discussed by R. F. Weinland and A. Koch. 
H. St. C. Deville obtained green crystals by fusing a mixture of chromic and sodium 
chlorides. 

S. M. Jorgensen prepared chromic hydroxydecamminotrichlorodichlorauraie, 
[Cro(OH)(NHsg)10|Clg(AuCl,)g, im reddish-yellow needles by treating a soln. of 
[Cr.(OH)(NHs3)19|Cls.H.O with an aq. soln. of chlorauric acid. It loses its water 
of crystallization at 100° ; and the salt is sparingly soluble in water. 8. M. Jorgensen 
- also prepared reddish- vise peas of chromic trihydroxyaquohexamminochloro- 
dichloraurate, | Cr(OH)3(H»0)(NHs) )elCl(AuCly)2, from [Cr2(OH)3(H,0)(NH3)¢|Cls. 
H,0, in an analogous ci eee It loses a mol of water over sulphuric acid. 

G. Neumann obtained beryllium chromium pentachloride, BeCrCl;.H,O, by the 
method used in connection with the analogous potassium salt. He prepared magne- 
sium chromium pentachloride, MgCrCl;.H,O, ina similar way. S. M. Jorgensen pre- 
pared the complex chromic hexamminotrichloromercurichloride, [Cr(NH3)¢|Cls. 
HeCl,. According to O. T. Christensen, when a cone. aq. soln. of aquopentammino- 
trichloride is treated with mercuric chloride, yellowish-red, sparingly soluble chromic 
aquopentamminotrichlorotrismercurichloride, [Cr(NH3)5(H20) |Cl;(HgCls)3.H,0, 
is formed. He also prepared yellowish-red needles of chromic nitritopentam- 
minodichlorobismercurichloride, [Cr(NHg)5(NOz) |Clo(HgCly)2. S. M. Jorgensen 
similarly obtained chromic chloropentamminodichlorotrismercurichloride, 
[Cr(NH3);Cl|Cl,(HgCl,)3, in rose-red needles ; and P. T. Cleve, chromic aquochloro- 
tetramminodichlorotrismercurichloride, [Cr(N Hs)4(H.0)Cl[Cl,(HgCl,)3, in rose-red 
plates. G. Neumann prepared thallous chromium hexachloride, Tl,CrCl,, in 
hygroscopic, violet crystals, by the process used for potassium chromium penta- 
chloride. R.F. Weinland and E. Gussmann prepared chromic hexacetatohydroxy- 

aquotripyridinochlorostannate, [Cr3(CH;COO) ¢Py3(H:0)(HO) |SnCl¢.7H,0, in pale 
_ grey needle-like crystals, from the acetate of the series and sodium chlorostannate, 
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P. Pfeiffer and M. Tapuach prepared chromic cis-dichlorobisethylenediamino- 
chloroantimonate, [Cr en,Cl,|SbClg, from the chloride of the series and a 
hydrochloric acid soln. of antimony pentachloride. 
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§ 26. Chromium Bromides and Oxybromides 


A. Moberg! observed the formation of a dark green mixture when chromous 
chloride is treated with potassium bromide; but the product was not examined. 
F. Wohler, M. Bauck, and H. Moissan observed that chromous bromide, or 
chromium dibromide, CrBr,, is formed by passing hydrogen over heated chromic 
bromide ; and H. Moissan also obtained it by the action of dry hydrogen bromide 
on chromium at a high temp.; and by passing a mixture of bromine vapour and 
nitrogen over an excess of chromium at a red-heat. An aq. soln. of chromous 
bromide is formed by reducing a soln. of chromic bromide with zinc and hydro- 
bromic acid. W. Biltz and HE. Birk gave 4-356 for the sp. gr. at 25°/4°.. According 
to A. Moberg, H. Moissan, F. Wohler, and M. Bauck, white, crystalline chromous 
bromide readily fuses to a yellow liquid ; it forms a blue soln. with water, and the 
soln. quickly absorbs oxygen. The salt rapidly deliquesces in air forming green 
chromic bromide. The salt is soluble in alcohol. The presence of a trace of 
chromous bromide will bring anhydrous chromic chloride, bromide, or iodide into 
soln.—vide supra, chromic chloride. W. Biltz and EH. Birk gave 1-714 for the 
sp. gr. of chromous hexamminobromide, CrBrz.6NHg,.at 25°/4°. W. Traube and 
W. Passarge found that with hydrazine, chromous bromide forms chromous 
dihydrazinobromide, CrBr..2N,H,. 

A. J. Balard obtained a soln. of chromic bromide, CrBr3, by the action of 
bromine-water on the green hydrated chromic oxide, and the filtrate, when con- 
centrated by evaporation, deposits green crystals—presumably the hydrate (q.v.). 
C. Lowig found that if lead chromate be boiled with hydrobromic acid, a dark green 
soln. is obtained ; he could not get the conc. soln. to crystallize, and he obtained 
a yellowish-red powder on evaporation. J. J. Berzelius used silver chromate in 
place of the lead salt. J.B. Berthemot obtained a soln. of the salt by the action of 
hydrobromic acid on chromic acid, in which case bromine is evolved ; he found that 
the green aq. soln. of chromic bromide turns brown on evaporation, and crystallizes 
with difficulty ; if further evaporated, the residue evolves hydrobromic acid. He 
prepared the anhydrous bromide by the action of bromine vapour on heated 
chromium—the combination is attended incandescence ; H. Moissan obtained it 
in an analogous way. F. Wohler, and M. Bauck prepared it, as in the analogous 
case of chromic chloride, by the action of bromine vapour on a heated mixture 
of chromic oxide and carbon. F. Bourion prepared the bromide by passing the 
vapour of sulphur monochloride in a slow current of hydrogen bromide over chromic 
oxide at 135°, and finishing off with hydrogen bromide alone. The black plates or 
scaly crystals of chromic bromide appear olive-green by reflected light, and there 
is a pleochroic red colour as well. The powder is yellowish-green. W. Biltz and 
H. Birk gave 4-250 for the sp. gr. at 25°/4°. According to F. Wohler, M. Bauck, 
and F. Bourion, when the anhydrous tribromide is heated in air, chromic oxide is 
formed; in hydrogen, chromous bromide. The anhydrous salt appears to be 
insoluble in water, but it forms a green aq. soln. if a trace of chromous bromide be 
present. Chromic bromide deliquesces when exposed on tin-foil forming a green 
soln. The salt is soluble in boiling water; alkali-lye decomposes it more easily 
than is the case with the chloride. 

L. Varenne reported crystals of the octohydrate, CrBrz.8H,0, to be formed by 
treating a cold, conc. soln. of potassium or ammonium trichromate with dil. hydro- 
bromic acid, and allowing the liquor to stand at 0°. The violet crystals are a 
combination of the cube and octahedron. The salt loses water at 110° and becomes 
green ; at 200°, in air, it forms an oxybromide, and finally chromic oxide. A. Werner 
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and A. Gubser could not confirm these results. Chromic bromide furnishes a 
hexahydrate which occurs in two isomeric forms—green, and violet. The facts in 
connection with the isomeric hexahydrates of chromic chloride are applicable to 
the bromide. The green hexahydrate is considered to be chromic dibromohexaquo- 
bromide, [(H,O.Br),Cr(H,0)4|Br, or [Cr(H,0),Bro|Br.2H,O. A. Recoura obtained 
it by evaporating a sat. soln. of chromic oxide with a large excess of hydrobromic 
acid ; and A. Werner and A. Gubser recommended passing hydrogen bromide over 
the evaporating soln. The green, hygroscopic crystals are acicular or tabular, 
which have, according to R. F. Weinland and A. Koch, the same optical properties 
_as the green chloride, but it is rather stronger yellow tinge. A. Byk and H. Jaffe 
studied the violet and ultra-violet absorption spectrum of aq. soln. C.S. Garrett 
examined the effect of the chlorides of lithium, potassium, calcium, zinc, mercury, 
and aluminium on the mol. extinction of soln. of chromic bromide after standing 
3 days, and 34 months. The results are said to make it appear as if the water 
mols. play an initial part in changing the complex to the simple configuration, and 
that following this a second reaction sets in tending again to the formation of com- 
plexes owing to the presence of the colourless haloids in the soln. When, however, 
the colourless haloids have decidedly dehydrating properties, the hydration on 
dilution is initially inhibited, although the final point reached, when an excess 
of water mols. is present, is independent of the hygroscopic properties of the colour- 
less haloid. N. Bjerrum found that the electrical conductivity of a freshly prepared 
soln. of a mol of the salt in 625 litres of water is 70 to 80 mhos at 0°, and 265-1 mhos 
at 25°. It forms only two ions, [Cr(OH),Bro]’ and Br’. This is in agreement with 
the observation that only one-third of the bromine is at once precipitated on 
adding silver nitrate. EH. Rosenbohm gave for the magnetic susceptibility, 
13-96 x 10~6 mass units. A. Werner and A. Gubser found that the transformation 
of the green into the violet soln. is faster than is the case with the chloride. 
A. Recoura found that the salt is very soluble in water, and that the heat of soln. 
is 0-68 Cal. The aq. soln. reacts acid, and has a sweet taste. The salt is easily 
soluble in alcohol, and insoluble in ether. I. Koppel described a brown aleoholate, 
CrBr3.3C,H;0H, or [Cr(C,H;OH)3Brs], analogous to the red chloride ; and 
P. Pfeiffer, the complex with pyridinium chloride, [Cr(H,O)3Brg].2PyHBr. A.Werner 


and A. Gubser found that it is soluble in acetone, and precipitated by ether. 


N. Bjerrum said that it is soluble in fuming hydrobromic acid, but insoluble in a 
mixture of ether and this fuming acid. J. M. Ordway found that the aq. soln. of 
a mol of the salt dissolves 2 mols of the hydrated oxide. 

The blue, greyish-blue, or violet hexahydrate is symbolized, as in the case of 
the corresponding hydrate of chromic chloride, by [Cr(H,O)¢|Brs, that is, chromic 
hexaquotribromide. A. Recoura prepared it by passing hydrogen bromide into a 
boiling, conc. soln. of the green hexahydrate. The soln. becomes brown, and as it 
cools, it deposits the violet salt. A. Werner and A. Gubser, and R. F. Weinland 
and A. Koch dissolved the product in a little water, and again passed hydrogen 
bromide into the soln. cooled below zero. G. O. Higley obtained the violet hexa- 
hydrate by saturating with hydrogen bromide a soln. of 5 grms. of the violet sulphate 
in 20 c.c. of water at 10°. The greyish-blue or violet powder was found by 
R. F. Weinland and A. Koch to have the same crystal form as the corresponding 
chloride. The violet and ultra-violet absorption spectra of the soln. were examined 
by A. Byk and H. Jaffe. The crystals are hygroscopic, and have a sweet taste. 
A. Recoura found that it dissolves in water with the development of 14-35 Cals. 
At 100°, it passes into the green isomer, and the heat of transformation from the 
green solid to the blue isomer is —2:17 Cals. The heat of the reaction CrBrgyiolet son. 
+3Na0Haq.=3Nal€lsom,+Cr(OH)3 is 21-6 Cals. The phenomena associated with 
the conversion of the green into the blue soln. resemble those in the analogous 
conversion with the chloride (q.v.).. The rate of conversion is much greater with 
the bromide than with the chloride. Thus, the molar conductivity, u mhos, of a 
0-008M-soln., with time is: 
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1° { Time 0 2 8 25 70 110 160 min. 
ah 4 ¢ TBF, 3 2 94:5 111-1 125:8 136-3 156:1 mhos. 

25° Time 0 2 5 10 20 ~ 30 50 min. 
(ip . 20074 288:°5 300:°7 319-9 322'4 325-1 325-1 mhos. 


The transformation to a state of equilibrium is thus completed in 30 min. at 25°, 
but not in 160 min. at 1°. A. Recoura gave 11-5 Cals. for the complete transfor- 
mation of a mol of the green salt in soln. In the cold in dil. soln. the violet form is 
favoured, while an increase of temp., concentration, or the presence of hydrobromic 
acid favours the green. Unlike the case of the chlorides, N. Bjerrum found that the 
violet isomer occupies the greater vol. A. Recoura noticed that in concentrating 
a violet soln. of the bromide, the violet isomer first separates out, while with a 
violet soln. of the chloride, the dark green form appears. A. Werner and A. Gubser 
found the mol. conductivity of the violet soln. with a mol of the salt in v litres at 
0° is »=173 mhos when v=125 at 0°, and at 25°, when v=125, 250, 500, and 1000, 
po=329-5, 360-3, 391-2, and 431-6 mhos respectively. The results indicate that a, 
mol. of the salt forms four ions when dissolved in water, viz., [Cr(H,O).¢]” and 3Br’, 
and is in agreement with the fact that all the bromine is at once precipitated by 
silver nitrate. The results are summarized by the formula [Cr(H,0),|Brs. — 
A. Recoura said that the salt is insoluble in alcohol, A. Werner and A. Gubser said 
that it is soluble in acetone, and insolublein ether. The hydrated chromic hydroxide 
precipitated by alkali-lye dissolves in acid forming the violet soln. EH. Hein and 
co-workers studied some complexes with organic radicles. 

S. M. Jérgensen 2 found that when a soln. of the hexamminonitrate is treated 
with cone. hydrobromic acid, and the precipitate is washed with dil. hydrobromic 
acid and then with alcohol, there is formed orange- 


yellow, rhombic plates of chromic hexamminobromide, 06 — 
[Cr(NH3),¢|Brs. F. Pintus also prepared this salt. ak a | 
W. Biltz and E. Birk found the sp. gr. to be 2151 at. °° CN yy 
25°/4°, and the mol. vol. 183-2. J. Petersen, and & 9.4 : 
P. Pfeiffer found the mol. wt. by the cryoscopic method & al Grae 
and the mol. conductivity corresponds with the forma-. % 777 | 
tion of four ions. H. J. 8. King gave for the con- § ,,/ | |. tl 
ductivity, w mhos, of a mol of the salt in v litres at 25°, Grins belts, 
pp=355-5 for v=—64 ; w=391 for v=391-1 ; and p—423-3 Gia en 4 

for v—256. It also forms a complex bromoplatinate. gta Mae oe 


F. Ephraim and W. Ritter found that no ammonia is PW Wa 50° 
absorbed by the hexamminotribromide at room temp., Hehe puto ie ae oe 
but when cooled by a freezing mixture ammonia gas 18 “the Ammine of Chromic 
absorbed, and the decomposition curve of the ammine Hexanuninotnbromide. 
of the hexamminotribromide is that represented by 

Fig. 78, and it shows that a triammine and monammine are formed. P. Pfeiffer, 
and F. Pintus obtained the corresponding chromic trisethylenediaminotribromide, 
[Cr eng|Br3.nH,0; P. Pfeiffer and H. Pietsch, chromic bisethylenediaminopro- 
pylenediaminotribromide, [Cr engpn|Br3.3H,O0 ; and F. Pintus, chromium tri- 
pyridinotribromide, [CrPy3|Br3. H. Farl studied the complexes with pyridine and 
chromic dichloroethylate. A. Benrath found that in the presence of hydrobromic 
acid, [Cr(NH;);Br]Br., and [Cr(NH;),(H,O)|Brz are formed. O. 'T. Christensen pre- 
pared chromic aquopentamminotribromide, [Cr(NH3);(H,O) |Brs, from an aq. soln. 
of the hydroxide and hydrobromic acid (1:3). The yellow crystalline powder is 
soluble in water, and loses a mol. of water at 110°. H. J. 8. King also prepared this 
salt. F. Ephraim and W. Ritter found that the salt absorbs ammonia in the cold, 
and that the decomposition curve of the product shows the existence of an 
octammine and a tetrammine. A. Benrath found that the stable phase in the pre- 
sence of hydrobromic acid is[Cr(NH3),Br|Br.. P. Pfeiffer treated chromic hydroxy- 
aquotetramminodithionate with conc. hydrobromic acid, and obtained a brick-red 
crystalline powder of chromic diaquotetramminotribromide, | Cr(NH3),(H20)2|Brs. 
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P. Pfeiffer and R. Stern prepared chromic cis-diaquobisethylenediaminotribromide, 
[Cr en,(H,0).]Brs.2H,O ; and P. Pfeiffer and R. Prade obtained the trans-salt. 
A. Werner prepared chromic triaquotriamminotribromide, [Cr(H,0)3(NHs3)3|Brs, 
by the action of hydrobromic acid on the hydroxyaquotriamminoiodide ; 
and A. Werner and J. L. Klein, chromic fetraquodiamminotribromide, 
[Cr(NH3)o(H20),4|Brz, by the action of hydrobromic acid on the dihydroxydiaquo- 
diamminobromide; P. Pfeiffer, and P. Pfeiffer and M. Tapuach also obtains 
chromic tetraquodipyridinotribromide, [CrPy.(H,0),|Br3.2H,O. 

H. J. S. King prepared chromic hydroxypentamminobromide, [Or( NH) - 
(OH)|Cl,.4H,O, as in the case of the corresponding chloride. F. Ephraim and 
W. Ritter found that the salt absorbs ammonia in the cold but the decomposition 
curve shows no signs of the formation of a definite ammine. P. Pfeiffer prepared 
chromic hydroxyaquotetramminodibromide, [Cr(NH3),(H,O)(HO)|Br., by adding 
pyridine to a conc. soln. of the diaquotetramminodibromide. P. Pfeiffer, and 
P. Pfeiffer and R. Stern prepared chromic cis-hydroxyaquobisethylenediaminodi- 
bromide, [Cr en,(H,O)(HO) |Bro.H,O, or [Cr eng(H,O,)(HO)|Bro; and P. Pfeiffer 
and R. Prade prepared the trans-salt. O.T. Christensen obtained chromic nitrito- 
pentamminodibromide, [Cr(NH3)5(NO.)|Bro, by the action of potassium or 
ammonium bromide on the chloride of the series. S. M. Jérgensen obtained 
carmine-red octahedral crystals of chromic chloropentamminodibromide, 
[Cr(NHg);Cl|Bro, by the action of hydrobromic acid on the chloride of the series ; 
he also obtained a complex with mercuric bromide. R. Klement gave 
2-129 for the sp. gr., and 156-2 for the mol. vol. of the dibromide. 
S. M. Jorgensen, and P. T. Cleve prepared chromic chloroaquotetramminodi- 
bromide, [Cr(NH3),(H,O)Cl|Bry, by the action of hydrobromic acid on the chloride 
of the series. R. Werner and A. Miolati found the electrical conductivity of a mol 
of the salt in v litres of water at 25° to be: 


v : ce ©15) 250 500 1000 2000 
pe : 8 Od. 236°8 251-1 264-8 290:9 


S. M. Jérgensen, and O. T. Christensen prepared chromic bromopentammino- 
dibromide, [Cr(NH3);Br|Br., by the action of hydrobromic acid on the product 
of the action of silver oxide on the chloropentamminodichloride. R. Klement 
gave 2-382 for the sp. gr., and 158-2 for the mol. vol. It forms a complex chloro- 
platinate. The nitrate, chloride, and chromate of the series Cr(NHs;);BrX, were 
also obtained. F. Ephraim and W. Ritter found that the salt absorbs no ammonia. 
A. Benrath found that the salt is stable in the presence of hydrobromic acid. 
R. Klement gave 1-961 for the sp. gr. and 146-9 for the mol. vol. of chromic 
bromopentamminodichloride, [Cr(NHs);Br]Cl,. H. Freundlich and R. Bartels 
studied the hydrolysis of the salt [Cr(NH3);Br]°+-H,0=Br’+[Cr(NHs);(H20)]. 
P. T. Cleve, and P. Pfeiffer and 8. Basci prepared chromic bromoaquotetrammino- 
dibromide, [Cr(NH3),(H,O)Br]Bry, by the action of hydrobromic acid on an 
ammoniacal soln. of ammonium bromide and chromic hydroxide. The chloride 
and sulphate of the series were also prepared. A. Werner obtained chromic bromo- 
diaquotriamminodichloride, [Cr(NH;)3(H,O),Br]Cl, ; and also chromic bromodi- 
aquotriamminodibromide, [Cr(NH;)3(H,0).Br]Br. ; as well as the corresponding 
sulphate. P. Pfeiffer and R. Stern, and P. Pfeiffer and T. G. Lando obtained 
chromic bromoaquobisethylenediaminodibromide, [Cr en,(H,O)Br]|Bro.H,0. 
A. Werner and J. von Halban prepared dark orange crystals of chromic thio- 
cyanatopentamminodibromide, [Cr(NH3);(SCy)|Bro; H. I. Schlesinger and 
D. N. Rickles also prepared chromium  cis-dibromotetramminochloride, 
[Cr(NH3),Br.|Cl, by the action of boiling hydrobromic acid on chromium tri- 
amminochloroxalate, [Cr(NH3)3Cl(C,0,)]. They also prepared the corresponding 
chromium cis-dibromotetramminobromide, [Cr(NH;),Br.|Br, chromium cis- 
dibromotetramminoiodide, [Cr(NH;),Bra|I, etc. They also prepared chromium 
trans-dibromotetramminobromide, [Co(NH3);Br.|Br, by the action of hot hydro- | 


| 
| 
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bromic acid on chromium triamminobromide. A. Werner and J. L. Klein 
obtained lilac-coloured crystals of chromic dihydroxydiaquodiamminobromide, 
| Cr(N H3)2(H,0).(OH),|Br.H,0, by the action of pyridine on a soln. of dibromodi- 
aquodiamminobromide ; and KH. Weinmann, on chromic dihydroxydiaquoethylene- 
diaminoiodide, [Cr(H,O), en(OH)s|I. P. Pfeiffer and W. Osann prepared chromic 
dihydroxydiaquodipyridinobromide, [CrPy.(H,O).(OH).|Br. PP. Pfeiffer and 
T. G. Lando, and A. Werner prepared chromic cis-dichlorobisethylenediamino- 
bromide, [Cr en,Cl,|Br.H,0, A. Werner, and P. Pfeiffer and P. Koch obtained the 
trans-salt ; P. Pfeiffer and M. Tapuach, chromic dichlorodiaquodipyridinobromide, 
[CrPy.(H,0).Cl,|Br.3H,O; P. Pfeiffer and A. Trieschmann, chromic Cis- 
dibromobisethylenediaminobromide, [Cren,Br,|Br.H,O, as well as the corre- 
sponding iodide, and dithionate. The trans-salt was also obtained as well as the 
corresponding iodide, nitrate, iodide, and thiocyanate. KE. H. Riesenfeld and 
F. Seemann, and 8. Guralsky prepared chromic dibromoaquotriamminobromide, 
[| Cr(NH3)3(H,O) Bro|Br, as well as the corresponding iodide, sulphate, nitrate, and 
thiocyanate. Y. Shibata measured the absorption spectrum of the bromide. 
N. Bjerrum found that chromic dibromotetraquochloride, [Cr(H,0), Br, |Cl.2H,0, 
is precipitated when a cold soln. of chromic dibromotetraquobromide in dil. hydro- 
chloric acid is sat. with hydrogen chloride. Its constitution is deduced from its 
method of formation, its colour, which resembles that of the dibromobromide, 
and from the ease with which the halogen in the metallic complex is brought into 
the ionized state by soln. in water or nitric acid. He also prepared chromic 
dichlorotetraquobromide, [Cr(H.,O),Cl,|Br, in a similar manner, as an unstable, 
green, crystalline powder ; titration by silver nitrate shows that only one halogen 
atom is in the ionized state in soln. A. Werner and J. V. Dubsky, and A. Werner 
and J. LL. Klein’ prepared chromic dibromodiaquodiamminobromide, 
[Cr(NHs).(H,0).Bro|Br; and P. Pfeiffer and M. Tapuach, chromic dibromodi- 
aquodipyridinobromide, [CrP y.(H.O),Br,|Br.4H,O, as well as the corresponding 
nitrate, and iodide. P. Pfeiffer and M. Tilgner obtained chromic dithiocyanato- 
tetramminobromide, [Cr(NH3)4(SCy).|Br; P. Pfeiffer and P. Koch, chromic 
dithiocyanatobisethylenediaminobromide, [Cr en,(SCy)|Br.H,O, and P.° Pfeiffer 
obtained the trans-salt; P. Pfeiffer, chromic oxalatotetramminobromide, 
[Cr(NH,)4(C.0,) |Br.4H,O ; H. Schwarz, P. Pfeiffer and A. Trieschmann, chromic 
oxalatobisethylenediaminobromide, [Cr en,(C.0,) |Br.H,0. 

H. I. Schlesinger and D. N. Rickles prepared chromic triamminotribromide, 
[Cr(NH3)3Brs |, chromic triamminochlorodibromide, | Cr(NH3)3Br2Cl], and chromic 
triamminodichlorobromide, | Cr(NH;)3BrCl,], as in the case of chromic triammino- 
trichloride, by the thermal decomposition of the corresponding pentammines at 
175°. The corresponding iodo-, nitrato-, and nitrito-salts could not be similarly 
obtained. 

S. M. Jorgensen, J. Petersen, and P. Pfeiffer prepared chromium 
hydroxydecamminopentabromide, [Cr.(OH)(NH3)19|Brs.H,O, and its bromo- 
platinate; as well as chromic hydroxydecamminohydroxytetrabromide, 
[Cr.(O0H)(NH3);9|Br,(OH).H,0. S.M. Jorgensen described chromic hydroxydecam- 
minotetrabromide, [Cr.(OH)(NH3),9|Br,.2H,O; P. Pfeiffer and R. Stern, chromic 
dihydroxybisethylenediaminotetrabromide, [Cr(OH),en,|Br,.24H,O ; 8S. M. Jor- 
gensen, chromic trihydroxyaquohexamminotribromide,| Cr,(OH)3(H,O)(NH3),|Brs. 
H,O; P. Pfeiffer and W. Vorster, chromic hexaquosexiesethylenediaminohexa- 
bromide, | Cr,(OH) en,g|Br,.4H,0. 

A. Werner and A. Gubser prepared rubidium chromium bromide, 2RbBr.CrBrs. 
H,O, or Rb[CrBr;(H,0)], from a soln. of 3 grms. of rubidium bromide, 8 grms. 
of green chromic bromide, and 10 grms. of water. The brownish-violet crystals 
are soluble in water. S. M. Jérgensen prepared chromic chloropentamminodi- 
bromomercuribromide, [Cr(NH;)-Cl|Bro.2tHgBr,; and P. Pfeiffer, chromic 
dibromobisethylenediaminobromomercuribromide, [Cr en, Br.|Br.HgBro. 

H. Rose? heated a mixture of potassium dichromate and bromide with sul- 
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phuric acid, and found that bromine distils over without a trace of chromium. No 
signs of a chromyl bromide, CrO,Bry, analogous with the corresponding chloride was 
obtained. SS. G. Rawson also failed to prepare the compound by H. Rose’s method, 
and also by heating calcium bromide and chromy] chloride in sealed tubes at varying 
temp. and varying periods of time. H. 8. Fry found that a soln. of acetyl bromide 
in carbon tetrachloride, to which a few drops of acetic acid are added, produces an 
intense permanganate-red coloration, which rapidly changes to reddish-brown. 
The latter colour is due to bromine, and the former to an unstable chromyl bromide. 
The production of the permanganate-red colour is recommended as a test for traces 
of chromium, and is capable of detecting 0-01 mg. per 1 c.c. of solvent. 

A. Ditte prepared potassium bromochromate, KCrO;Br, from a mixed soln. 
of chromic acid and potassium bromide evaporated in the cold in vacuo. J. Heintze 
obtained it from a soln. of potassium chromate and fuming hydrobromic acid. 
The red crystals lose bromine in the desiccator ; water decomposes the salt into 
potassium dichromate and hydrobromic acid ; and with nitrogen peroxide, nitroxyl 
bromide is formed. | 
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Ruais Chromium Todides and Oxyiodides 


A. Moberg ! observed that a soln. of chromous chloride does not give a precipitate 
with potassium iodide, but the soln. acquires a reddish-brown colour. H. Moissan 
prepared chromous iodide, or chromium diiodide, CrI,, by heating chromic iodide 
in hydrogen. The greyish-white product forms a blue soln. with water ; and this, 
on exposure, becomes green owing to the absorption of oxygen. The presence of 
this salt in water can induce the dissolution of the insoluble forms of the anhydrous 
chromic halides. W. Biltz and KE. Birk gave 5-196 for the sp. gr. of chromous 
hexamminodiiodide, CrI,.6NHs. 

J. Inglis observed that when a soln. of potassium dichromate is treated with 
an excess of conc. hydriodic acid, a dense black precipitate of iodine separates out. 
J. M. Ordway said that a soln. of a mol of hydrogen iodide dissolves 3 mols of chromic 
oxide. P. Guyot found that by heating the mixture of potassium dichromate and 
hydriodic acid, there remains after the expulsion of the iodine, a mixture of potas- 
sium iodide, and what was said to be chromic iodide, or chromium triiodide, CrI3. 
H. Moissan obtained red crystals of anhydrous chromic iodide by the action of 
iodine vapour carried by a current of nitrogen over red-hot chromium ; R. Hanslian 
observed no reaction at the b.p. of iodine. . According to G. O. Higley, the violet 
enneahydrate, Criz.9H,0, or [Cr(H20)3(H,O2)3], is formed by passing hydrogen 
iodide into 30 c.c. of water in which 12-3 grms. of barium carbonate are suspended 
and then adding 14:5 grms. of violet chromic sulphate, and sat. the filtrate at 10° 
with hydrogen iodide. The dark violet or black crystals yield an olive-green powder. 
The salt, decomposes on keeping with the evolution of hydrogen iodide ; it is very 
hygroscopic ; and it is soluble in alcohol, and in acetone, but insoluble in chloro- 
form. W. Biltz and E. Birk gave 4-915 for the sp. gr. at 25°/4°. 

S. M. Jérgensen 2 treated a soln. of chromic hexamminonitrate with a soln. 
of potassium iodide, and obtained chromic hexamminotriiodide, [Cr(NH3)¢|Is3. 
The yellow, rhombic plates are isomorphous with the bromide. W. Biltz and 
H. Birk gave 2-425 for the sp. gr. at 25°/4° ; and 220-6 for the mol. vol. HE. Rosen- 
bohm gave 10-53x10~6 mass units for the magnetic susceptibility. A. Benrath 
found that in the presence of hydriodic acid, [Cr(NHg3),I]I,, and [Cr(NH3);(H.O) |I, 
are formed. P. Pfeiffer, and P. Pfeiffer and M. Tilgner prepared chromic trisethyl- 
enediaminotriiodide, [Crens]I,.H,.0; P. Pfeiffer and H. Pietsch, chromic 
bisethylenediaminopropylenediaminotriiodide, [Cr en,pn]I,.2H,O ; and P. Pfeiffer 
and M. MHaimann, chromic trispropylenediaminotriiodide, [Cr pn3|I,.H,0. 
O. T. Christensen obtained a yellow crystalline powder of chromic aquopentammi- 
notriiodide, [Cr(NH;),(H,O)|I,, by the action of hydriodic acid on a soln. of the 
corresponding hydroxide. H. J. 8. King also prepared this salt. 

H.J.S. King prepared chromic hydroxypentamminodiiodide, [Cr(N H3);(OH) |Io. 
4H,0, as in the case of the chloride. An addition product with potassium iodide 
was also obtained. P. Pfeiffer and R. Stern obtained chromic cis-hydroxyaquo- 
bisethylenediaminodiiodide, | Cr en,(H.O)(OH)|I, ; and P. Pfeiffer and R. Prade, the 
trans-salt. ©. 'T. Christensen prepared red, octahedral crystals of chromic nitrito- 
pentamminodiiodide, | Cr(NH;);(NO.)|I,; and A. Werner and J. von Halban, chromic 
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nitratopentamminodiiodide, [Cr(NHs);(NOs)|I,. S. M. Jérgensen obtained lilac 
plates of chromic chloropentamminodiiodide, [Cr(NHgs);Cl]I,, associated with one 
and two mols. of mercuric iodide. P.'T. Cleve prepared garnet-red, rhombic prisms 
of chromic chloroaquotetramminodiiodide, [Cr(NH;),(H,O)Cl]I,. 8. M. Jorgensen 
obtained bluish-violet, octahedral crystals of chromic iodopentamminodiiodide, 
[Cr(NH3)sI]I4, as well as the corresponding chloride, and nitrate. H. Freundlich 
and R. Bartels studied the hydrolysis of the salt: [Cr(NH3);I]°+H,O=I’ 
+[Cr(NH3)5(H,O)]"". P.'T. Cleve prepared chromic iodoaquotetramminodiiodide, 
[Cr(NH3)4(H,O)I]I,, in rose-red octahedra; A. Werner and J. V. Dubsky, 
chromic dihydroxydiaquodiamminoiodide, [Cr(NHs).(H,O).(OH)s|I; EH. Wein- 
mann, chromic dihydroxydiaquoethylenediaminoiodide, [Cr(H,O),. en(OH,)|I; 
P. Pfeiffer and W. Osann, chromic dihydroxydiaquodipyridinoiodide, 
[CrPy2(H,0).(OH)s|I; P. Pfeiffer and T. G. Lando, P. Pfeiffer and P. Koch, and 
P. Pfeiffer and A. Trieschmann, chromic cis-dichlorobisethylenediaminoiodide, 
[Cr engCl,|I, and also the trans-salt ; E. Rosenbohm, chromic dichlorotetrammino- 
iodide, [Cr(NH3),Cl,]I, with the magnetic susceptibility 19-74 10-6 mass units ; 
A. Werner, chromic dichloroaquotriamminoiodide, [Cr(NHs;)3(H,O0)Cl,|I; 8. Gural- 
sky, and A. Werner, chromic dibromoaquotriamminoiodide, [Cr(NHg)3(H,O)Bro|I ; 
P. Pfeiffer, chromie cis-dibromobisethylenediaminoiodide [Cr en,Br.|I.H,O, as 
well as the trans-salt ; P. Pfeiffer and M. Tapuach, chromic dibromodiaquodipyri- 
dinoiodide, [CrPy.(H,O) .Bro]I.4H,O ; P. Pfeiffer and T. G. Lando, complex salts 
of mercuric iodide with chromic diiodobisethylenediaminoiodide, [Cr en,I,|I ; 
P. Pfeiffer and P. Koch, a complex salt of mercuric iodide with chromic cis- 
thiocyanatobisethylenediaminoiodide, [Cr en,(SCy),|l.Hgl; P. Pfeiffer and 
A. Trieschmann, and H. Schwarz, chromic oxalatobisethylenediaminoiodide, 
[Cr en,(C,0,4)|[;  S. M. Jérgensen, chromic hydroxydecamminopentaiodide, 
[Cr(OH)(NHg)i9]I;.H,O; F. Pintus prepared chromic trisethylenediaminotri- 
iodide, [Cr eng|Iz. 8S. M. Jorgensen, chromic hydroxydecamminohydroxydichloro- 
diiodide, [Cr.(OH)(NHs3),9|Cl.I.(OH), and chromic hydroxydecamminochlorotetra- 
iodide, [Cr.(OH),(NH3)19|ClI,.H,O; P. Pfeiffer and R. Stern, chromic dihydroxy- 
quaterethylenediaminotetraiodide, [Cr,(OH), eny|ly.24H,O; S. M. Jérgensen, 
chromic _ trihydroxyaquohexamminotriiodide, —[ Cr.(OH)3(H,.0)(NHs)¢]I3.H,0 ; 
R. F. Weinland and E. Biittner, chromic hexacetatodihydroxytriamminoiodide 
[Crs(CH3COO).(NHs)3(HO).|I; R. F. Weinland and E. Gussmann, chromic 
hexacetatodihydroxytripyridinoiodide, [Cr3(CH3COO),gPy3(OH),|I ; and P. Pfeiffer 
and  «W. Vorster, chromic hexahydroxysexiesethylenediaminohexaiodide, 
[Cr,(OH)geng|Ig.H,O, and an addition product with mercuric iodide. 

S. M. Jérgensen prepared the complex chromic chloropentamminodiiodo- 
mercuriiodide, [Cr(NH3),Cl]I,.HglI, as well as [Cr(NHs),Cl]I,.2Hgl,; P. Pfeiffer, 
chromic diiodobisethylenediaminoiodomercuriiodide, [Cr en,I,|I.HgI, ; P. Pfeiffer 
and P. Koch, chromic dithiocyanatobisethylenediaminoiodomercuriiodide, 
[Cr eng(SCy),]I.HgI,; and P. Pfeiffer and W. Vorster, chromic hexahydroxy- 
sexiesethylenediaminohexaiodomercuriiodide, [Cr,(OH),eng|I¢.2HgI,.8H,0. 

As indicated above, J. Inglis,3 and P. Guyot obtained no evidence of the for- 
mation of an oxyiodide by the action of hydriodic acid on potassium chromate. 
H. Giraud said that an oxyiodide is formed as a deep red, oily liquid, boiling at 149°, 
by the action of sulphuric acid on a-mixture of potassium dichromate and iodide. 
H. Rose found that iodine, not chromyl iodide, is formed ; nor could 8. G. Rawson 
verify this, nor could he obtain an oxyiodide by the action of calcium iodide on 
chromyl chloride in a sealed tube ; by the action of the vapour of chromy] chloride 
on ethyl iodide, or by the action of hydrochloric acid, acetic acid, or hydrofluosilicic 
acid on a mixture of potassium iodide, chromium trioxide, and solid zine chloride. 
I. Walz obtained some iodate by the action of chromic acid on iodine. H. 8. Fry 
treated chromium trioxide with acetyl iodide and obtained only iodine. There 
was no evidence of the formation of chromy] iodide. 

According to P. Guyot, when potassium chromate is treated with colourless 
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hydriodic acid, garnet-red crystals of potassium iodochromate, KCrOsI, are pro- 
duced. If the salt contains an excess of iodine it may have a brown tint, but on 
exposure to the air it gradually assumes its normal colour. It is decomposed in 
the presence of water into hydriodic acid and potassium dichromate. When heated 
it gives off iodine copiously ; on boiling it with hydriodic acid more iodine is given 
off, potassium iodide and chromic iodide remaining behind. 
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§ 28. Chromium Sulphides 


O. Schumann 1 made some observations on the relative affinities of chromium 
and the metals for sulphur and oxygen. According to A. Moberg, when chromous 
chloride is treated with ammonium sulphide, a black precipitate—presumably 
chromous sulphide or chromium monosulphide, CrS—is formed; EH. M. Péligot 
obtained it by the use of potassium sulphide and observed that the precipitate is 
insoluble in an excess of the precipitant. M. Traube observed that the sulphide 
occurs among the products of the reduction of chromic sulphate heated in hydrogen. 
H. Moissan observed that when chromous chloride is heated to 440° in hydrogen 
sulphide, this sulphide is formed; this is also the case when chromic sulphide is 
heated in hydrogen. A. Moulot obtained this sulphide by heating chromium in an 
atm. of hydrogen sulphide in an electric furnace. The black mass prepared ata high 
temp. forms opaque, prismatic crystals of sp. gr. 4:08. The black, non-crystalline 
powder has a sp. gr. 3:97. W. F. de Jong and H. W. V. Willems found that the 
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crystals of the monosulphide, prepared by heating sulphur and chromium at 600°, 
have an X-radiogram in agreement with a hexagonal lattice with a=3-44 A., and 
c=5-67 A.; andsp. gr. 4:85. M. Picon gave 1550° for the m.p. The crystals scratch 
quartz. M. Picon found that chromous sulphide is more resistant to the action of 
carbon at a high temp., in vacuo, than is the corresponding oxide. The sulphide 
melts without dissociation at 1550°. EH. Wedekind and C. Horst gave 28-4 x 107 
mass units for the magnetic susceptibility at 19-5°. Chromous sulphide is easily 
attacked by oxidizing agents, but not by reducing agents. Chromous sulphide is 
but slightly reduced when heated to 1200° in hydrogen ; with oxygen, at a red-heat, 
chromic oxide and sulphate, and sulphur dioxide are formed ; when heated in air, 
it glows, forming chromic oxide, but no sulphur is obtained ; with water-vapour, 
chromic oxide and hydrogen sulphide are formed; with fluorine, combination 
occurs with incandescence, and similarly also with hydrogen fluoride; at 340°, 
chlorine forms chromic chloride ; and carbon, in an electric furnace, forms a product 
free from sulphur. Molten potassium hydroxide or carbonate produces sulphate 
and chromate. According to M. Houdard, by heating a mixture of aluminium 
(7 grms.) and chromium (5-6 grms.) in a current of hydrogen sulphide, a black, 
crystalline mass is obtained, which evolves hydrogen sulphide with water, giving 
a deposit of alumina and leaving a reddish-black, crystalline residue, which, when 
washed with dil. hydrochloric acid, corresponds with chromous sulphoaluminate, 
Al,S3.Cr8, or Cr(AlSg)o. Its optical properties resemble those of the spinels, and the 
crystals have the cubic structure. Jf excess of chromium is used, the sesquisul- 
phide seems to be formed and the crystalline mass obtained is only with difficulty 
attacked by dil. hydrochloric acid, whilst nitric acid slowly destroys the double 
compound, leaving a black, crystalline residue of CrS. Hor chromous sulpho- 
chromite, vide infra. 

ie Moissan observed that chromic sulphide, or cheontiin hemitrisulphide, or 
chromium sesquisulphide, Cr.S;, can be formed by the direct union of the elements, 
for chromium filings at 700° unite with sulphur vapour to form this compound ; 
and it is also formed when hydrogen sulphide is passed over chromium at 1200°. 
J. J. Berzelius prepared this compound by heating an intimate mixture of sulphur 
and chromic oxide in vacuo; and L. R. von Fellenberg melted a mixture of chromic 
oxide, sulphur, and potassium carbonate. O. Harten obtained it by passing hydro- 
gen sulphide over white-hot chromic oxide, or chromium trioxide. O. Schumann 
working at a lower temp. obtained only a 25 per cent. conversion. H. Moissan added 
that the reaction with chromic oxide, not previously calcined, sets in at about 440°. 
W. Miiller obtained a large proportion of chromic oxide by passing hydrogen sulphide 
over heated potassium chromate, and extracting the potassium sulphide with 
water. J. L. Lassaigne heated a mixture of chromic chloride and sulphur at a 
red-heat, but, added J. J. Berzelius, the reaction is incomplete. J. von Liebig 
obtained chromic sulphide by passing hydrogen sulphide over strongly heated 
chromic chloride. J. J. Berzelius prepared the sulphide by melting chromic oxide 
and potassium pentasulphide at a high temp., and extracting the alkali sulphide 
with water. R. Schneider recommended preparing chromic sulphide by treating 
sodium sulphochromite with dil. hydrochloric acid, and heating the well-washed 
product in a current of carbon dioxide. F. Wohler, and C. Brunner heated potas- 
sium chromate with potassium polysulphide, when, according to A. Schafarik, a 
complex alkali chromic sulphide is probably formed. K. Briickner found that 
when a mixture of chromic oxide and sulphur is heated in air, the oxide is not 
decomposed ; chromium trioxide inflames and forms chromic oxide with a small 
proportion of sulphide; potassium chrome-alum with a prolonged heating forms 
chromic oxide and potassium sulphate, but if the mixture is heated for only a short 
period, a potassium and chromium sulphide is formed—vide supra, for the action 
of sulphur on chromates. H. Rose obtained chromic sulphide by passing the vapour 
of carbon disulphide over heated chromic oxide ; W. Miiller passed the vapour over 
heated potassium chromate and extracted the alkali sulphide by water; a large 
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proportion of chromic oxide 1s formed if ammonium chromate is employed. E. Kopp 
obtained a pyrophoric mixture by reducing chromic sulphate in hydrogen ; 
M. Traube showed that the black product is a mixture of chromic sulphide and 
oxide. M. Traube obtained some sulphide by heating acid chromic sulphate in 
dry hydrogen sulphide; A. Moulot heated the sulphate mixed with potassium 
polysulphide; and K. Briickner, with sulphur. H. Moissan heated chromic 
oxalate in hydrogen sulphide; and R. Schneider heated the higher chromium 
sulphides—e.g. Crg87=2Cr.83-+8. 

Analyses of chromic sulphide in agreement with the formula CrgS3 were reported 
by L. R. von Fellenberg, O. Harten, A. Gautier and L. Hallopeau, and A. Mourlot. 
A. Schafarik, W. Miiller, and M. Traube obtained rather too high a proportion of 
sulphur. J. L. Lassaigne’s analysis must have been made on a very impure sample. 
According to the temp. at which it has been prepared, chromic sulphide appears as 
a black or dark grey powder ; or in bright black, or greyish-black crystals in some 
cases resembling graphite. A. Schafarik gave 2-79 to 3-77 for the sp. gr. of the 
crystals. If heated in the absence of air, H. Moissan observed that chromous 
sulphide is formed. M. Picon found that chromic sulphide loses sulphur at 1350°, 
melts at 1550°, and then has a composition CrS;.9g. A. Karl said that the sulphide 
is triboluminescent. When the powder is used as anode in the electrolysis of 2 per 
cent. sulphuric acid, K. Fischbeck and EH. Hinecke found that as hydrogen sulphide 
is formed, tervalent chromium passes into soln. O. Stelling studied the X-ray 
spectrum. EH. Wedekind and C. Horst gave 23-28 x 10-6 mass units for the magnetic 
susceptibility. M. Traube, A. Schafarik, and J. L. Lassaigne observed that chromic 
sulphide burns like a pyrophorus when heated in air or oxygen forming chromic 
oxide—W. Miiller said that some green basic sulphate is formed. H. V. Regnault 
observed that with water vapour, hydrogen sulphide and a little chromic oxide are 
formed. H. Rose said that chromic sulphide is scarcely attacked by chlorine even 
at a high temp.; but J. J. Berzelius, H. Moissan, L. R. von Fellenberg, and 
O. Harten observed that the sulphide is partially decomposed by chlorine at 
ordinary temp., but decomposition into chromic chloride is complete at higher temp. 
W. Miiller observed only a slight action with hydrochloric acid. J. Milbauer and 
K. Tucek studied the action of sulphur dioxide on the heated sulphide. According 
to J. J. Berzelius, some forms of chromic sulphide are decomposed by nitric acid, 
while other forms are attacked with difficulty. A. Schafarik observed that fuming 
nitric acid does not attack the sulphide in the cold, but the boiling acid readily 
decomposes the sulphide, and J. L. Lassaigne said that the boiling acid has very 
little action. H. Moissan found that nitric acid, or aqua regia attacks the sulphide 
with difficulty, while J. L. Lassaigne said that aqua regia converts it into chromic 
chloride and sulphuric acid. F. Gébel found that chromic sulphide is decomposed 
when heated in carbon monoxide, and carbon disulphide is formed. J. L. Lassaigne 
found that with fused potassium nitrate it forms potassium chromate and sulphate ; 
but J. J. Berzelius said that it is not dissolved by soln. of potassium hydroxide or 
sulphide. S. M. Jérgensen treated a soln. of chromic chloropentamminodichloride 
with ammonium polysulphide ; on adding alcohol, and allowing the turbid liquid 
to stand in a dark place, he obtained brick-red, rhombic plates of chromic chloro- 
pentamminopentasulphide, [Cr(NH3);Cl|S;. It is sparingly soluble in cold water, 
and freely soluble in hot water. It is decomposed by hydrochloric acid. 
S. M. Jérgensen treated chromic trihydroxyaquohexamminotrichloride with 
ammonium polysulphide, and obtained cinnabar-red, octahedral crystals of chromic 
trihydroxyaquohexamminohemienneasulphide, [ Cr.(OH)3(H,0)(NHs3)6|o5,1.2H,0. 

The formation of complex sulphides was studied by M. Gréger, H. Moissan, and 
R. Schneider. These salts can be regarded as sulphochromites, M’CrSg, or salts of 
hydrosulphochromous acid, HCrS,, or H,Cr.8,. This acid was reported by 
R. Schneider to be formed as an unstable product when sodium sulphochromite is 
treated with dil. hydrochloric acid in the absence of air. It forms CrgS, when 
exposed to air; and, when heated in the absence of air, it furnishes chromic oxide 
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and hydrogen sulphide. If potassium sulphotetrachromite, K,Cr,S7, be similarly 
treated with dil. hydrochloric acid, grey crystals of hydrosulphotetrachromous 
acid, H,Cr,S,, are formed. The crystals retain the form of the original crystals. 
The acid decomposes into hydrogen and chromic sulphides when heated in a current 
of carbon dioxide ; it is unstable in air, forming water and the sulphide Cr,S7. 

M. Gréger prepared sodium sulphochromite, NaCrS., by heating to redness a 
mixture of chromium hydroxide, sodium carbonate and sulphur (1: 9:11) in a 
porcelain crucible until the excess of sulphur is expelled. The cold mass is 
extracted with water, and the residue washed with dil. soda-lye, then with alcohol, 
and finally with absolute alcohol. R. Schneider heated a mixture of potassium and 
sodium carbonates, potassium chromate, and sulphur ; and F. J. Faktor, a mixture 
of sodium chromate and thiosulphate. E. Kunheim obtained it by heating a 
mixture of sodium and chromic sulphates and carbon in the electric arc. The dark 
red powder was found by R. Schneider to consist of dark brick-red, hexagonal 
plates of sp. gr. 2°55 at 15°. If heated in the absence of air it suffers no change. 
It is stable in air at ordinary temp., but when heated in air, it gives off sulphur 
dioxide forming chromic oxide and sodium sulphate. It is insoluble in water, 
but is decomposed by aerated water. R. Schneider obtained hydrosulphochromous 
acid by the action of dil. hydrochloric acid in the absence of air, and when exposed 
to air, CroS, is formed. M. Groger found that sodium .sulphochromite is not 
attacked by conc. hydrochloric acid ; cold conc. sulphuric acid is without action, 
but the hot acid decomposes the salt; nitric acid, and aqua regia decompose the 
salt forming chromic and sodium sulphates. The salt is not attacked by soln. of 
sodium hydroxide or sulphide. 

J. J. Berzelius treated a soln. of potassium chromate with hydrogen sulphide, 
and obtained a dark brown liquid and chromic oxide. The liquid was thought 
to contain a sulphide of chromium and potassium; it deposits chromic sulphide 
when exposed to air, or when treated with acids; but the precipitate is decom- 
posed by the liquid, forming, in air, potassium chromate, and sulphur. J. Milbauer 
obtained greyish-green crystals of potassium sulphochromite, KCrS., or K,CroS,, 
by treating chromic oxide with molten potassium thiocyanate. It is stable. in 
air, but when roasted it forms sulphur dioxide and chromic oxide ; it is insoluble 
in water and hot hydrochloric acid, but freely soluble in aqua regia. According 
to R. Schneider, potassium sulphotetrachromite, K,Cr,8,, is obtained by fusing 
potassium chromate (1 part) with potassium carbonate (24 parts) and sulphur 
(24 parts) for 20 minutes at a bright red-heat, allowing the mass to cool slowly, 
and washing it thoroughly but rapidly with cold water. It forms reddish to 
bluish-grey hexagonal plates with metallic lustre, and has a sp. gr.=2-77 at 15°. 
When four times as much chromate is used in proportion to the carbonate and 
sulphur, or a weight of chromium hydroxide equal to this, a grey powder is left 
instead of crystals ; prolonged washing of this powder with hot water leaves pure 
chromic sulphide, Cr.$3, as J. J. Berzelius stated long ago. Potassium sulpho- 
tetrachromite is stable in air ; it loses potassium sulphide slowly when it is washed 
with water; at a red-heat in a current of hydrogen, it loses one-seventh of its 
sulphur, leaving steel-blue crystals of potassium sulphodichromite, KCr.S,, or 
K,Cr,48g, which retain the form of the sulphotetrachromite. When this compound 
is heated in air, it loses sulphur dioxide and leaves behind chromic oxide and 
potassium sulphide. Aq. soln. of potassium hydroxide or ammonia have little 
action ; nitric acid, and aqua regia decompose it with the liberation of sulphur ; 
hydrochloric acid, in the absence of air, forms the acid H,Cr,S,. 

M. Gréger precipitated copper sulphochromite, Cu(CrS,)., from a soln. of the 
sodium salt by the addition of copper sulphate ; R. Schneider used modifications of 
the process. Copper sulphochromite is not attacked by water, or hydrochloric 
acid; but is easily decomposed by warming with nitric acid or aqua regia. 
M. Gréger prepared silver sulphochromite, AgCrS,, or AgoCr.S,, as a black powder, 
by adding silver nitrate to a soln. of the sodium salt. R. Schneider used a modifica- 
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tion of the process. M. Gréger could not prepare calcium, strontium, or barium 
sulphochromite, by an analogous process. He obtained zinc sulphochromite, 
Zn(Cr8z)o, by heating a mixture of zinc chromate and sulphur in hydrogen ; and 
also by treating a soln. of chromic sulphate and zinc sulphate with ammonia, and 
heating the dried product in hydrogen, and then admixed with sulphur. The 
violet-brown mass is insoluble in water and hydrochloric acid, but is decomposed 
by nitric acid. The corresponding cadmium sulphochromite, Cd(Cr8,)., was 
similarly prepared. M. Groger prepared stannous sulphochromite, Sn(CrS,),, by 
the action of stannous chloride on a soln. of the sodium salt. It is not attacked 
by water or hydrochloric acid, but is oxidized by nitric acid. M. Gréger, and 
R. Schneider obtained lead sulphochromite, Pb(CrS.)., by adding lead nitrate to a 
soln. of sodium sulphochromite. M. Gréger heated hydrated chromic oxide with 
sulphur in a current of hydrogen and obtained a greyish-black powder of chromous 
sulphochromite, Cr(CrSg)o, or Crs84. It is insoluble in water, boiling. hydro- 
chloric acid, and dil. sulphuric acid, but it is soluble in nitric acid with the separa- 
tion of sulphur, and the formation of chromic sulphate and nitrate. It glows 
when heated in air, forming sulphur dioxide and chromic oxide. EK. Wedekind and 
C. Horst said that its sp. gr. is 3-54 at 14°; E. Wedekind and T. Veit said that it 
is feebly magnetic; and EH. Wedekind and C. Horst gave for the magnetic suscepti- 
bility 33-26 10-6 mass units. M. Groéger obtained chocolate-brown manganese 
sulphochromite, Mn(CrS,)., by heating a mixture of sulphur and manganese and 
chromic oxides in an atm. of hydrogen. Similarly with black ferrous sulpho- 
chromite, Fe(CrS.)2, which was also obtained by treating a soln. of sodium sulpho- 
chromite with a soln. of a ferrous salt. The meteoritic mineral called daubréelite, 
found by J. L. Smith in meteoritic irons, is a ferrous sulphochromite, FeS.Cr.83, or 
Fe(Cr8.;)9. Observations were also made by F. Zambonini, and A. Brezina and 
EK. Cohen. 8S. Meunier synthesized it by the action of hydrogen sulphide on a red- 
hot mixture of ferrous and chromic chlorides, or on a mixture of iron and chromium. 
By treating a soln. of sodium sulphochromite with a cobalt salt, M. Gréger pre- 
pared cobalt sulphochromite, Co(CrS,)., and similarly, by using a nickel salt soln., 
nickel sulphochromite, Ni(CrS.)z. 


Other chromium sulphides have been reported. M. Gréger’s chromium tritatetra- 
sulphide, Cr;S,, as indicated above, is considered to be chromium _ sulphochromite. 
E. Wedekind and C. Horst gave 33:26 x10—§ for the magnetic susceptibility of Cr,S, at 
15:5°. As indicated above, R. Schneider obtained chromium tetritaheptasulphide, Cr,S,, 
as a decomposition product of H,Cr,S,; and chromium disulphide, CrS,, or Cr,S,, as 
a decomposition product of H,Cr,S,. T. L. Phipson reported chromium hemiheptasul- 
phide, Cr.S,, to be formed by passing hydrogen sulphide into a soln. of potassium dichromate 
sat. with ammonia, and adding hydrochloric acid to the filtrate. G. Bender was unable 
to confirm this result, and said that the alleged sulphide is a mixture of sulphochromite 
and hydrated chromic oxide. 

O. Nordenskjéld reported a complex salt, mereurie chromium trithiocyanatohexa- 
sulphodiammine, Cr(SCy),.2NH;.6HgS, to be formed by the action of mercuric sulphide 
on mercuric tetrathiocyanatodiamminochromiate. 
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§ 29. Chromium Sulphates 


EK. M. Péligot1 found that when the brown product obtained by reducing 
chromic chloride with potassium is treated with dil. sulphuric acid, some hydrogen 
is evolved, and a soln. of chromous sulphate, CrSO,, is formed. H. Moissan treated 
chromium amalgam with dil. sulphuric acid; and A. Burger dissolved chromium 
from the aluminothermite process in sulphuric acid of sp. gr. 1-16 with the ex- 
clusion of air, at 90° to 100°, and obtained a blue soln. of chromous sulphate 
contaminated with some chromic sulphate. According to A. Asmanoff, an aq. 
soln. of chromic sulphate is reduced electrolytically at a lead cathode in an atm. of 
hydrogen. When reduction is complete, the chromous sulphate is precipitated 
by alcohol, washed with alcohol and ether, and dried in a current of hydrogen. 
The product is stable in dry air. H. Moissan obtained a white, crystalline powder 
of the monohydrate by treating moist chromous acetate with conc. sulphuric acid 
in the absence of air. This hydrate is more stable in air than is the heptahydrate ; 
it is converted by a little water into the heptahydrate ; and at a red-heat it forms 
chromic oxide, and sulphur dioxide and trioxide. B. Cabrera and 8. P. de Rubies 
studied the magnetic qualities of the salt; and F. Allison and HE. J. Murphy, the 
magneto-optic properties. 

J. M. van Bemmelen observed that a sample kept for a year in a sealed tube 
exploded. H. Moissan obtained the heptahydrate by dissolving chromous acetate 
in dil. sulphuric acid in an atm. of carbon dioxide, and cooling the blue soln. The 
blue crystals are isomorphous with heptahydrated ferrous sulphate. They are 
soluble in water; and slightly soluble in alcohol. Conc. sulphuric acid converts 
the salt into the monohydrate. The aq. soln. is not wholly converted into chromic 
sulphate by boiling. The crystals and the blue soln. readily absorb oxygen from 
air, and with nitric oxide are coloured brown. According to A. Asmanoff, in 


presence of platinum as catalyst, the soln. oxidizes with evolution of hydrogen, — 


the reaction being unimolecular. Sulphuric acid accelerates the reaction, but to 
a less extent than does hydrochloric acid. In absence of platinum, there is no 
measurable evolution of hydrogen with sulphuric acid present even in conc. up to 
10N, although the reaction takes place to some extent in presence of hydrochloric 
acid. In the latter case, the oxidation is accelerated by ammonium chloride. 
Very rapid oxidation takes place in ammonia soln., especially in presence of 
ammonium salts, which prevent the precipitation of chromous hydroxide. The 
reaction is then no longer unimolecular, but is autocatalyzed by the chromic ion. 
M. Berthelot found that the blue soln. mixed with ammonia and ammonium chloride 
readily absorbs acetylene and is thereby decolorized ; after a short time the soln. 
becomes rose-red, and deposits a precipitate giving off ethylene. The acidic soln. 
absorbs no more acetylene than is the case with water. 

According to C. Laurent, blue crystals of ammonium chromous sulphate, 
(NH,4),50,4.CrSO,4.6H,20O, are formed by evaporating a soln. of the component salts 
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in an atm. of carbon dioxide. The blue crystals resemble the double sulphates 
of the magnesium series. The salt is freely soluble in water ; 100 c.c. of a sat. aq. 
soln. contain 55 grms. of the salt at 20°. The salt is insoluble in alcohol. It 
readily oxidizes in air. W.Traube and W. Passarge obtained hydrazine chromous 
sulphate, (N2H,),HSO,4.CrSO,, by the action of hydrazine sulphate on a soln. of 
sulphuric acid and of chromous acetate in air-free water, covered with a layer of 
light petroleum as a protection from air. The precipitate is washed successively 
with water, alcohol and ether. C. Laurent prepared sodium chromous sulphate, 
NaySO,.Cr8O,4.4H,0, by the action of sodium acetate on a sulphuric acid soln. of 
sodium sulphate. E. M. Péligot obtained rhombic prisms of potassium chromous 
sulphate, K,SO,.CrSO,.6H,O, by adding alcohol to a mixture of chromous chloride 
and a cold, sat. soln. of potassium sulphate. The crystals are isomorphous with 
those of potassium ferrous sulphate. C. Laurent also prepared rubidium chromous 
sulphate, Rb,SO,.CrSO,.6H,O ; ceesium chromous sulphate, Cs,SO,.CrSO,.6H,0 ; 
magnesium chromous sulphate, MgSO,.CrSO,.14H,O ; zine chromous sulphate, 
ZnSO,.CrS$O,4.14H,0 ; as well as complexes of manganese and ferrous sulphates 
(q..). 

The anhydrous chromic sulphate, Cr.(SO,)s, reported by A. Schrétter 2 to be 
formed by heating a basic sulphate with conc. sulphuric acid until the acid begins 
to fume was supposed, by M. Traube, L. and P. Wohler and W. Pliiddemann, and 
M. Siewert, to be the acid salt. T. Klobb, however, obtained the red sulphate of 
the composition, Cro(SO,)3, by heating ammonium chromic sulphate with boiling, 
conc. sulphuric acid. A. Schrotter, and M. Siewert obtained it by heating the 
hydrated salt over 280° in a current of carbon dioxide. M. Siewert’s, and T. Klobb’s 
analyses agreed with the formula Cro(SO,4)3; and A. Recoura gave the formula 
Cro(SO4)gCr, in agreement with that for Cro(SO,4)gFe2. The powder is rose-coloured 
in daylight, and green by gas-light. P. A. Favre and C. A. Valson gave 2-743 for 
the sp. gr. at 17-2°; A. Sénéchal, 2-221 at 30°; EH. Moles and M. Crespi, 3-712 at 
—-25°/4°; ~while L. F. Nilson and O. Pettersson gave 3-012 for the sp. gr.; 130-27 
for the mol. vol. ; 0-1718 for the sp. ht.; and 67-41 for the mol. ht. K. Friedrich 
found that the thermal decomposition curve is somewhat complex; the gases, 
sulphur dioxide and trioxide and oxygen, have one atm. press. at 750°. R. Robl 
observed but a faint luminescence in ultra-violet light. EH. Kunheim studied the 
decomposition of mixtures of chromic sulphate and carbon in the electric arc. 

According to A. Schrétter, crystals of the violet hydrate, which is provisionally 
taken to be the octodecahydrate, Cro(SO4)3.18H.0, are obtained by allowing to stand 
for a few weeks a soln. of hydrated chromic oxide in the calculated quantity of conc. 
sulphuric acid. The soln. in water is dark blue by reflected light, and ruby-red by 
transmitted light; alcohol precipitates from the soln. a pale violet, crystalline 
powder and the soln. becomes colourless—only when there is an excess or a deficiency 

of acid does the soln. remain green. To obtain good crystals, he recommended 
dissolving the crystalline powder in a moderate quantity of water, adding dil. 
alcohol to the stage at which precipitation begins, and leaving the soln. to evaporate 
spontaneously in a vessel covered bya bladder. H. Lowel dissolved 50 grms. of 
dried hydrated chromic oxide in 125 grms. of conc. nitric acid; added 125 c.c. of water, 
and boiled for 15 min. When the liquid was cold, he added a cold soln. of 75 grms. of 
conc. sulphuric acid in 150 grms. of water, followed by 1200 grms. of alcohol. The 
precipitated crystalline powder was washed with alcohol, and dried between bibulous 
paper. H. Baubigny used a similar process. | M. Traube allowed alcohol to drop 
into a soln. of chromium trioxide, conc. sulphuric acid, and water (1: 1-5: 3); at 
the end of the reduction, the chromic sulphate is precipitated by alcohol. If the 
temp. rises during the reduction, the green sulphate is formed. This can be con- 
verted to the violet form by boiling the liquid with nitric acid. T. W. Richards 
and F. Bonnet, and M. A. Graham used this process. M. Traube also obtained 
the violet sulphate by passing a mixture of chromic acid, conc. sulphuric acid, and 
water (1: 1-5: 2-25) into a wide basin in which a porcelain crucible containing 


436 INORGANIC AND THEORETICAL CHEMISTRY 


ether is placed. Crystals of the sulphate are formed in a few hours. ‘To complete 
the reduction, a few drops of alcohol may be added. G. O. Higley prepared this 
salt by adding 100 grms. of chrome-alum to a cold soln. of 100 c.c. of conc. sulphuric 
acid, and 330 c.c. of water ; and pouring 260 c.c. of conc. sulphuric acid, with con- 
stant stirring, into the filtered soln. at 15° to 20°. Hydrochloric acid can be used as 
solvent for the alum. R. F. Weinland and R. Krebs obtained good crystals from 
a soln. of a mol of alum in 60 to 80 mols of H,SO, in 95 per cent. soln. by cooling 
and evaporation in a vacuum desiccator; they also obtained the salt by adding 
alcohol to a soln. of chromium chlorosulphate ; F. Krauss and co-workers used a 
similar process. A. Werner and A. Gubser obtained the salt by adding sulphuric 
acid to a violet soln. of chromic chloride ; and P. M. Strong, by treating the mother- - 
liquor from the preparation of the polychromosulphuric acid with the necessary 
quantity of green sulphate and sulphuric acid, concentrating the mixture on a water- 
bath ; and allowing it to stand in the cold for 3 or 4 days to crystallize. EH. Wydler 
also described the preparation of the salt. 
There are differences of opinion about the water of crystallization. Analyses by 
G. O. Higley, A. Werner and A. Gubser, A. Etard, and M. Siewert correspond with 
the hexadecahydrate, Cr(SO4)3.16H,0, for the air-dried salt; and by A. Sénéchal, 
with the tetradecahydrate, 14H,0. <A. Schrotter said that the pentadecahydrate, 
Cro(SOq)3.15H,0, is formed when the salt is dried at 35°. R. F. Weinland and 
R. Krebs obtained with all modes of preparation tried, needles and plates of the 
heptadecahydrate, Cro(SO4)3.17H,0. <A. Sénéchal obtained with the preparations 
with precipitated alcohol, Crg(SO4)3.16-0 to 17-5H,O, and after exposure to dry air, 
Cro(SO,4)3.14H,0 ; he also gave for the vap. press., p mm. of differently hydrated 
salts, Cro(SO4)3.nH,O I 


is. ; . 17-25 16°55 15°77 15:05 14-78 
20°O ys ae cul — 11-0 Tit — 
29°3°  . 24-4 17-4 14-0 13-8 12°8 

pat 34:0° . 315 24-2 19-1 18-4 17°3 
S310 te Looe. 31-9 24-9 23°5 — 
40-4° 43-4 — rar ee 26:2 —- 


From these results, A. Sénéchal concluded that hydrates with 17H,O, 16H,0, 
15H,O, and 14H,0 are chemical individuals, and that the tetradecahydrate slowly 
loses water at room temp. and has, at 29-3°, a vap. press. of 3mm. M. Siewert 
said that when the salt was dried for an hour in the sun, it contained 12H,0 ; 
G. D. van Cleeff, that when the octodecahydrate is dried over sulphuric acid, it 
loses 3-5 to 4:0H,0, at 75° it changes colour, with the loss of more water, and at 
100°, it retains 4H,O; A. Schrétter, that the salt dried at 100° has 5 to 6H,O; 
A. Recoura, that at 90°, it forms the green hydrate with 8H,0; A. Kling and co- 
workers said 5H,O; and A. Etard, A. Schrétter, and A. Colson added that at 
100°, the salt melts in its water of crystallization and retains 6H,O and solidifies 
into a green gummy mass. G. N. Wyrouboff found that when dried at 110°, the 
salt retains 5H,O, and it loses no more water even when heated to 150°. M. Siewert 
stated that at 280°, in a current of carbon dioxide, most of the water is driven off, 
and all is expelled below a red-heat. G. T. Gerlach made some observations on 
this subject ; and for those of A. Sénéchal—vide infra. According to W. R. Whitney, 
and A. Sénéchal, all products with less than 12H,O are not to be considered as — 
hydrates of the violet sulphate. G. N. Wyrouboff represented the violet sulphate 
by the formula Cr2(OH»)4(OH»)2(802)3(O0H»)¢; and W. R. Whitney represented it 
by the formula [Crp(H20)12|(SO4)36H,0, or [Cr(H.0)¢]o(SO,4)3.6H.0, which is taken 
best to represent the properties of the salt in aq. soln. and in the solid state. 
K. Moles and M. Crespi found that [Cr(H.0)¢]o(SO4)3.5H2O lost 3 mols. of water 
at 18°; and [Cr(H,0)¢]o(SO4)3.2H,O lost 10-7 mols. of water at 140°. According 
to F. Krauss and co-workers, the octodecahydrate furnishes the enneahydrate, 
Cre(SO4)3-9H,0, which is stable between 30° and 100°, but the irthydrate, 
Cr2(SO,).3H,O, has only a small range of existence. The three mols. of water are 
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combined as in the zeolites and are therefore given up slowly. Complete de- 
hydration occurs at about 325°. 

According to A. Schrétter, and R. F. Weinland and R. Krebs, the violet hydrate 
forms octahedral crystals belonging to the cubic system. A. Schrotter gave 
1-696 for the sp. gr. at 22°; and P. A. Favre and C. A. Valson, 1-867 at 15°. 
HK. Moles and M. Crespi found the sp. gr. of [Cr(H,0)¢]5(SO,)3.5H,0 to be 1-840 at 
25°/4°, and the mol. vol. 375 to 379; and of [Cr(H,0)¢]o(SO,4)3.2H,O, 1-976 for 
the sp. gr. at 25°/4°, and 326 for the mol. vol. A. Schrétter observed that the 
violet salt is freely soluble in water ; the percentage solubility is 54:65 per cent., 
but by analogy with violet hydrated chromic chloride, the solubility must depend 
on the equilibrium: violet sulphate—green sulphate. F. Krauss and co-workers 
observed that the dehydration curve showed breaks corresponding with 18-, 9-, 
3-, and 0-hydrates. EH. N. Gapon discussed some relationships of the m.p. 
P. A. Favre and C. A. Valson gave —3-255 Cals. for the heat of soln. per mol of 
Cro(SO,)3.15H,O ; and A. Recoura, —6-2 Cals. for a mol of Cro(SO,4)3.16H,0. 
The difference in the results may be due to differences in the proportions of the 
green and violet hydrates formed in different methods of preparation, etc. 
A. Sénéchal’s results are in agreement with those of A. Recoura, for he found for 
the heat of soln. at 14° of the tetradecahydrate, —10-10 Cals.; for the penta- 
decahydrate, 8-3 Cals. ; for the hexadecahydrate, —7-49 Cals. ; and for the hepta- 
decahydrate, 6-35 Cals. T. Dreisch studied the ultra-red absorption spectrum of 
soln. of chromic sulphate. EH. Feytis said that there is no difference between the 
magnetic susceptibilities of the different hydrates, for the coeff. of magnetization 
are in all cases round about 1400106. G. Jager and 8. Meyer gave 3110-6 
mass units for the magnetic susceptibility of the soln. at 18°; and O. Liebknecht 
and A. P. Wills, 15x10~6 mass units at the same temp. V. N. Ipatieff and 
B. A. Mouromtseff found that soln. of chromic chloride are reduced by hydrogen 
under a press. of 200 atm. A. Mailfert studied the action of ozone. K.H. Butler 
and D. McIntosh found that the sulphate is insoluble in liquid chlorine and has no 
effect on the b.p. of the liquid. The violet crystals, said M. Traube, can be boiled 
with alcohol at 80° without passing into the green salt; on the other hand, 
A. Schroétter said that if a layer of alcohol be poured over the violet soln. contained 
in a narrow glass vessel, so as not to mix the liquids, the aq. soln. acquires a green 
colour starting from above and working downwards. This is attributed to the 
alcohol attracting or withdrawing water from the violet salt so as to form the green 
salt. According to A. Etard, cold monohydrated nitric acid, sulphuric acid, and 
phosphorus trichloride abstract water from the violet solid or soln. forming the 
green salt. The actual cause of the colour change is not certain. K.Schorlemmer 
investigated the oxidation of chromic salts to chromates by hydrogen dioxide. 
A. Violi found that molten sulphur converts the sulphate into chromic sulphide 
and sulphur dioxide. According to A. Recoura, complexes in which acetic 
anhydride replaces some of the water of hydrated salts are called acetylated salts ; 
such an association, Crg(SO,4)3.4H,0.4(C2H3;0).0, is formed by the slow action of 
finely powdered hydrated chromic sulphate on acetic anhydride. 

According to A. Recoura, the green hydrate, which he regarded as the hena- 
hydrate, Cro(SO4)3.11H,0, is obtained by reducing chromic acid in the presence of 
sulphuric acid, say, by pouring 40 c.c. of conc. sulphuric acid, and 35 c.c. of 95 per 
cent. alcohol into a mush of 50 grms. of chromium trioxide and 13 grms. of water. 
The product is dried in vacuo. A. Recoura obtained what he regarded as the 
— octohydrate, Cro(SO4)3.8H,0, by heating the violet sulphate to 100°. A. Htard, 
and A. Colson said that the product is a hexahydrate, and G. N. Wyrouboff, a penta- 
hydrate. According to A. Sénéchal, the air-dried violet hydrate, Cr.(SO,4)3.14H,0, 
begins to turn green in vacuo at 30°, and in air at 55° with the simultaneous loss of 
water. If the product be dissolved in water, and the violet sulphate crystallized 
out by cooling the soln. with ice-water, there remains, on evaporating the soln. to 


dryness, hexahydrated Cr (SO,4)3.6H,O, or [Cro(SO4)3(H,0),]. This loses water at 
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80°, forming the trihydrate, Cr(SO,4)3.8H,O, or [Cro(SO4)3(H_0)3], and at the same 
time its solubility is reduced. The trihydrate loses water at 150°, forming a greyish- 
green and then a greyish-red product which is insoluble in water, and loses all its 
water at 400°. The mol. vols. of the sulphates with 3 to 14 mols. of water are 
additive ; but not so with those containing less water. E. Moles and M. Crespi 
gave 2-429 for the sp. gr. of Cro(SO4.H,0)3 at 25°/4°, and 145 for the mol. vol. They 
also found that it lost 3-01 mols. of water at 350°. F. Krauss and co-workers 
showed that the dehydration curve of the green hydrate is the dodecahydrate, 
Cro(SO4)3.12H,O, and when heated, 2 mols. of water behave like zeolitic water ; 
then the hexahydrate, Crp(SO4)3.6H,O, is formed ; and finally, at about 400°, the 
anhydrous green chromate is formed. All the water in the green, amorphous 
pentadecahydrate, Cra(SO4)3.15H,0, is zeolitic, and is all lost at 400° and 100 mm. 
Barium chloride precipitates all the SO, from a cold soln. of the violet sulphate, 
but not completely from a warm soln.; the green soln. of the dodecahydrate gives 
up most of the SO, to barium chloride, and all is given up at 100°. The cold soln. 
of the green, amorphous pentadecahydrate gives no precipitate with barium 
chloride, but if the soln. be aged, or boiled for some time, sulphate is precipitated. 

According to A. Recoura, the hygroscopic green sulphate is stable, but the 
green aq. soln. gradually becomes violet. A freshly prepared soln. is precipitated 
neither by a barium salt nor by sodium hydrophosphate so that it behaves neither 
like a sulphate nor like a chromium salt. Alkali hydroxides precipitate from the 
soln. a basic salt with only two sulphate-radicles, namely, Cr,0(SO4)o; and the 
heat of formation is Or, Osaq,-+2H_804—Cr,03.280saq. ; and Cre0(SO4)2aq.+HeSO4 
—=—0-2 Cal. The heat of transformation from the dissolved violet to the green 
salt is —23-15 Cals., showing that the stable form is the violet salt. The isomerism 
between the green and violet sulphates is analogous to that between the green and 
violet chlorides or bromides. According to H. G. Denham, the green sulphate has 
twice the mol. wt. of the violet salt, and its formula is ‘taken to be [Cr4(SO4)4|(SOx)o. 
It is strongly hydrolyzed in aq. soln. forming, in conc. soln., [Cr4(SOq)q](SOx) (OH), 
and in dil. soln., [Cr4(SO4)4](OH),. The transformation from the violet to the green 
sulphate is represented : 2Cro(SO4)s=[Crg(SOx)4](SOq)2. 

The basic or modified sulphate is a different case. sks soln. is obtained from the 
violet salt when heated, but it has not been obtained in the crystalline state—it 

furnishes a viscid syrup. The modified soln. is obtained by heating the violet soln. 
for a long time at 100°, and then cooling it rapidly. In the modified sulphate one- 
third of the sulphate can be precipitated by barium chloride. Itis thought to bea 
complex base, [CrzO(SO4)4|(OH)g. A. Colson said that by heating a soln. of the violet 
salt, Cro(SO,)3, itis transformed into a pentasulphate, HSO,(CrSO,),—-O-(CrSO4)>o.0H, 
in which four of the SO,-radicles are masked ; if the boiling be continued a furthes 
hydrolysis occurs, and SO,Cr.0.0.Cr(SO,4)2.0. CrS80, i is formed. 

A. Colson said that there are three types of the green sulphate. These differ 
in their behaviour towards soln. of barium chloride, in their heats of formation, and 
in their sp. gr. The first type has all three SO4-radicles completely masked, meaning 
that a soln. of a salt gives no precipitate with barium chloride. It is formed by the 
action of sulphur dioxide on a 5 per cent. soln. of chromic acid cooled by a freezing 
mixture; and also by evaporating a soln. of the green salt in sulphuric acid, 
extracting the unchanged violet salt by alcohol at 75°, and evaporating the liquid 
in vacuo. The green, hygroscopic, transparent plates, Cro(SO4)3.6H,0, are soluble 
in alcohol at 75° but insoluble at 92°; the heat of formation is 33 cals.; and 
when the soln. has stood for about 3 days, it passes into a soln. of the second type 
in which two of the three SO,-radicles are masked, meaning that barium chloride 


precipitates from the aq. soln. only one-third of the contained sulphate. B. Cabrera — 


and 8. P. de Rubies found that the electrical conductivity and unmasking of the 


SO,-radicles of a soln. of the salt increase in a parallel way on keeping ; no appreci- 


able change in magnetic susceptibility occurs. The evaporation of the aged soln. 
in vacuo gives a salt, Cr(SO,)3.8H,O, resembling that with three masked SQ,- 
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radicles. It loses water over phosphorus pentoxide in vacuo, and then consists of 
Cro(SO4)3.74H,O. Its heat of formation is 36-6 Cals. An isomeric form with two 

masked SQ,-radicles is said to be obtained by heating the violet sulphate to 90° 
and keeping the residue in water for 3 or 4 days below 5°. The two forms are said 

to differ in their heats of reaction with barium chloride, and in the electrical con- 

ductivity of theirsoln. In the third type one only of the three SO,-radicles is masked, 

for, when the aq. soln. is treated with barium chloride, two-thirds of the contained | 
sulphate is precipitated. This salt, Cro(SO4)3.74H,O, is prepared by the long- 

continued action of water on either of the two former types; or by precipitating 
hydrated chromic oxide from either soln., dissolving the product in sulphuric acid, 

and evaporating the soln. in vacuo. The heat of formation is 43-5 Cals. 

It will be observed that the second and third types are formed by the pro- 
gressive hydrolysis of the first type, and that there is simultaneously a change in 
the sp. gr., f.p., conductivity, and other properties of the soln. It is therefore 
assumed that the first type is to be regarded as Cro(SO4)3.nH,0, or [Cro(SO4)3].nH,0 ; 
the second, as Cre(SO4)3(H20).nH,0, or [Cro(H,0)(SO4)2|SO4.nH,0 ; and the third, 
as Cro(SO4)3(H,0)o.nH,0, or [Cro(H,0) 804 |(SO4)o.nH,O ; while the violet sulphate 
which has no masked SOg-radicles is considered to be Crg(SO4)3(H20)3.nH,0, or 
[Cro(H.0)3|(SO4)3.nH,O. Hach mol. of constitutional water is said to unmask one 
SO,-radicle. According to the co-ordination theory, these four sulphates can be 
represented : ; 


[Cro(H20)2)(SO4)3  [Cre(H20)19(SO4) (SOx) [Cre(H20) (SO4)2ISO, [Cra(H,0)¢(SO,)s] 


390,-masked. 350,-masked. All SO,-masked. 
———_—— vo ee 
Violet sulphate. Green sulphate. 


It is of course possible that intermediate products are formed. A. Colson 
supposed that a cold soln. of chromic sulphate is an equilibrium mixture of the 
violet sulphate and three green sulphates: Cro(SO4)3.6H,O, Cro(SO4)o(OH)(HS0,), 
and Cro(SO4)(OH)2(HSO4)>. Whatever be the nature of the complex salts existing 
in soln., a state of equilibrium is ultimately attained and this is dependent on the 
concentration and temp. of the liquid. T. W. Richards and F. Bonnet showed 
that the reactions which occur are reversible, for if 0:25N-soln. of the green and 
violet salts are kept for a month at 30°, the amount of acid present, as indicated 
by the effect of the soln. on the inversion of cane-sugar, is the same in both cases, 
and approximates 0:043N. At 50°, the acid so produced approximates to about 
0-10N, and at 100°, to 0-13N. This shows that the hydrolytic equilibrium varies 
with the temp. The kinetics of the reactions have not been closely investigated, 
but some observations by A. Colson showed that the reactions are very slow at 
ordinary temp. ; they are faster with warmer soln., and at 100°, the transformation 
into the modified salt occupies a few minutes. A. Kling and co-workers measured 
the variation with time of the amount of sulphuric acid in the soln. precipitable by 
benzidine hydrochloride, the lowering of the f.p. and the electrical conductivity 
of 0-5N-green Cro(SO,)4. It was found that during the first twenty-four hours 
after the preparation of the soln. no sulphate precipitate is obtainable, but after 
that time the amount increases at first rapidly, and then gradually with passage 
of time. The mol. lowering of the f.p. and the electrical conductivity at first increase 
rapidly, even before the presence of the SO,4”-ion can be detected, and then attain a 
value which remains almost constant during the rest of the experiment. The 
green soln. of chromium sulphate tend towards a state of equilibrium, which is a 
function of the temp. and conc., and is the state towards which the violet soln. of 
the same conc. gradually pass. The properties of the chromium sulphate liquors 
with respect to their masked sulphate groups were studied by W. Schindler and 
K. Klanfer, E. Stiasny and co-workers, R. Reinicke, H. B. Merrill and co-workers, 
and G. Grasser. 

By cooling conc. soln. of the violet salt crystals of that salt can be readily 
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obtained, but with soln. of the green salt, or of the so-called modified salt, only 
gummy or glassy masses are obtained. A. W. F. Sprung found the sp. gr. of a 24 per 
cent. soln. of the violet salt to be 1-1619, when that of the modified salt is 1-1486 ; 
and P. A. Favre and C. A. Valson gave 1°0600 for a N-soln. of the violet salt at 15° ; 
and 1:0556 with the modified salt at 14-9°. G. T. Gerlach found the sp. gr. of 
green soln. to be greater than those of violet soln.; and he gave for the sp. gr. at 
15°/15° of violet soln. with the following percentage proportions of Cro(SO,)s : 


Cr,(S0,),. 1. 8701 apa OR 10196 16-44 21:92 27-40 38:36 43-84 
Sp. on, {Green 1:0275 1:0560 11150 11785 11-2480 11-3250 — oe 
P- 8t { Violet —  1:0510 1:1070  1:1680 1-2340 11-3055 11-4650 15530 


According to A. Colson, an expansion occurs when a soln. of the violet salt passes 
into a soln. of the modified salt, and conversely the sp. gr. of a soln. of the green 


salt is intermediate between those of a soln. of the violet and of the modified salt. — 


M. A. Graham found for the sp. gr. of soln. containing the following proportions 
of Cro(SOq)3 per litre : | 


CrasOs)oi% odd olive 10° 20° 30° 40° 50° 
40:14. . 10394 —-:1-0891 1:0369 1-0342 1-0292 1-0242 
63-39. . 10617 1-0602 1-0585 1-0585 1-0512 1-0462 
Ba 7 egies os 1-0763 1:0763 1-0680 1-0628 
126-30. Pi a8 1-1160 1-1160 1:1062 11-1002 


The soln. develop a green colour at 40° and 50° so that the solute is doubtless a 
mixture of the green and violet salts. A. W. F. Sprung found that the viscosity 
of the violet soln. is much greater than is the case with eq. soln. of the modified 
salt; M. A. Graham obtained the following values for the viscosities of soln. con- 
taining the indicated number of grams of Cro(SOx4)s per litre : 


Or. (SOQ MAHA Alege 20° 25° 30° 40° 50° 
19-64. . 0-01577 001198  0:01062  0:00955 0-00776  0-00640 
40:10 s\.4.4 ea 001200 0-01065 0:00953  0-00774 —-0-00643 
63-39. . 0:01815 0-01355  0:01202 0-01076  0:00874 0-00787 
83-77. . 0:02028 001539 0-01396  0-01206  0:06975 —0-00795 
126-30 . . +0:02705 0:02072 001827 ~—-0-01621 ~=—-:0:01301 ~—- 001041 


The same remarks apply to these results as to those given with respect to the sp. gr. 
at 40° and 50°. G. D. van Cleeff observed that in the dialysis of soln. of the salt 
the dialyzed part contains more acid than the part which remains; this was con- 
firmed by M. D. Dougal, and T. W. Richards and F. Bonnet found that when a 
violet soln. of chromium sulphate is subjected to dialysis, the ratio Cr/SO, of the 
salt that has diffused and the salt that has remained in the dialyzer is the 
same in both. When, however, a green soln. of chromium is similarly treated, 
the ratio Cr/SO, diminishes in the diffused portion and increases in the dialyzer— 


an observation in favour of the view that the change from violet to green involves — 


a hydrolysis with formation of free acid and a soluble basic salt. 

The lowerings of the f.p. of violet soln. of the sulphate have been measured by 
A. Colson, H. G. Denham, and H. C. Jones and E. Mackay. The last-named found 
that for soln. with 0-025, 0-050, 0-10, and 0-250 mol per litre, the f.p. was —0-121°, 
—0-230°, —0-417°, and —1:029°. The results indicate that for the most dil. soln., 
five ions per mol. are formed. For 0-083N-soln. of the modified sulphate, H. G. Den- 
ham gave —0-420° for the f.p. of the modified soln., and A. Colson, for very rapidly 
cooled modified 0°1N- and 0-2N-soln., respectively —0°45° and —0°85°. H. G. Den- 
ham also measured the f.p. of sulphuric acid soln. The results show that the f.p. 
of the modified soln. is less than that of the violet soln., and if the hydrolysis of 
the salt is hindered by the presence of sulphuric acid, the apparent mol. wt. of the 
modified sulphate is greater than that of the violet salt. T. W. Richards and 
F. Bonnet, and M. A. Graham examined the f.p. of mixed soln. of chromium sulphate 
and cane-sugar. H. G. Denham observed that the f.p. of soln. of ,|N-soln. of 
violet and modified sulphate sat. with hydrated chromic oxide are respectively 


a 


a Pru eh, 
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—0-335° and —0:268°. The results are taken to show the existence of a complex 
Cr,-cation is formed, but migration experiments do not agree with the view that the 
complexity is due to the presence of such a complex... A. Colson found that soln. 
freshly prepared in the cold from the solid green sulphate show a small depression 
of the f.p. which rapidly rises until a value corresponding with that required for the 
violet soln. is attained. K. Flick studied the thermal decomposition of solid 
chromic sulphate. 

According to A. Recoura, the heat of transformation of a mol of the dissolved 
green sulphate into the modified sulphate is 4-2 Cals., and into the violet sulphate, 
23°15 Cals., so that the heat of transformation of a mol of the modified to the 
violet sulphate in soln., is 18-95 Cals. per mol. When a mol of dissolved sodium 
hydroxide is added to a mol of chromic sulphate in 12 litres of a modified soln., 15°61 
Cals. are developed, while the addition of more sodium hydroxide develops only a little 
more heat; a mol of sodium hydroxide neutralizes only one-sixth of the sulphuric 
acid, and }H,SO, in 12 litres of soln. with a mol of NaOH in 2 litres develops 15-63 
Cals., it follows that about one-sixth the sulphuric acid was present in the soln. 
as free acid. A. Colson came to the same conclusion because he found that a mol 
of Cr2(SO4)3 in modified soln. with 4Ba(OH), develops 18°7 Cals., while 4H,SO, 
+4Ba(OH), develops 18°5 Cals. A mol of chromic sulphate in a green soln. with 
no precipitable SO,, with 6 mols of potassium hydroxide develops 61°05 Cals., so 
that the heat of neutralization of the precipitated hydroxide with 3H,SO, is 33°12 
Cals.; a similar soln. with one-third precipitable SO, develops with 6KOH, 57-6 
Cals., and the heat of neutralization of the precipitated hydroxide with sulphuric 
acid is 36-6 Cals. Likewise with a mol of chromic sulphate with two-thirds pre- 
cipitable SO, and 6KOH develops 43°5 Cals. With the violet soln. where all the 
SO, is precipitable, each SO, develops 6-65 Cals., for H,SO,+BaCl,=BaSO, 
+2HC1+9°5 Cals. Otherwise expressed, with a mol of Cro(SO,)3 in modified soln., 
the addition of $ a mol of BaCl, develops 7-20 Cals. per mol of BaCly, and with another 
4 mol of BaCl,, 7:06 Cals. per mol of BaCl, ; and with yet another 4 mol of BaClg, 
0-15 Cal. Accordingly, only one-third of the total sulphate reacts with barium 
chloride. Using a mol of Cr2(SO,)3 in an aged green soln., the addition of one mol 
of BaC], develops 7:1 Cals. ; 2 mols, 14-1 Cals. ; and 3 mols, 14:7 Cals. This shows 
that two-thirds of the total SO, is precipitated. According to A. Kling and co- 
workers, a fresh soln. of a mol of chromic sulphate, in ice-cold water, exhibits no 
thermal change. | 

L. R. Ingersoll found for Verdet’s constant for the electro-magnetic rotatory 
power for light of wave-length 0-8, 1-0, and 1-254, respectively 0-0067, 0-0045, 
and 0-0028 for soln. of chromic sulphate of sp. gr. 1:140. The absorption spectra 
of violet and green soln. of chromic sulphate were examined by. D. Brewster, 
H. F. Talbot, W. N. Hartley, J. M. Hiebendaal, O. Knoblauch, W. Bohlendorff, 
A. Etard, G. Massol and A. Faucon, Y. Shibata and H. M. Vernon. H. C. Jones, 
and W. W. Strong found that with soln. of the violet sulphate at 5°, the three 
characteristic chromium bands appear—viz., the ultra-violet band extending to 
A=2800; the bluish-violet band from A—4100 to 4450; and the yellowish-green 
band from A=5500 to A=6200. The bands at A=6800 are very faint. The absorp- 
tion in the visible spectrum is very strong. At 82°, the ultra-violet band extends 
to A=2900, the bluish-violet band from A=4100 to 4550, and the yellowish-green 
band from A=5500 to 6300. The effect of a rise of temp. is therefore very small, 
usually involving a shifting of the long wave-length edges of all three bands towards 
the red. M. A. Graham found that the ultra-violet absorption spectra of green and 
violet soln. indicate that the change in colour which occurs is not due to simple 
hydrolysis, but is the result of a process involving both hydrolysis and a change 
in structure. T. Svensson found that the electrical conductivity of soln. of chromic 
sulphate slowly decreases in light. 

The mol. electrical conductivity of the violet soln. has been determined by 
P. Walden, W. R. Whitney, A. Gubser, M. A. Graham, A. Colson, and H. C. Jones 
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and EK. Mackay. L.G. Winston and H.C. Jones observed for violet soln., the mol. 
conductivity, » mhos, for soln. of a mol of the salt in v litres, and a, the percentage 
ionization, 


v 4 8 32 128 512 | 1024 4096 
0° 61:8 82:7 128-2 180-0 229°] 256 335°5 
12-5° 83:5 110-1 168°8 240-0 311-6 351-2 474. 
pe ) 25° 106-0 138°6 210-0 301°5 400:5 489 636 
35° we ie 160-9 245:°3 360°5 502-0 598 859 
0° : 18:4 24-7 38-2 53:6 68:3 76-2 100-0 
a 125 d 16°6 21:7 33:0 47-4. 62:8 76°8 100-0 
35° : 14-4 18-7 28°5 41:9 58:5 69-5 100-0 


K. J. Schaefer and H. C. Jones made observations at higher temp., but the results 
are affected by the change from the violet to the green sulphate between 40° and 
50°. H. H. Hosford and H. C. Jones gave for a modified green soln. : 


V9 oH 8 32 128 512 2048 
128-2 183-5 302-0 433-9 673°3 961-1 
pe 160-0 227°8 3544 522-7 811-1 1207°8 
189-6 262:9 417-4 606-0 977-3 1534-7 


M. A. Graham gave for violet and the modified green soln. : 


v ; ’ 16 32 64 128 256 512 1024 
violet 0° 85:37 100-0 Bea 139-2 166-6 194-2 232-2 

H{ 25° 151-5 177-1 211°8 255-0 310-2 379-5 476-9 
‘green 0° 168-1 187-7 211-2 233-2 255-2 +; 270°8 282-1 

HY 25° 245-7 285°2 336°5 390°4 450-7 515-0 568°5 


W. R. Whitney observed that the modified green soln. has a higher conductivity 
than the violet, thus, ;,N-Cro(SO,)g has a sp. conductivity 0-001489 in the violet 
state at 25° and 0:001927 in the modified green state. He also found that the con- 
ductivity with the addition of increasing proportions of sodium or barium hydroxide 
decreases to a minimum and thereafter increases. With a 3,N-soln., at 25°, the 
minimum is reached when the added sodium hydroxide is eq. to 1th of the total 
sulphate present, or when the added barium hydroxide is eq. to Gnethitd the total 
sulphuric acid. Hence, it is assumed that one-sixth of the sulphate in the green 
soln. is present as free sulphuric acid, and one-third as SO,’’-ions. This is in agree- 
ment with A. Recoura’s assumption that the formation of the green soln. is attended 
by the formation of the salt [Cr,0(SO,4)4|SO,. A. W. Thomas and M. E. Baldwin 
studied the H’-ion conc. of soln. of chromic sulphate. During the passage of an 
electric current through a soln. of the violet sulphate, chromium passes to the 
cathode; but in a soln. of the modified salt, the hydrogen ions migrate to the 
cathode much more quickly. T. W. Richards and F. Bonnet, and H. G. Denham 
found that no chromium goes to the anode in a modified green soln. so that no 
complex acid-ions are formed.. The basic complex in the modified soln. seems to 
carry only one positive charge and has a transport number of 41 when that of SO,” 
is 70. F.C. Thompson and W. R. Atkin suggested that the active agent in tanning 
with chromic sulphate soln. is a negatively charged chromium complex, but 
F. L. 8. Jones found that electrophoresis experiments on normal and basic soln. 
of chromic chloride and sulphate and of chrome-alum showed that anodic migration 
of chromium occurs only in basic sulphate soln., and therefore no such negative 
complex can exist in soln. of the chloride or of chrome alum. The subject was 
studied by H. B. Merrill and J. G. Niedercorn. P. Philipp found the magnetic 
susceptibility ranged from 31-93<10~6 mass units for soln. of sp. gr. 13453 to 
33:04 x 10~6 mass units for soln. of sp. gr. 1:03086. T. Ishiwara, and K. Honda 
and T. Ishiwara gave for the anhydrous salt 13:3x1076 at 15- 7°, and: 9:7 1G 
mass units at 300°; and for the enneahydrate, 4:5 x 1076 mass units at 16-9°, and — 
T-4X 1076 at 434-8°, | 

According to F. P. Venable and F. W. Miller both the violet and the green, 
modified soln. are acid towards indicators owing to the hydrolysis. A. Recoura — 
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observed that distilling the aq. soln. furnishes an acidic distillate, while the dried 
salt does not lose acid at 100°. M. Kriiger also found that alcohol poured over the 
green soln. takes up acid. F. P. Venable and F. W. Miller observed that eq. 
violet and green soln. required nearly the same amount of ;,N-NH,OH to produce 
the first appearance of a permanent precipitate. Their conclusion was that the two 
soln. must therefore contain nearly the same proportion of acid, but as W. R. Whit- 
ney pointed out, the conclusion is wrong because alkali and ammonium hydroxides 
or carbonate turn the violet soln. green, and this change in colour precedes the 
formation of the permanent precipitate. ©. R. C. Tichborne observed that if a 
soln. of chromic sulphate be heated to 177° under press. for 2 to 3 hrs., a precipitate 
of a basic sulphate is formed. G. Powarnin found that in dil. soln., chromium 
sulphate is more strongly hydrolyzed than aluminium sulphate; and that the 
hydrolysis is decreased in the presence of SO,’’-ions or Cl’-ions, and also by alcohol 
and formaldehyde. Many others have observed the hydrolysis of soln. of 
chromic sulphate. H.G. Denham measured the e.m.f., #, (H zero) of the cell 
Ho | Cre(SO4)3yiotet, NH,NOs | calomel electrode, and calculated the H’-ion conc., [H’], 
and the percentage hydrolysis, 7, as well as the ionization constant, K, where 
A, =[Cr(SO,)(OH)][H /[Cr(SO,)'], obtained from the hydrolytic reactions: 
Cro(SO,)3-+2H,0=2Cr(S0,)OH+H.80,, or  Cr(SO,4)'+H,O=Cr(SO,)(OH)+H’, 
for soln. of a mol of Cro(SO,4)3 in v litres, at 25°, 


v : A : 6 8 16 32 64 128 
orks ! . —0°1417 —0:1444 —0-1533 —0-1604 —0-1713 —0-1653 
EE 10% : 0:396 0:357 0-252 0-191 0°125 0-158 
Xx : : : 119 1-42 2°02 3°05 4-00 10-10 
Hee LOS : 0-24 0-26 0-26 0°30 0:26 0-88 


The great increase in the ionization constant with high dilution is taken to mean 
that another stage in the progressive hydrolysis occurs, namely, Crg(SO,4)""’+4H,0 
=Cr_(SO,)(OH),+4H’, for which he found that K,—[H'}4[Cr.(80,)(OH),4]- 
[Cra(SO,)"""], or K,=0:129x10—-14. H. M. Vernon estimated the degree of 
ionization from the colour. M. A. Graham calculated from the conductivity of 
the violet soln. that the percentage hydrolysis is : , 

v : . 32 64 128 256 512 1024 

x : : 1-78 3°19 4°76 8:08 16°24 33°98 
At 0°, the violet soln. is only slightly hydrolyzed. The hydrolysis calculated from 
the effect on the velocity of inversion of cane sugar shows that the change from 
violet to green is much more rapid than the reverse process. A. Recoura found 
from the thermal data that in the modified green ;4N-soln., about one-sixth of the 
total sulphuric acid is free ; and W. R. Whitney observed the effect of soln. of chro- 
mic sulphate on the hydrolysis of methyl acetate, and concluded that the green 
soln. possesses a hydrolyzing power equal to that of a mixture of one-sixth the 
eq. of free acid, with the corresponding amounts of the violet salt. The eftects 
on the rate of inversion of cane sugar were too complex to enable a calculation to 
be made of the degree of hydrolysis of the soln. H. G. Denham calculated data 
for green modified soln. as in the case above cited for violet soln. and found 


Da : 6 8 16 32 64 128 

EH . —0°0528 —0-0589 —0-0740  —0-0871  —0-0968 —0-1095 
[H°] : 0:1236 0-1005 0:05572 0:03342 0:02286 0:01393 
aae : 37-1 40-2 44-6 53:4 72°9 88°8 

K, ; 0-18 0-21 0:23 — we a 


The value of x is calculated on the assumption that the reaction is [Cr4(804)4|(SOx)2 
+4H,0=2H.80,4+[Cry(SO4)4](OH),; and K, is calculated for the formation 
of [Cr4(SO,)4](SO4)(OH),. As in the case of the violet soln., M. A. Graham calcu- 
lated for the hydrolysis of the green modified soln., by the conductivity method, 


v : i TALG 32 64 128 256 512 1024 
x : eT sO2 22°04 27°68 33°42 40-74 51-10 60-49 
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In both cases M. A. Graham’s results are lower than those of H. G. Denham. The 
hydrolyses calculated from the effect on the inversion of cane sugar for soln. with 
v=5 and 10, are respectively 8-39 and 6-84 per cent., but the results are not so 
trustworthy. H. T. 8. Britton calculated that 
a violet 0-0050M-soln. of chromic sulphate was 
hydrolyzed to the extent of 2°16 per cent., and 
a green 0:0067M-soln., 28:7 per cent. The 
electrometric titration curve is shown in Fig. 79. 
W. J. Chater and J. S. Mudd found a change in 
the py value at 2-3 and basicity 124. T. Svensson 
observed that a cell of chromic sulphate soln. 
gives an increased e.m.f. when illuminated. The 
| | change owing to the presence of neutral salt is 
dependent on the basicity. The difference in 
tin # me ‘a wi Na fyi a acidity caused by the neutral salt is a minimum 
Pee) Oe the wiser eee at basicity 124. N. Demassieux and J. Hey- 
ination Curves of Chromic Sul. ZOVSky obtained analogous polarization curves 
phate Solutions. - with chromic sulphates as were obtained with 
the chlorides (q.v.). 

The penetration of gelatin jelly by chromium sulphate soln. is greater the greater 
the acidity. From his observations of the physical properties of the soln., and on 
those of T. W. Richards and F. Bonnet, H. G. Denham inferred that when the 
violet soln. is heated, the salt undergoes hydrolysis in the ordinary way; it is 
assumed that two mols. of the salt unite to form a complex: 2Cro(SO4)s 
=[Cr4(SO,4)4|(SO4)2, and that the complex then hydrolyzes: [Cr4(SO4)4|(SO«)o 
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+2H,0=[Cry(SO4)4|S0,(OH),+ HSO,4 with up to 7,M-soln., and on further dilu- © 


tion: [Cr4(SO4)4 |(SO4)2+4H,0=2H,SO,-+[ Cry(SO,)4(OH), |. D. M. Yost studied 
the rate of oxidation of soln. of chromic sulphate by potassium persulphate (q.v.). 
F. Hans found that chromic salts and silver salts (if soluble enough) react in accord 
with Cr,03+-3Ag,0=2CrO,+6Ag. J. Poizat studied the action of chromic sulphate 
on the decomposition of hydrogen dioxide. W. R. Hodgkinson and C. C. Trench 
observed that chromium sulphate is reduced to a mixture of oxide and sulphide 
when heated in ammonia. fF. Feigl found that a boiling soln. of chromic sulphate 
in alkali-lye is oxidized to chromate by charcoal (with oxygen in the pores) ; and 
G. Fuseya and co-workers discussed the formation of complex cations with chromic 
sulphate and glycine. W. Manchot and co-workers showed that soln. with 22-356 
and 44-712 grms. Cro(SO,4)3 per 100 c.c. dissolve respectively 31-8 and 18-2 c.c. of 
nitrous oxide per 100 c.c. of soln., and respectively 56-7 and 32-4 c.c. of acetylene. 

L. N. Vauquelin, J. J. Berzelius, A. Schrotter, M. Siewert, H. Schiff, R. Bunsen, 
and CO. R. C. Tichborne obtained precipitates of basic salts by the action of water 
on soln. of chromic hydroxide in sulphuric acid. In some cases the composition 
_ of the product approximated to 3Cr203.280, ; H. Schiff obtained one approximating 
3Cr203.4803.12H,0 ; and M. Siewert, precipitates approximating to 5Crg03.8503, 
and to 5Cr203.12803. There is nothing to show that these products are anything 
more than arbitrary stages in the progressive hydrolysis of chromic sulphate. 
H. Schiff also obtained chromic dioxysulphate, Cr20.804.nH,O, by dissolving a 
precipitated basic salt in dil. hydrochloric acid, and after diluting the soln., boiling 
it for some hours. A. Werner regarded it as chromic dihydroxytetraquosulphate. 
[Cr(OH)o(H,0)4],80,4, and obtained it by adding 10 grms. of pyridine to a soln. 
of 20 grms. of chrome-alum and 30 grms. of sodium sulphate in 300 grms. of water. 
The pale green, silky needles are but slightly soluble in water, and with organic 
and mineral acids form hexaquo-salts of the type [Cr(H,0O),|X3. O. Grimm’s 
observations on the chlorides are also applicable here. | 

_A. Schrotter found that when dil. sulphuric acid sat. with hydrated chromic 
oxide is boiled for a long time and concentrated it furnishes a green soln. which is 
acidic to test-paper, and leaves on drying a green, amorphous mass from which 
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the whole of the sulphate is expelled by ignition. H. Schiff added that at 100°, 
four mols. of water are given off and at a higher temp., one mol. A. Schrétter gave 
the formula of the compound dried at 50° to 60°, 2Cr(OH)S0,4.4H,O, but H. Schiff, 
inagreement with H. Lowel, gave Cr.(OH),SO,.4H,0, chromic tetrahydroxysulphate. 
A. Schrotter found that a soln. of the salt appears ruby-red viewed by transmitted 
sunlight, or candle-light ; and H. F. Talbot added that if the soln. which appears 
green by day-light, and red by candle-light be introduced into a prism with a 
refracting angle of 5° or 10°, and then placed between the eye and the candle-flame, 
red and blue images of the candle appear, and the rest of the visible spectrum is 
absorbed so that a kind of double refraction is produced. If the soln. be placed 
in a bottle and viewed by transmitted light, the two images overlap, the green 
predominates by daylight, and the red, by candle-light. A conc. soln. of the 
sulphate is rendered turbid by the addition of water, depositing the more basic 
3: 2-sulphate, and becoming paler in proportion to the amount of water added. 
On evaporation, however, the precipitate redissolves—when the dil. soln. filtered 
from the precipitate is heated, it deposits more of the 3: 2-sulphate, which again 
disappears on boiling. A soln. of sp. gr. 1-219 and upwards deposits nothing when 
heated ; a soln. of sp. gr. 1-166 becomes turbid at 57°; a soln. of sp. gr. 1-037—1-031, 
at 64°; one of sp. gr. 1:002, at 45°; and one of sp. gr. 1-001, at 55°; while still 
more dil. soln. remain clear when boiled. According to H. Lowel, if the green 
soln. be treated with as much acid as it already contains, ammonia then produces a 
dark green precipitate which is only slightly soluble in ammonia. M. Siewert 
found that when soln. of the violet salt is boiled with an excess of hydrated chromic 
oxide, and the green soln. evaporated almost to the point of solidification, it becomes 
turbid when water is added, but clarifies again on evaporation. Absolute alcohol 
precipitates from the soln. a green syrup of the | : 2-sulphate, and it forms a clear 
soln. with water. The soln. does not become turbid when boiled, but gives the 
1 : 2-sulphate as a precipitate when alcohol is added. B. Cabrera and 8. P. de Rubies 
studied the magnetic qualities of green and violet chromic oxydisulphate, 
Cr,0(SO,)o.nH,O, and found that they change when the soln. is kept for some 
time. It is suggested that this is due to the changes: [Cr2(SO4)20 |->[Cre(SO0,4)0|SO, 
—>[Cr,0](SO4)2. According to L. and P. Wéhler and W. Pliiddemann, the oxydi- 
sulphate, obtained by heating the basic sulphate to 280° in a current of carbon 
_ dioxide, has a dissociation press. of 91 mm. at 340°, and 191 mm. at 372°; and 
the heat of dissociation is 21-97 Cals. Likewise, chromic trioxytrisulphate, 
Cr,03(SO4)3, obtained by heating the basic sulphate to 450° or 460° in a current 
of carbon dioxide, has a dissociation press. of 146 mm. at 640°, and 400 mm. at 660° ; 
the heat of dissociation is 61-62 Cals. 

According to A. Colson, chromic oxypentasulphate, Cr,0(SO,)5.nH,0, with 
two masked SO,-radicles is obtained by treating a cold soln. of 100 grms. of chrome- 
alum in 4 litres of water of ammonia; digesting an excess of the washed precipitate 
in sulphuric acid ; and evaporating the soln. in vacuo. Only three of the five sulphate 
radicles are precipitated from a soln. of the salt by barium chloride. The salt in 
alcoholic soln. has the same composition as the solid. If the soln. of this salt is 
slowly crystallized, by evaporation in dry air, it yields the oxypentasulphate, 
Cr,0(SO,);.12H,O, with three masked SO,-radicles. A. Colson said that when a 
soln. of the violet sulphate is heated, it forms the oxypentasulphate, 
HS0O,(CrSO,)o.0.(CrSO,)>.0.CrSO,, in which there are four masked SO,-radicles. 
If the soln. is boiled and suddenly cooled, it yields the sulphate with all its sulphate 
radicles masked. 

According to P. Nicolardot, when a violet soln. is boiled, and the resulting green 
liquor is heated with barium sulphate, part of the sulphuric acid is precipitated, 
and when the filtrate is allowed to evaporate spontaneously, there remains chromic 
oxypentasulphate, Cr 03.2580 3.7-5H,0, that is, CryO(SO,4);.15H,0, with all fwe 
SO,-radicles masked. This salt appears as a non-crystalline solid, readily soluble 
in water to form a green soln., but insoluble in alcohol or acetone, and precipitated 
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from aq. soln. by these liquids. Soln. of the salt do not yield precipitates with 
barium chloride or with sodium phosphate; it differs in this respect from the 
sulphate of sulphochromyl hydroxide described, but not isolated, by A. Recoura. 
According to A. Colson, the equilibrium indicated in the following equation, 
2Cr.(SO,4)3-+H,0O=H,80,+Cr,0(SO,4);, is only relatively stable, and the penta- 
sulphate, CrzO(SO,4)5, is acted on by boiling water with momentary production of 
a fresh quantity of acid, thus: Cr,O(SO4);+H,O0=Cr,02(SO4)4+H,SO,. This 
is proved by the repeated boiling of a 0-1N-soln. of the normal green sulphate, 
Cro(SO,)3.10H,O, cooling very rapidly, and then adding baryta-soln. The amount 
of heat developed in the reaction shows that each successive boiling after the first 
liberates sulphuric acid according to the second equation. 

C. F. Cross and A. F. Higgin obtained an acid salt approximating 
4Cr,03.6S03.7H,SO,, by heating chromic oxide with conc. sulphuric acid. The 
grey powder is insoluble in water, and is attacked with difficulty by alkali-lye. 
According to M. Traube, and A. Schrotter, a pale puce or grey powder is formed 
when a green mush of conc. sulphuric acid and a basic chromic sulphate or hydrated 
oxide is heated until sulphuric acid begins to volatilize: if a large proportion of 
sulphuric acid is employed, a green soln. is obtained, which when heated becomes 
colourless, and deposits the puce or grey powder. The productis washed with water 
and dried. A. Schrétter regarded it as the normal sulphate, but M. Traube, 
and M. Siewert showed that it is rather chromic dihydroheptasulphate, 
2Cr.(SO4)3-H.SO,. A. Etard supposed the compound to be constituted 
Cro(SO4)gCre.H 2804, or HSO,4.Cro(SO,4);Cro.HSO,; and G. N. Wyrouboff, 
[CreOs(SOo)404Cr203(SO2)302(OH)olg. M. Traube also obtained the same salt 
contaminated with some potassium salt by the action of conc. sulphuric acid 
on potassium dichromate and chrome-alum; and T. Klobb, by the action of 
the acid on the ammonium chromic sulphate. M. Traube said that the powder 
is sometimes so fine that it will pass through filter-paper; and will remain 
suspended in water a considerable time, but can be rapidly precipitated by the 
addition of various salts—e.g. ammonium carbonate, potassium sulphate, etc. 
The powder appears grey by daylight, and green by candle-light ; and A. Schrétter 
said that the powder may appear a very light red by diffused daylight; pale 
green by sunlight; and verdigris-green by candle-light. Every time it is heated, 
it appears puce-coloured. When heated to redness, it gives off all its sulphuric 
acid; and, according to M. Traube, a pyrophoric mixture of chromic sulphide and 
oxide may be formed. When heated in hydrogen it yields water, hydrogen sulphide, 
sulphur, and chromic oxide; while a current of hydrogen sulphide converts the 
heated salt into black chromic sulphide, with the formation of water, sulphur, 
and sulphur dioxide. It is insoluble in cold water, but when boiled for a long time 
with water, or when allowed to stand for a long time in contact with water, some of 


it passes into soln. It is insoluble in aq. ammonia and in strong mineral acids—e.g.. 


hydrochloric, sulphuric, and nitric acids, or in aqua regia. ‘The salt is readily 
decomposed by fused alkali hydroxide, or by a boiling soln. of the hydroxide or 
carbonate. 

R. F. Weinland and R. Krebs prepared chromic dihydrotetrasulphate, 
Cro(SO4)3.H,SO4.nH,0, by the action of an excess of conc. sulphuric acid on a 
soln. of chrome-alum. The hexadecahydrate separates in the violet form if the mixture 
is made with well-cooled liquids ; columnar crystals separate from a soln. of 100 
mols of sulphuric acid and one of chrome-alum when evaporated in vacuo, while 
if the mixture is made with warm soln., the green form is produced in acicular 
crystals. Only with the violet soln. is all the sulphuric acid precipitated by barium 
chloride. The salt loses no water if the salt be kept over sulphuric acid in vacuo. 
A soln. of a mol of the violet sulphate in 124-7 litres of water has a conductivity 
of 116, and this value does not change with time; on the other hand, a soln. of 
the green salt of nearly the same conc. has a conductivity of 76-5 which in 2 hrs. 
rises to 80:8, in 5 hrs. to 93:2, and in 24 hrs. to 101-8. It is therefore inferred that the 
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violet salt is to be formulated [Cro(H20),6](SO4)3(H,8O,), and that with the green 
salt, some sulphate is contained within the co-ordinated group. If the original 
components interact at —15°, long, tabular, violet crystals of the tetracosthydrate 
are formed, [Cro(H20)4¢6](SO4)3(HSO,).8H.0, or [Cr(H,0)< |(SO,(HSO,).4H,O. 
This salt can be regarded as being related to chrome-alum since both contain the 
same number of water mols., and in both the sulphate-radicle is all precipitated by 
barium sulphate: HCr(SO,)o.12H,O, and KCr(SO,)..12H,O. Chrome-alum loses 
6 mols. of water over sulphuric acid in vacuo, while hydrochromodisulphuric acid 
loses 4 mols., yielding the hexadecahydrate. Still further, if 140 mols of sulphuric 
acid be employed to one mol of sulphate, chromic tetrahydropentasulphate, 
Cro(SO4)3.2H,SO0,4.18H,0, or [Cro(H20)1](SO4)3(H2SO0,4)2, is formed in rectangular 
plates. This wolet form of the salt becomes greyish-green when heated to 100°, 
with the loss of some water. Barium chloride does not precipitate all the sulphate 
from the green aq. soln., but it does so from the violet soln. Consequently, some 
sulphate radicle is contained within the co-ordination group of the green salt. 

According to A. Recoura, green chromic sulphate can unite with one, two, and 
three mols. of sulphuric acid, or metal sulphates to form complex chromisulphuric 
acids, or their salts. The acids are prepared by evaporating to dryness on a water- 
bath a soln. of a mol of green chromic sulphate with one, two, or three mols of sul- 
phuric acid, and heating the green product for a long time to 110° to 120°. No 
sulphate is precipitated when barium chloride is first added to aq. soln. of the 
acids. There are thus obtained chromitetrasulphuric acid, Cro(SO,4)3.H,SO4.nH,0, 
or H,[Cre(SO4)4]nH,O, or, according to W. R. Whitney, [Cro(H20)4(8O,4)|He ; 
chromipentasulphuric acid, Cr.(SO,)3.2H,SO,.nH,O, or Hy[Cro(SO,4)5].nH.90, 
or, according to W. R. Whitney, [Cro(H,0)2(SO,);|H, ; and chromihexasulphuric 
acid, Cr(SO4)3.3H,S04.nH,0, or H¢[Cr(SO,)¢].nH,0, or, according to W. R. Whitney, 
[Cr(SO4)g]He. G. N. Wyrouboff regarded these acids as esters of the green sul- 
phate in which two hydroxy] radicles are replaced by chromosulphuric acid. These 
acids are accordingly represented respectively by [Cr.0(OH),4(SO2)4]O(OH),; by 
[Cr,0(OH)4(SO2)5]02(0OH)g; and by [CrgO(OH)4(SO,)g]03(OH)g. According to 
A. Recoura, the proportion of contained water is dependent on the duration of 
the heating at 110° to 120°, and they lose no sulphuric acid below 170°. H. Moles 
and M. Crespi gave for the sp. gr. of the acid HCr(SO,)o, 2°724 at 25°/4°, and 90-5 
for the mol. vol.; for the acid HCr(SO,4.H,O), they found the sp. gr. 2-516, and 
the mol. vol. 111-5; and for H[Cr(H,0)¢|(SO4.H,0)>, respectively 2-009 and 195. 
They also observed that the acid H[Cr(H,0)¢|(SO4.H20)2 loses 6-03 mols. of water 
at 120°, and HCr(SO,.H,O)., 1:91 mols. at 350°. According to A. Recoura, the 
acids are stable when dry, and they are freely soluble in water forming green soln. 
The basicity of the acids just indicated accords with the thermal values of the 
neutralization of soln. of the respective acids with 2, 4, and 6 mols. of a soln. of 
sodium hydroxide—one mol per 20 litres: (H»[Cre(SOx)q],2NaOH)—33°3 Cals. ; 
(H,[Cr(SO,),],4NaOH)=2%33 Cals.; and (Hg[Cr(SO,)g],6NaOH)=3 x32 Cals. 
When (H,80,,2NaOH)—30-8 Cals. under similar conditions. The formule are 
also in accord with the fact that freshly prepared soln. do not show the reactions 
of chromium or sulphates with mild reagents like sodium phosphate and barium 
chloride. In course of time, particularly when heated, or when treated with stronger 
reagents like sodium hydroxide, the soln. do give the reactions of chromium and 
of sulphuric acid. W.R. Whitney found the electrical conductivity, A mhos, of soln. 
a gram-equivalent in v litres at 0° to be close to the values for sulphuric acid of the 
same conc., 


eh. . 202 404 808 1616 3232 
, 1H,SO, ; . 210-7 223-7 236-0 245-5 249-2 
\ \ 3H.[Cr.,(SO,)3(H,SO,)] 210-6 223-1 232-5 241-0 250-9 
1H,[Cr,(SO,)3(H,SO,),] 210-9 222-9 931°5 240-6 260-5 

| 4H,[Cr,(SO,)3(H,SO,);| 210-7 2223 236-0 244-0 250-8 


Consequently, W. R. Whitney inferred that the ionization, the velocities of transport 
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of the anions, and the strengths of the four acids are approximately the same ; 
similar conclusions were drawn from the action of the four acids on the hydrolysis 
of methyl acetate. Determinations of the f.p. show that the number of molecules 
in soln. of these acids is conditioned by the free sulphuric acid present in the soln. 
The f.p. of sulphuric acid is the same as that of one of these acids with the same 
content of free sulphuric acid—~.e. acid not bound to the chromium. Hence, chromic 
sulphate does not act as individual compound, but it forms complexes in agreement 
with the results deduced from the chemical behaviour of the complexes. When 
the soln. are kept for some time, the f.p. data show that there is an increase in the 
number of molecules. For an isomeric form of chromic tetrasulphuric acid, vide 
infra. 


A. Recoura attempted to prepare chromisulphuric acids with more than three mols 
of sulphuric acid per mol. of chromic sulphate, but found that the products have quite a 
different character. Thus, when a soln. of a mol of the green sulphate with 4, 5, or 6 mols. 
of sulphuric acid is evaporated on a water-bath, and the resulting dark green syrup is heated 
for some days at 115°, echromipolysulphurie acids—respectively chromiheptasulphuric 
acid, Cr,(SO,)5.4H,SO,; echromioctosulphurie acid, Cr.(SO,);.5H,.SO,; and chromiennea- 
sulphurie acid, Cr,(SO,),.6H,SO,—are obtained in the form of transparent, green glasses 
which form yellowish-green soln. with water. These soln. form transparent, gelatinous 
‘masses after standing a few days; they are coagulated at 100°; on the addition of strong 
acids they furnish green flecks ; and they give green, insoluble, flocculent precipitates when 
treated with soln. of the salts of the metals. In this reaction the complex is reduced to 
a chromitetrasulphate, MSO,.Cr.(SO,)3 or Cr(SO3),0,(O0H), and the excess sulphate is set 
free as sulphuric acid ; thus, chromiheptasulphuric acid reacts with cupric chloride: 
[Cr,(SO,4)3(H,SO,),]+ CuCl, =3H,SO,+ 2HC1+[Cr,(SO,),|Cu. A. Recoura also prepared 
the chromitetrasulphuric acid by heating chromiheptasulphuric acid to 140°-150° until 
it no longer loses weight, and has lost 3 mols. of sulphuric acid. The grey powder is an 
isomeric form of the chromitetrasulphuric acid indicated above. It forms a greenish-yellow, 
opalescent or colloidal soln. with water, and with soln. of the metal salts, insoluble chromi- 
tetrasulphates. Chromitetrasulphuric acid, Cr,0.(SO3),(OH)., or [Cr2(SO,),]H2, is dibasic, 
and it is a stronger acid than sulphuric acid. Strong acids precipitate it as a gelatinous 
mass from soln. of its salts. The acid can be transformed into its isomeric form by boiling 
with water ; and with boiling alkali-lye, chromites are formed. G.N. Wyrouboff believed 
that these chromipolysulphuric acids are not chemical individuals, but mixtures of sulphuric 
acid with the chromitetrasulphuric acid. 


A. Recoura showed that the green chromic sulphate can unite with one, two, 
or three mols. of chromic acid to form chromitrisulphatochromic acids. These 
are analogous to the chromisulphuric acids. Thus, there is chromitrisulphato- 
chromic acid, Cr.(SO4)3.H.CrO4, or He.[Cro(SO,4)3(CrO,)]; chromitrisulphatodi- 
chromic acid, Cro(SO,)3.2H,CrO,, or Hy Cro(SOx4)3(CrO,4).|; and chromitrisulphato- 
trichromic acid, Cro(SO,4)3.3H,CrO,, or H¢[Cre(SO4)3(CrO,4)3]. The constitutions 
may also be represented respectively by the formule : 


SO,-H 
H-SO, CrO,-H 
Ge Beas SOLS Cree pias H-S0,-S¢r Cr0,-H 
S0,7 \Cr0,-H CrO,-H H-SO cm ‘\Gr0! H 
CrO,-H AYCH : 


These acids form dark brown amorphous masses which, in freshly prepared, 
dil. soln. exhibit the characteristic reactions of neither SO,’’—nor CrO,’’—radicles, 
slowly decompose when they do show the reactions of these radicles. Arguing 
by analogy, and from some observations on the heats of neutralization, it is 
inferred that the constitution of the chromisulphatochromic acids resembles 
that of the chromisulphuric acids. If the alkali chromates are employed in place 
of chromic acid in the preparation of these products then the corresponding 
chromisulphatochromates are formed. J. Poizat studied the action of chromi- 
mono-, -di-, and tri-sulphuric acids on hydrogen dioxide. 


According to G. N. Wyrouboff, when an aq. soln. of chromisulphuric 
acid is heated, a coagulum is formed which he called chromium sulphochromate, 


[Cr,0,(OH),(SO,),0,(0H),|Cr. (OH),, and which is identical with that obtained by precipi- — 


tating a violet salt of chromium in the cold with sulphochromic acid. If this is maintained for 
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some time in contact with boiling water, it becomes hydrated, dissolves slowly, and finally 
passes entirely into a soln. of the green sulphate. Chromium sulphochromate, when 
heated at 120°, becomes soluble in water and the soln. yields insoluble precipitates 
with metallic salts, chromosulphochromates being formed. When chromium sulpho- 
chromate is treated with hydrochloric acid, what he called chromosulphochromic acid, 
[Cr,0,(OH),(SO,),03.Cr,0(OH),.(SO,)3(OH,|[(OH)., is precipitated as a dark green, 
gelatinous mass which dissolves in water, yielding an opalescent soln. On adding 2 mols 
of sulphuric acid and a little water to 1 mol of chromium sulphochromate, evaporating 
on the water-bath, and heating for some hours at 120°, chromodisulphochromic acid, 
[Cr,0,(OH),(SO,),03],Cr.0(OH),.(SO,.)3(OH),(OH),.H,0, is obtained, which yields an 
insoluble salt with iron. With sulphochromic acid, chromium sulphochromate yields a 
chromosulphodichromate. If chromium sulphate is heated with an excess of sulphuric 
acid to a temp. not exceeding 150°, a clear green, gelatinous precipitate of sulphochromic 
acid is formed ; on continuing the heating and at the same time allowing the temp. to rise, 
the green precipitate gradually changes into a heavy, greyish-yellow powder, soluble in 
water, yielding a milky, strongly acid soln. The same substance is obtained by heating 
sulphochromic acid for some time at 250°, and is the first anhydride of a polymeride of 
chromosulphochromic acid. Although sulphochromic acid forms insoluble compounds 
with the metals, it does not give precipitates with all the salts of the metals. Thus, it 
gives a precipitate with a soln. of mercuric nitrate or acetate, but not with mercuric bromide. 
This is explained by saying that the last-named salt is an anhydride and not a normal salt. 


The products obtained by J. L. Gay Lussac? by the action of sulphuric acid 
on chromic anhydride, were shown by J. Fritzsche, and P. Plantamour to be 


mechanical mixtures. J. Meyer and V. Stateczny found the f.p. of mixtures of 
chromic acid and water-free H,SO, to be: 


CEO: ee 0 0-16 1-2 2°02 3°13 4:17 5°37 8-66 per cent. 

Bie 5 10-45° 10-2° 8-6° 5:8° T:6° 8-8° 9-6° 98° 
The eutectic at 5-5° corresponds with 2-2 per cent. CrO3. A. W. Rakowsky and 
D. N. Tarassenkoff found that the compound decomposes at ordinary temp. with 
a marked change of colour when the 
- humidity exceeds 1-7 per cent. W. Ipatieff 
and A. Kisseleff obtained potassium trisul- 
phatodichromate, 2KCrO,.Cr.(SO,)3.H,0, 
by the action of hydrogen under press. on 
a soln. of potassium dichromate (q.v.). 
P. A. Bolley added chromium trioxide to 
conc. sulphuric acid, until no more dis- 
solved, the resulting dark brown oil forms 
a pale brown, granular mass in a few 
days. A. Schrétter obtained a yellowish- 
brown substance to which he gave the 
formula CrO3.3803,; and A. Pictet and 


0 hen kOe 7 
G. Karl heated a mixture of sulphur and (te 
chromium trioxides in a sealed tube Hen Le Pte ae eye enae 
and obtained a yellowish-brown mass of Sg Rea 


CrO3.803, sometimes regarded as chromyl sulphate, CrO.(SO,).. The products 
are unstable in air, and liberate chromium trioxide by the action of moisture. 
The observations of L. F. Gilbert and co-workers, and A. W. Rakowsky and 
D. N. Tarassenkoff on the solubility of chromium trioxide in soln. of sulphur 
trioxide at 25° and 45° were discussed in connection with chromium trioxide. 
The results of L. F. Gilbert and co-workers are shown graphically in Fig. 80, for 
the ternary system: CrO,-SO,-H,O at 25°. There are three solid phases CrQs ; 
CrO3.SO3 ; and what is thought to be the monohydrate, CrO3.SO03.H,0. Chromyl 
sulphate is usually brown and minutely crystalline, and sometimes amorphous ; 
the hydrate is also amorphous. Both compounds are very hygroscopic, and 
liberate scarlet chromium trioxide on exposure to air. 

J. Meyer and V. Stateczny said that the orange precipitate which gradually 
forms from soln. of chromium trioxide in 95 to 100 per cent. H,SO, is chromato- 


sulphuric acid, H,CrSO,, or H,[Cr0,(SO,)|, and that it appears as a dark orange 
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powder which reacts very energetically with water to form a brick-red soln. of 
chromic and sulphuric acids. The acid can be preserved over phosphorus pentoxide, 
orina sealed tube. It is decomposed in light. It is insoluble in carbon disulphide 
and similar liquids; it is gradually reduced by ether, ligroin, and benzene. It 
darkens in colour when heated, it sinters at 168°—170°, and at 190° forms a blood-red 
liquid and then decomposes with the evolution of oxygen. It is a powerful 
oxidizing agent—a drop of alcohol is inflamed by the acid; and it forms chromic 
oxide with the evolution of sulphur dioxide when treated with aldehyde. 
Naphthalene, and phenol are carbonized; anthracene yields acetic acid; and a 
mixture of sugar and potassium chlorate is exploded by the acid. It does not form 
salts by direct neutralization. H. Schiff prepared potassium chromatosulphate, 
K,CrSO,, or K.[CrOs(SO,)], by melting potassium sulphate or hydrosulphate with 
potassium chlorochromate; and J. Meyer and V. Stateczny, by the reaction 
K,Crg0,+2KHS0O,=H,0+2K,CrSO,. They also prepared ammonium chromato- 
sulphate, (NH,).[CrOs(SO,)], and sodium chromatosulphate, Na,|[CrO3(SO,)], in 
a similar manner. By heating a mixture of barium chromate and sulphur 
trioxide in a sealed tube for 3 hrs. at 120°, barium chromatosulphate, Ba[CrO3(S0,)], 
was obtained; and strontium chromatosulphate, Sr[CrO3(SO,)], by heating to 
160° for 3 hrs. a mixture of strontium sulphate and chromium trioxide; and 
similarly with calcium chromatosulphate, Ca[CrO3(SO,)|. B. Cabrera and 8. P. de 
Rubies studied the magnetic properties of the products formed by the addition 
of sulphuric acid to the oxychromic salts. 
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§ 30. The Complex Salts of Chromic Sulphates 


The most important complex sulphates are the chrome-alums in which tervalent 
chromium replaces aluminium in the ordinary alums, so that the general formula 
for the series is R’,8O4.Cro(SO,4)3.24H.O, or R’Cr(SO,4)..12H,O. A. Mitscherlich 1 
prepared ammonium chromium sulphate, or ammonium disulphatochromiate, 
(NH,4)28O04.Cro(SO4)3.24H,O, or (NH,)Cr(SO,)9.12H,O, by mixing a sulphuric acid 
soln. of violet chromic sulphate with ammonia ; A. Schrotter, by adding ammonium 
sulphate to a cone. soln. of violet chromic sulphate when crystals of the ammonium 
chrome-alum are precipitated, and J. L. Howe and EH. A. O’Neal, by the electrolysis 
of a soln. of ammonium chromate in sulphuric acid—this salt collects at the negative 
pole. J. Hertkorn prepared it as in the case of the potassium salt—vide infra. 
A. Mitscherlich found that the crystals are regular octahedra, with surfaces of 
cubes and dodecahedra. The cleavage on the octahedral face is indistinct. 
T. Klobb prepared solid soln. of ammonium chromic alum with ammonium ferric 
and with ammonium aluminium alums. W. Haidinger found the crystals to be 
violet-blue passing into columbine-red ; and, added A. Schrotter, they are ruby-red 
by transmitted light. They are moderately transparent, and have a sweetish 
saline taste. A. Schrétter gave 1-736 for the sp. gr. at 21°; O. Pettersson, 1-728 
at 20°; and J. H. Gladstone, 1-719. G. T. Gerlach found the sp. gr. of violet 
soln. containing 2-195, 4-390, and 6-585 per cent. (NH,)Cr(SO,4). are respectively 
1-0200, 1-0405, and 1-0610 at 15°/15°; and with green soln. at 15°/15°, 


(NH,)Cr(SO,), 5-487 10-974 16-461 27-485 38-409 49-383 per cent. 
Sp.er.. . 1044 ~ 1-091 1-142 1-255 1-384 1-532 


The sp. gr. of the sat. violet soln. is 1-070 at 15°/15°. P. A. Favre and C. A. Valson 
studied the change in vol. which occurs when this alum passes into soln. H.C. Jones 
and E. Mackay found the lowerings of the f.p. produced by ammonium chrome 
alum for. 0-097, 0-0484, and 0-0291 per cent. soln. are, respectively, 7-92, 8-26, and 
9-14, and these values are about 0-8 less than the sum of the values of the con- 
stituents. This means that the f.p. of the soln. confirm the evidence from the 
conductivity data, that alum molecules exist to some extent in the more cone. 
soln. According to A. Schrotter, the salt effloresces superficially in air, and becomes 
covered with a pearl-grey powder. The m.p. is 100°. J. Locke gave 94° for the 
m.p. A. Schrétter observed that three-fourths of the water of crystallization is 
evolved when the salt melts, and the liquid shows no signs of dichroism; it 
solidifies to a pale green mass which gives off its remaining water above 300°. 
G. D. van Cleeff said that half its combined water is lost over sulphuric acid, and 
at 100°, five-sixths is given off. F. Ephraim and P. Wagner found that the 
vap. press., p mm., of the salt is: 
50° -  60-5° we 80° 80-5° 86° 
/p : . 40 80 162 244 260 326 mm. 


H. C. Jones and E. Mackay found that the f.p. of soln. with 92-740, 27-822, and 
5-564 grms. of (NH,)Cr(SO,4)2.12H,0 per litre are, respectively, 0-768°, —0-266°. 
and —0-064°. P. A. Favre and C. A. Valson gave for the heat of soln. of a mol 
of the sulphate —9-628 Cals. at 8° to 10°; and —9-889 Cals. at 19° to 21°. They 
also found for the heat of precipitation of a fresh violet soln. of a mol of ammonium 
chrome-alum, 14-636 Cals., and after the lapse of 14 days, 13-9 Cals. The corre- 
sponding value for a green soln. is 7-641 Cals. C. Soret gave for the index of 
refraction, , between 7° and 14°, for light of different wave-lengths, X, 

A . @G-line F'-line B-line H-line D-line C-line B-line A-line 

w . 1:49594 1-49040 1:48794 1-48744 1-48418 1-48125 1-48014 1-47911 


J. H. Gladstone gave (u—1)/D=0-2781 for the sp. refraction for the A-line; and 
(w4—pq)/D==0-0104 for the sp. dispersion. J. M. Hiebendaal, and H. Sauer 
studied the absorption spectrum of ammonium chrome-alum, 


a 
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H. C. Jones and EH. Mackay measured the mol. electrical conductivity, 4 mhos, 
of the violet soln.; and H. H. Hosford and H. C. Jones gave for soln. with a mol 
of the violet salt in v litres between 0° and 35°, and 8. F. Howard and H. C. Jones, 
between 35° and 65°, 


v : 8 16 32 128 512 1024 2048 4096 
0° 82-4 94-6 107:1 137-6 176-0 198-8 — 259-0 
12-5° 113-1 181-0 149-1 194-5 253°0 289-3 => 378°0 
jens 225° 145-9 169-6 193-8 255-7 341-2 395-3 cree 523-5 
35° 169-8 OGD 228°6 302°7 410-2 483-1 577-4 671-2 
65° 245-0 288°8 333°5 459-1 649-0 754:°8 897°3 =1050°3 
i { 35° 25:3 29°5 34-1 45-1 61-1 72-0 86-0 100-0 
65° ~ 23°3 27°5 31-7 43°7 61-8 71-9 85-4 100-0 


The values at the higher temp. are of course affected by the presence of x per cent. 


of the green salt. a refers to the calculated percentage ionization. The corre- 
sponding values for green soln. were : 

v : 8 16 32 128 512 1024 2048 4096 

0° 103-6 Eos 7 136-4 172-3 202-6 215-6 222-0 234-4 

12-5° 133-2 155-4 178-2 228°4 2744 294:2 313-5 328-4 

pe 4 25° 162-9 190-6 220°8 288-1 3990°7 386°2 414-0 458-1 

35° 194-0 229°8 268-0 355°6 446°1 492-2 537-1 589-8 

65° 250-7 299-6 352°2 489-8 673-8 789-6 924:3 1061-7 

a { 35° : 32°9 39-0 45:4 60:3 75°6 83-4 91-1 100-0 

65° : 23°6 28-3 33-2 46:1 63:5 74-4 87-1 100:0 


According to A. Schrétter, ammonium chrome-alum dissolves in cold water 
forming a bluish-violet soln. Alcohol precipitates the alum from its violet soln. — 
At about 75° or 80°, the bluish-violet aq. soln. assumes a grass-green colour owing 
to some molecular change, so that the soln. on evaporation does not yield crystals, 
but dries to a green mass; nor does the green soln. give a precipitate with alcohol, 
but it either mixes with it, or forms a substratum with the alcohol floating on the 
surface. If the green soln. is diluted with water, and left to stand for ten days, 
the violet alum is gradually reproduced. When a soln. of the violet alum is mixed 
with an excess of sulphuric acid, then treated with alcohol, the green soln. decanted 
from the precipitated blue salt, and mixed with so much ammonia that it still 
remains slightly acid, a dark green, highly acid soln. settles to the bottom. When 
this soln. is allowed to stand for a long time, it decolorizes, and a light green salt 
is deposited. It has the composition 14(NH,).80,.Cro(SO4)3.3H2804.33H,0. 
J. Locke found that at 25° a litre of water dissolves 212-1 grms. of 
(NH,)Cr(SO,).12H,O, or 107°8 grms., 2.e. 9-75 per cent. of (NHy)Cr(SO,)o. As 
in the case of the chromium salts previously discussed, the soln. of the violet salt 
in water involves a state of equilibrium between the green and the violet forms, 
and this is dependent on the temp. The time required for equilibrium is represented 
by the following observations of I. Koppel on the solubilities, S grams of 
(NH,)Cr(SO,)2 per 100 grms. of soln., after the lapse of the stated intervals of 
time : 


MC cc. 2°5 20 50 100 200 300 400 o hrs, 
0° 3°82 3°68 3°73 — — — — 77 
3 } a0 10-6 TEE 13-12 16°25 15-2 15-7 16-0 16-00 
40° 15°5 19°3 21-6 22°8 24:5 — 24:8 24°70 


He inferred from conductivity and f.p. determinations that at 0° a sat. soln. 
of the violet alum has 3:8 per cent. of (NH,)Cr(SO,4)2 ; and at 40°, after the elapse 
of 20 days the same soln. is in equilibrium when about 52 per cent. of the solute 
is in the violet form and 48 per cent. in the green form; while at 55°, equilibrium 
occurs when 39 per cent. of violet alum and 61 per cent. of green alum are present. 
Similar data were obtained with conc. soln. The calculations assume that only 
one variety of the green salt is produced. 

Anhydrous or dehydrated ammonium chrome-alum was obtained by M. Traube 
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by melting chromic oxide or a chromic salt with an excess of ammonium sulphate. 
It was also prepared by T. Klobb—vide infra, the ammonium trisulphatochromiate. 
The salt appears in hexagonal plates, or as a pale green powder which, according 
to P. A. Favre and C. A. Valson, had a sp. gr. of 2-472 at 21-9°.. M. Traube found 
that the salt does not melt nor yet decompose at 350°. It reddens when heated. 
It is insoluble in cold water ; and it is not attacked by boiling water, dil. boiling 
alkali-lye, or acids, or by conc. hydrochloric acid. T. Klobb said that it 
is isomorphous with the dehydrated potash-alum and soda-alums and with the 
corresponding aluminium and ferric salts. A. Recoura obtained what he regarded 
as a pentahydrate, by dehydrating ammonium chrome-alum. 

W. Meyeringh obtained hydroxylamine chromium sulphate, or hydroxylamine 
disulphatochromiate, (NH,0H).SO,4.Cro(SO,4)3.24H.O, or (NH30H)Cr(SO,)..12H,0, 
in cubic crystals, from a soln. of the component salts. H. Sauer studied the 
absorption spectrum of this salt and of the methylamine. F. Sommer and 
K. Weise prepared hydrazine chromium sulphate, or hydrazinium disulphato- 
chromiate, (N.H;)Cr(SO,)9.12H,O, which furnishes dark violet octahedral crystals, 
freely soluble in water. G. Canneri prepared guanidine disulphatochromiate, 
(CgHsN3)o.H28O04.Cro(SO4)3.12H,O ; it is isomorphous with the corresponding 
sulphatodialuminate. 

A. Schrétter prepared sodium chromium sulphate, or sodium disulphato- 
chromiate, Na .SO,4.Cro(SO4)3.24H,O, or NaCr(SO,4)o.12H,0, by gradually mixing 
a mol of sodium dichromate with 3 mols of conc. sulphuric acid so as to avoid 
much heating; adding alcohol, and then allowing the soln. to stand. Definite 
crystals were not obtained. E. I. Orloft prepared the salt in crystals by the 
following process : 

Add 100 grms. of xylene, in small portions at a time and with constant stirring, to a 
sealed flask containing 300 grms. of sulphuric acid of sp. gr. 1:84; when the xylene has 
dissolved, add 295 grms. more of the acid, and pour the mixture into a large porcelain 
dish containing a litre of water, and add 375 grms. of finely powdered sodium dichromate 
in small portions at a time. The reduction takes place in the cold, and it is completed by 
warming the liquid which then turns green. The soln. is then evaporated to 1339 germs., 


and the product poured into flat porcelain dishes, covered, and left to crystallize at room 
temp. The small crystals can be recrystallized from water by slowly evaporating sat. soln. 


A. Schroétter found that the salt loses 16 mols. of water at 100°; and it weathers 
more rapidly in air than the ammonium or potassium salt. F. Ephraim and 
P. Wagner found the vap. press., » mm., of the hydrate to be: 
51° 63° rahe 76° 80° 82:5° 90° 
TNA vs - 43 83 122 162 241 250 382 mm. 


T. Klobb obtained mixed crystals of the anhydrous sodium and ammonium 
chromium sulphates, (NH4,Na)SO4.Cro(SO4)3, by melting together chromic sulphate 
or chrome-alum with ammonium and sodium sulphates. The hexagonal crystals 
are isomorphous with the anhydrous alums. A. N. Bach found the transition 
temp. to be between 60° and 70°. 

Crystals of potassium chrome-alum, potassium chromium sulphate, or potassium 
disulphatochromiate, K,SO,4.Cro(SO4)3.24H,O, or KCr(SO,4)..12H,O, were first 
obtained by A. Mussin-Puschkin ; and J. J. Berzelius obtained the violet crystals 
by the spontaneous evaporation of a soln. of a mixture of the component salts. 
A. Schrétter, and F. A. Rohrman and N. W. Taylor obtained it by sat. with 
sulphur dioxide a sat. soln. of potassium dichromate and conc. sulphuric acid 
prepared in the cold; N. W. Fischer, M. Traube, and H. Lowel used a modification 
of the process with alcohol as reducing agent; A. Lielege used oxalic acid as 
reducing agent, and, added E. A. Werner, if too little water be present, a complex 
oxalate is formed. G. Stadeler obtained chrome-alum as a by-product in the 
preparation of acetaldehyde. The manufacture of chrome-alum was described 
by P. Hasenclever, etc.—vide supra, the extraction of chromium. J. Hertkorn 
obtained it by treating a soln. of chromic sulphate in water or sulphuric acid with 


a: 
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potassium sulphite or hydrosulphite—with or without the addition of a little 
nitrate or nitrite, and then subjecting it to the action of sulphur dioxide under 
ordinary and an increased press. H. C. Starck described the preparation of a 
soln. from ferrochromium, where the sulphuric acid soln. of the alloy is treated 
with potassium dichromate, heated to the b.p. at atm. press., preferably with the 
addition of sodium carbonate, or at a higher press. The iron compounds are thus 
precipitated, and the filtered soln. is treated with potassium sulphate for chrome alum. 
Processes were also described by A. W. Gregory, and O. Nydegger. H. Chaumat 
prepared the salt by the electrolysis of a soln. of potassium dichromate mixed 
with sulphuric acid. The liquor is circulated in the cathode compartment, which 
is separated from the anode by a porous vessel, the cathode preferably consisting 
of graphite powder packed round a carbon core. Dil. sulphuric acid is circulated 
in the anode compartment, and to utilize the SO,-ion, which is disengaged at the 
anode, the latter may take the form of a copper electrode surrounded by copper 
shavings, whereby copper sulphate is formed in the course of electrolysis. 
A. Stiassny, H. N. Warren, F. A. Rohrman and N. W. Taylor, and A. Polis discussed 
the formation of large crystals of the salt. H.S. Hedges and J. HE. Myers studied 
the periodic crystallization of this salt. Analyses were made by N. W. Fischer, 
and P. de Boissieu. E. J. Maumené found that the analyses indicated between 
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23°9 and 24:1 mols. of water, and V. A. Jacquelain, 22 mols.—but this number 
probably refers to the partly effloresced salt. T. Ishikawa studied the reciprocal 
salt pair {K,,(NH,)o}—{(8O,),(CrO,)} at 25°; and A. Fock, and G. Tammann and 
A. Sworykin, isomorphous mixtures with potash-alum. R. Hollmann’s observa- 
tions on the composition of the solid soln. and mother-liquor for potassium chromium 
and potassium aluminium alums are summarized in Fig. 81, and his observations 
on the vap. press. of the solid soln. in Fig. 82. There are two minima, and one 
maximum in the curve. 

The octahedral, cubic crystals are violet to black in colour, and appear ruby-red 
in thin layers; and J. H. Kastle found that the intensity of the colour is very 
much reduced at liquid air temp. F. Klocke, C. F. Rammelsberg, C. von Hauer, 
and J. W. Retgers showed that the crystals are isomorphous with other alums, for 
they show similar corrosion figures. E. Dittler obtained overgrowth with 
potassium aluminium sulphate. T. V. Barker found a close connection between 
parallel overgrowths in chrome-alum, potash-alum, and ammonia-alum and the 
mol. vols which are respectively 542-2, 541-6, and 552-2. C. von Hauer found that 
with the introduction of a crystal of iron-alum in a sat. soln. of chrome-alum nearly 
all the latter separates out; while L. de Boisbaudran found that a sat. soln. of 
basic ammonium aluminium alum does not affect the octahedral faces of the 
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crystal, but the cubic faces are slowly attacked. K. Grinakowsky found that 
different faces of the crystal do not all possess the same solubilities, and that 
the degree of supersaturation has different values for the different faces of the 
polyhedron, and is dependent on the temp. At low temp., the edges and angles 
are the less soluble; and at high temp., the faces; the edges of obtuse angles 
are more stable than the summits of four-faced angles at low temp., whilst at 
high temp. the reverse applies. P. N. Pawlofi’s statement, that the surface layer 
of a crystalline substance is vectorial in character and influences the direction 
and general course of the deformation, applies to some extent, especially in the 
case of twinning deformation. The latter indicates the existence of a temperature- 
limit for a possible equilibrium of the system crystal-mother liquor, the surface 
energy being, for a given crystallographic form, a maximum. The direction and 
course of the deformation of crystals of chrome-alum show that the octahedron 
is the most stable form, and is followed in order by the rhombic dodecahedron, 
cube, and trapezohedron. ‘The crystals were studied by EH. 8. von Fedoroff. 

L. Vegard and H. Schjelderup obtained X-radiograms of the alums, and deduced 
probable arrangements for the metal, sulphur, and oxygen atoms in the space- 
lattice. They added that the crystal model divides the 24 mols. of water into six 
groups, which groups are cubically disposed with reference to the four tetrahedrally 
arranged atoms of sulphur. The model makes no distinction between the water 
of crystallization and the other constituents of the alum. Any hypothesis which 
would distinguish the water of crystallization from water of constitution could not 
be reconciled with the observed relations between the high-frequency reflection 
spectra. The removal of the water of crystallization is necessarily accompanied 
by the destruction of that structure which is characteristic of the hydrated salt. 
The unit hexagonal cells of the anhydrous salt furnished a=4:737 A., and 
c=8-030 A., and each unit cell contains one mol. of KCr(SO,)o. J. M. Cork found — 
that the unit cubic cell has a=12-20 A., and that there are four mols. per cell. © 
The eight metal atoms take positions at the corners, centre, centre of faces, and 
mid-points of the edges of the cell making a rock salt arrangement of the univalent 
and tervalent metals. C. Schaefer and M. Schubert, L. Vegard and E. Esp, 
L. Vegard and A. Maurstad, and L. Vegard discussed this subject. 

_ HL. Schiff found the sp. gr. to be 1-845; LL. Playfair and J. P. Joule, 1-856 ; 
H. Kopp, 1-848; J. Dewar, 1-834 at —188°, and 1-82 at 17°; O. Pettersson, 1-842 
i OS, uel sk, ‘Gladstone, 1-817; while W. Spring gave 


0° 10° 20° 30° 40° 50° 60° 
Sp. gr. - 1:8308 1-8282 1-8278 1-8274 1-8269 1-8259 1-8202 


According to EK. Moles and M. Crespi, the sp. gr. and mol. vol., at 25°/4°, of 
KCr(SO4)2 are 2-548 and 111 respectively ; of KCr(SO,)o.H,O, respectively 2°482 
and 120; of K{[Cr(H,O)¢](SO,4)2, respectively 2:17 and 180; and of © 
K[Cr(H,O el(SOx)o .6H,O, 1:834 and 272. B. Franz found the sp. or. of soln. 


with the following number of grams of KCr(SO,)9.12H,O per 100 grms. of soln., 
to be at 17-D°, 


Salt 5a 10 20 30 40 50 60 70 per cent. 
Sp. ark Ons 1:0342 1:0746 1:1274 11-1896 1-:2894 1-4566 1:6362 


while G. T. Gerlach gave for violet soln. with 2°84, 5-68, and 8-52 per cent. of the — 


anhydrous salt, respectively 1-0275, 1-055, and 1-0835 at 15°/15° ; and for the green 
soln. : 


KCr(SO,), 5-68 11-36 17-03 22°71 28°39 34:07 39-74 45-42 51-10 
Sper. ).. 1-050 1-103 1-161 1-225 1-295 ae hie 1-453 1-451 1-635 


so that the sp. gr. of the violet soln. is greater than is the case with the green soln. — 
M. A. Rakuzin and co-workers found tnat a sat. soln. of the green alum has 114-19 
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parts of salt per 100 parts of water at 20°, and the sp. gr. of the sat. soln. is 1-6683. 
For a concentration C per cent., 


C 7d 10 20 40 60 80 100 114-19 per cent. 
Sp. gr. 1:0378 1-0641 1:1076 1:1623 1:2531 1:3524 1:4404 1-6683 


The sp. gr. of the soln. does not increase proportionally with concentration, and 
soln. of the same conc. made with different samples of alum have different sp. gr. 
This is attributed to differences in the relative proportions of the green and violet 
salts in the different soln. K. Grinakowsky found a transition temp. at 78°; 
and C. Montemartini and L. Losana, at 77°. P. A. Favre and C. A. Valson, and 
G. Beck studied the vol. changes which occur when the alum dissolves. J. Becken- 
kamp found the elastic modulus of the crystals perpendicular to the cubic surface 
to be 1608 kgrms. per sq. mm. ; perpendicular to the dodecahedral surface, 1771 
kgrms. per sq. mm.; and perpendicular to the octahedral surface, 1832 kgrms. 
per sq. mm. A. Ferrero observed that for a 13-75 per cent. soln., at 20-5°, the 
viscosity is 0-01261 G.G.S. units for the violet soln., and 0-1185 for the green soln. 
prepared at80°; similarly for a 20-5 per cent. soln. at 20-5°,0-01417 for the violet soln. 
and 0-01294 for the green soln. prepared at 80°. The difference between the green 
and violet soln. decreases with increasing dilution. R. F. d’Arcy made observations 
on this subject. F. Riidorff found that in dil. soln., the potassium sulphate 
diffuses more rapidly than the chromium sulphate; and D. M. Torrance and 
N. Knight, G. D. van Cleeff, and M. E. Dougal observed that in the dialysis of the 
green soln., more sulphuric acid passes through the membrane than is the case 
with the violet soln. C. Montemartini and L. Losana studied the viscosity of 
the soln. P. W. Bridgman gave for the compressibility of chrome-alum at 30°, 
—6v/v9p=64-86 x 10—7p—112-5 x 107-12 p2, 

W. Spring gave for the thermal expansion the linear coeff. 0-04246 between 
O° and 60°. H. Kopp found the sp. ht. to be 0-324. A. Eucken and G. Kuhn 
found the sp. ht. at —190° to be 0-00242, and the value at 0°, 0-00426. According 
to C. Pape, the crystals are stable in air; but uninjured crystals effloresce at 29°. 
N. W. Fischer added that when the salt is impure it will effloresce on the surface 
when exposed to air, and, if chromic sulphate be in excess, it will assume a green 
colour, and a violet colour if the potassium sulphate predominates. G. D. van 
Cleeff, and J. Juttke observed that the salt loses 12 to 13 mols. of water 
when confined over sulphuric acid, in vacuo; and H. Lowel added that a similar 
amount is lost over quicklime, or conc. sulphuric acid, at 25° to 30°, and no more 
is lost by the granular mass at 80° to 90°; at 100° or over, it loses more water and 
becomes green. J. Juttke observed that all the water can be expelled at 100° 
without the alum becoming insoluble or decomposing ; and G. D. van Cleeff observed 
a loss of 21 mols. of water at 110°. W. Miiller-Erzbach found that at 0-49 mm. press. 
and 27-8°, half the water of crystallization is given off, and the residue when kept 
7 days at 30° loses very little more water. For the dissociation press., mm. 
in the reaction: KCr(SO,4)..12H,O=KCr(SO,)..6H,0+6H,O, H. Lescceur and 
D. Mathurin observed p=3-7 at 10°; 6-0 at 15°; 9-1 at 20°; 12-3 at 25°; 16-7 
at 30°; and 23-8 at 35°; while F. Ephraim and P. Wagner gave 


31° 40° 50° 55° 60° (Oe 73° iii 73° 
Ae Gs 31 63 86 119 202 224. 250 260 


R. Hollmann gave p=13-2 mm. at 17° to 19°; and he also obtained values 
for solid soln. of the chromium and aluminium alums. H. Lescceur and 
D. Mathurin found that over conc. sulphuric acid the alum loses half its water 
of crystallization and passes into a lilac-coloured powder which does not lose its 
colour at 75°. At 20°, the dissociation press.. p mm. of the moist alum, 
KCr(SO,). : nH,O, is 15-25 mm. for n=13-05, and 15-0 for n=12-3; for n=12'1, 
p=9-8, and the violet powder produced when n=11-8, has p=9-1. This value 
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of p remains approximately constant up to n=6-01. When n—5-72, a lilac powder 
is formed with p—3-2, and for n=5-4, p=3-2. When n=3-92, p is less than 1-5 ; 
and when n=2:35, p is less than 1:0. The n=6-hydrate was found by A. Recoura 
to lose no water between 80° and 90°, but at 110° it gives off 4 mols. and becomes 
green. A. Beutel found that the velocity with which water is expelled is accelerated 
by exposing the crystals to visible 
and ultra-violet light. Observations 


i “ Doadecalyaale : Poem 

NZ on the dissociation of the alums 

8 aE eae were also made by E. J. Maumené, 

ied and P. de Boissieu. When the salt 

e g is heated to 200°, N. W. Fischer, and 

& js C. Hertwig found that 22 mols. of 
water are given off, and the re- 
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505.9% 49° S100 00 100 HOBO 310 360 HOO HO 180 50 Seu G40” «= Mander between 300° and 400°. 
I'1c. 83.—The Action of Heat on Potassium KH. Moles and M. Crespi found that 
Chrome-alum. the salt K[Cr(H,0)¢](SO4)2.6H,0 
loses about 5-9 mols. of water at 
18°, and at 60°; while K[Cr(H,O)¢](SO,). loses 5-30 mols. of water at 140°; and 
KCr(SO4)g.H,0 loses 0-9 mol. at 350°. According to H. Lowel, when the salt 
is gradually heated between 300° and 350° it furnishes the anhydrous soluble 
salt; but over 350°, without losing much weight, it forms the yellowish-green 
insoluble salt. F. Krauss and co-workers’ observations on the effect of heat on 
potash-chrome-alum can be represented by Fig. 83. The anhydrous salt begins 

to lose sulphur trioxide at 612°. 

The salt melts in its water of crystallization at 80° to 90°. W. A. Tilden, and 
J. Locke gave 89° for the m.p. H.C. Jones and E. Mackay found for the f.p. 
of soln. of 117-44, 29-36, and 5-872 germs. of KCr(SO4)2.12H,O in a litre of water, 
the respective values —0-888°, —0-267°, and —0-065°. 

J. Thomsen found the heat of soln. for a mol of KCr(SO,)o.12H,0 to be —9-564 
Cals. at 8° to 11°; and P. A. Favre and ©. A. Valson, —9-651 Cals. at 8° to 11°; 
and —9-499 Cals. at 19° to 21°. Conc. soln. were found to give almost the same 
numbers, but the partially dehydrated salt gave 3-825 Cals. H. Léwel, and 
W. R. Whitney found that barium chloride precipitates all the sulphate from the 
violet soln. in the cold; and P. A. Favre and C. A. Valson observed that for a 
mol of KCr(SQ,), the heat of precipitation is 14-767 Cals. The heat required 
for precipitation of the first half of the SO, is 7-514 Cals., and for the second half, 
7-388 Cals.; similarly, for successive quarters, the heats of precipitation are 
respectively 3-680, 3-702, 3-665, and 3-699 Cals. P. A. Favre and C. A. Valson, 
and W. R. Whitney found that only half the sulphate is precipitated at once from 
the green, modified soln. The total heat of precipitation was found by P. A. Favre 
and C. A. Valson to be 8-251 Cals. per mol of KCr(SO4)o, and for the first and 
second halves 8-142 Cals and 0-204 Cals. respectively ; while for the first, second, 
and third quarters, the values were 4:104 Cals., 4-102 Cals., and 0-146 Cal. 
respectively. The heat of precipitation for $K,SO, is 3:3 Cals.; for $Crg(SO,4)s, 
4-9 Cals.; and for }H2SO,, 5-053 Cals. This shows that only half the contained 
sulphate is precipitable at once by barium chloride from a freshly prepared soln. 
of the salt. 

C. Soret observed that the index of refraction, p, at 0° to 17°, for light of different 
wave-lengths, A, is: 


A. G@-line F-line b-line H-line D-line C-line B-line A-line 
@ . 1493809 1:48753 1-48513 1-48459 1:-48137 1:47805 1:47738 1-47642 


C. Soret and co-workers found that refractive indices of the green soln. to be less 
than those of violet soln. J. H. Gladstone gave for the sp. refraction for the A-line, 
(u — 1)/D=0-2616 ; and for the sp. dispersion (4.4 —pg)/D=0-0098. J. Formanek 


CHROMIUM 459 


observed that the absorption spectrum of the violet soln., Fig. 84, has a weak 
band at 671-8, and a stronger one between 610 and 540 with a maximum at 578; 
at 470, the absorption of short waves begins; J. M. Hiebendaal observed a weak 
band at 658, and a stronger one between 590 and 535; A. Etard found bands 
between 678 and 670, and between 654 and 633. O. Knoblauch observed a band 
between 610 and 558; and W. Bohlendorff, strips at 672, and 640, and a band 
between 609 and 568. Observations were also made by W. N. Hartley, H. Sauer, 
G. D. Liveing and J. Dewar, and K. Vierordt. H. W. Vogel found with a violet 
soln., a strong line at 665, a feebler one at 656, and a broad band with a maximum 
at 589, and an absorption in the violet begins at 489. The solid salt does not show 
the first line, and the band is more towards the red. J. Formanek found that the 
green soln. has a strip at 681, and a second one at 640 which is connected with a 
band extending as far as 540 with a maximum at 591. The absorption in the 
violet begins at 480, Fig. 85. J. M. Hiebandaal found with thick layers of soln. 
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Fies. 84 and 85.—Absorption Spectra of Solutions of Potassium Chrome-Alum. 


a band between 660 and 523, and an absorption beginning at 469; with thinner 
layers of soln., there are bands between 673 and 667, and between 632 and 544 ; 
while with still thinner layers, there is a band between 613 and 535. Observations 
were also made by W.N. Hartley, and W. Bohlendorff. H.W. Vogel found a small 
strip at 686, and a band between 656 and 530, while absorption begins at 486. 
The solid salt, and the alcoholic soln. have different spectra. H. C. Jones and 
W. W. Strong, K. Grinakowsky, and A. Byk and H. Jaffe studied the violet and 
ultra-violet spectra of the soln.; H. Sauer, the absorption spectrum. 8S. Higuchi, 
the ultra-red spectrum ; and H. du Bois and G. J. Elias, the influence of magnetiza- 
tion and temp. on the spectra of the solid salts. H. M. Vernon estimated the 
ionization from the colour of ag. soln. M. Bamberger and R. Grengg found that the 
colour fades as the temp. approaches —190°. C. Doelter observed that radium 
radiations change the crystals into a pale violet powder. 

H. C. Jones and EK. Mackay, K. Grinakowsky, F. Schmidt, and F. 8. Svenson 
measured the electrical conductivity, w mhos, of soln. of the salt; H. H. Hosford 
and H. C. Jones obtained the accompanying values between 0° and 35°, and 
S. F. Howard and H. C. Jones between 35° and 65°, for violet soln. containing a 
mol of KCr(SO,)9.12H,O in v litres. The computed values for the percentage 
degree of ionization, a, are affected by the formation of x per cent. of the green 


salt. " 
v F : 8 16 ope 128 512 1024 2048 4096 
f 0° - 75:8 87°3 99-0 127°0 161-1 186-6 DA 245°8 
| 2-5? . 105-0 121-2 138-1 179°5 232:°0 271-6 314-2 364:8 
p< 25° ee al35rs 157°3 179°6 236°7 311-5 369-6 428°8 500-1 
35° pe L750) 183-3 225°8 288-1 404-1] 465:4 546-9 637°4 
65° O48) 276°7 339-9 467°3 658°9 785:4 928°4 1083-0 
{ 35° 4 26:20 28°75 35-42 46°77 63-40 73:02 85:80 100:0 
* \ 65° ; 22°35 25-55 31°39 43°15 60°84 fpr: 85:73 100-0 


__ Y. Monti found that the conductivity of the green soln. is greater than that of the 


violet soln. H. C. Jones and E. Mackay found that the change from violet to 
green corresponds with the change in the conductivity of the soln. H. H. Hosford 
and H. C. Jones, and 8. F. Howard and H. C. Jones, obtained the following 
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results for green soln. for the temp. indicated in connection with the violet 
soln. : 


v : 4 8 16 32 128 512 1024 2048 4096 
0° . 107-4 126°8 146°5 188-9 2242 244-4 — 290-2 
12-5° Pita > oh 163°7 190-5 249-1 301-4 330°6 — 402°8 

fu 4 25° . 168-4 199-9 233°3 308-9 381-6 425-2 — 531°5 
35° rt, 194-0 219-2 270-4 358:°0 474-9 487°6 535-9 584:3 
a its . 248-1 279-3 352-6 486-0 699-3 vere Hae 903-3 1017-0 

‘ 35° : 33°20 37°51 46-27 61-27 81-28 83°45 91-72 100-0 
PAUGG° : 24-39 27°47 34°67 47°78 68-76 75°90 88-81 100-0 


H. T. S. Britton found that, at 18°, a 0-0050N- and 0-0067N-soln. of the 
violet and green salts have respectively an e.m.f. of 0-467 and 0-395 volt against 
a N-calomel electrode ; the H’-ion concentrations are py=3-19 and 1:94; and the 
percentage hydrolysis is 2-16 and 28-7. In the electrometric titration with sodium 
hydroxide, precipitation began with the e.m.f. respectively 0-591 and 0-587 volt, 
when the H’-ion conc. was py=5:30 and 5-27; or when 1-00 and 1-21 eq. of alkali 
per eq. Cr had been added; and precipitation was complete when 2-75 and 2-71 
eq. of alkali had been added. F. L. 8. Jones studied the formation of complex 
anions in soln.—vide supra, chromic sulphate. According to N. Demassieux and 
J. Heyrovsky, the polarization curves obtained in the electrolysis of tervalent 
chromium soln. show inflexions corresponding with either Cr°—>Cr°+@ or 
Cr’—>Cr-+38@. The curves show that the less hydrated chromium ions in the 
ereen salts are reduced and discharged at potentials which are more positive than 
those at which the more hydrated chromium ions in the violet salts become reduced. 
This is true of the chloride and sulphate soln., although with the latter the 
abnormally great displacements of the potentials at which reduction occurs indicate 
that the complexity of the ions varies with dilution in passing from the green to 
the violet form. The potentials at which reduction occurs in potassium and 
rubidium chrome alum soln. are coincident, and indicate the progressive dissocia- 
tion of the anion complexes. No reduction occurs in alkaline chromium hydroxide 
soln., which is regarded as proof of the colloidal nature of the hydroxide, in contrast 
with soln. of zincates and plumbites in which reduction has been observed. 

C. Montemartini and L. Losana studied the e.m.f. of soln. of the salt. 
A. Hagenbach made observations on the thermoelectric force of the soln. EK. Feytis 

found the magnetic susceptibility of the 

248 4 powdered salt to be 11-83x10~6 mass units ; 

J.G. Konigsberger found for the soln., 13x 10~® 
ae mass units at 22°; and O. Liebknecht and 
A. P. Wills, 22x10-° mass units at 187 
P. Pascal found the mol. magnetic suscepti- 
bility to be 2629x1075. L. A. Welo’s mea- 
surements of the magnetic susceptibility of 
solid and molten alum are summarized in Fig. 86. 
200 330 30 0k he Curie point, C=y(7'—8@), for the solid and 


Fic. 86.—The Magnetic Suscepti- iter een SEE 9 so te Use 
bilities of Hydrated Chromium 8 POSH » aNd Oj—li. 
Salts—Solid and Molten. N. W. Fischer observed that 100 parts of 


cold water dissolve 16-7 parts of the chrome alum. 
J. Locke found that a litre of water dissolves 243-9 grms. of KCr(SO,)..12H,0, 
or 125-1 grms. of KCr(SO,4)o. The aq. soln. of the violet salt has an acidic re- 
action, and when the salt has been precipitated many times by alcohol from 
its aq. soln. H. Baubigny and E. Péchard found that a soln. neutralized 
by ammonia with methyl-orange as indicator, gave crystals which had an 
acidic reaction; and the soln. also reacts acidic after standing a little while. 
F. P. Venable and F. W. Miller also found that the green modified soln. is also 
acidic. A. and L. Lumiére and A. Seyewetz found that a considerable quantity — 
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of alkali-lye can be added to the violet soln. without giving a precipitate ; a soln. 
of 100 grms. of the alum will take up alkali-lye eq. to 8-435 grms. of H,SO,, at 
ordinary temp. or at 50°, before it yields a permanent turbidity ; at 100°, alkali-lye 
eq. to 12-8 grms. of H,SO, is similarly taken up. F. Ulffers observed that a cold, 
conc., aq. soln. of the alum takes up nearly a mol of alkali per gram-atom of 
chromium, and at the same time the soln. becomes green. According to K. J. Mills 
and R. L. Barr, a turbidity appears in a soln. of chrome-alum when 2 mols of 
Na gCOg per mol of Cro(SO,4)3 have been added; and L. Meunier and P. Caste 
found that chrome alum soln. undergo hydrolysis and the basic chromic salts so 
formed polymerize under the action of heat and more slowly on keeping. The 
neutralization of the sulphuric acid formed by the hydrolysis by the sodium 
carbonate, is accompanied by the liberation of carbon dioxide, and this is expelled 
from the soln. by increase of temp. or agitation. The precipitation is due to the 
sodium carbonate acting as a neutralizing agent and also as a coagulating agent 
on the colloidal soln. of the chromium hydroxide or the polymerized basic chromium 
salts. For W. J. Chater and J. 8. Mudd’s observations on the H’-ion conc., 
wide supra, chromium sulphate. The electrometric titration curves of 
H. T. 8. Britton for violet and green soln. of chrome-alum are shown in Fig. 79. 
N. W. Fischer observed that by the spontaneous evaporation, of the violet soln., 
the salt may be recovered unchanged; if the soln. be heated between 50° and 
75°, it becomes green, and furnishes, on evaporation, a green soluble, amorphous 
mass or else it yields crystals of potassium sulphate leaving green chromic sulphate 
in soln. ; but H. Lowel added that the chromic sulphate hinders the crystallization 
of the potassium sulphate. H. Léwel also observed that if the chrome-alum in a 
sealed tube be melted in its water of crystallization, and cooled to —20°, there 
remains a viscid liquid, which, when evaporated at 25° to 30°, loses about 18 mols. 
of water; if allowed to stand 2 or 3 weeks under a bell-jar over water, it takes 
up 15-20 per cent. of the original quantity. If a soln. of alum be dissolved in 
twice or thrice its weight of water, the green soln. very slowly deposits crystals 
of chrome-alum. D. Gernez observed that seeding the green liquid with crystals 
of alum favours the formation of crystals of chrome-alum. V. A. Jacquelain said 
that the re-formation of crystals of chrome-alum from the green soln. occurs at 
2°; and H. Léwel, at 20° to 30°. H. Lowel also found that if chrome-alum be 
melted in a sealed tube, or if a soln. of chrome-alum in one or two parts of water 
be boiled in a flask which is closed while the soln. is boiling, no crystallization 
occurs even if the vessels be shaken after standing for a year; but the crystalliza- 
tion of the undercooled or supersaturated liquid starts immediately the vessel is 
opened. 

L. de Boisbaudran observed that the violet soln. prepared in the cold gradually 
becomes greener; while the green soln. prepared by heat, slowly becomes blue. 
In the former case, the soln. increases in vol. owing to the salt giving up combined 
water ; and in the latter case the soln. decreases in vol. owing to the salt taking 
up water. K.Grinakowsky said that the absorption spectra, and the electrical con- 
ductivities of the soln. indicated that 78° is the transition temp. for the violet 
to the green soln. The transformation has been discussed by G. D. van Cleeff, 
M. E. Dougal, W. R. Whitney, A. Recoura, F. P. Venable and F. W. Miller, etc. 
—vide supra, chromic chloride. A. Mitscherlich observed that if the soln.— 
with or without admixture with potassium sulphate—be heated to 200°, an 
amorphous precipitate is formed which is supposed to be chromium-lowigite, or 
the enneahydrate, K,804.Cro(SO4)3.9H,O. F. P. Venable and F. W. Miller said 
that the same salt is precipitated by adding alcohol to a freshly prepared soln. 
of the violet salt. According to C. R. C. Tichborne, if a soln. of chrome-alum be 
heated in sealed tubes for 2 or 3 hrs. at 177°, a basic sulphate is precipitated ; 
and a dil. soln. of chrome-alum is instantly dissociated, or hydrolyzed when dropped 
into a flasko of biling water, for the contents of the flask become turbid and opaque. 
The precipitate redissolves on cooling, and even during boiling if the chrome-alum 
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is gradually added. He concluded that “the green colour of chromic salts is 
due to the basylous condition ”’—wde supra, H. T. 8. Britton’s observations. 
H. Lowel found that barium chloride precipitates all the SO, from a cold, freshly 
prepared, violet soln., but only part of the SO, is precipitated from the green soln., 
so that when the filtrate is heated, the addition of barium chloride precipitates 
more SO,. C. Montemartini and L. Losana studied the solubility of the salt 
in sulphuric acid. According to M. Kriiger, alcohol precipitates from the violet 
soln. the unchanged violet salt—vide swpra—but the green soln. furnishes a green 
oily liquid which gradually solidifies, and which contains three-fourths of the 
SO,-radicle, the remaining quarter remains dissolved in the alcohol ; and M. Siewert 
added that the oily precipitate contains K,0: Cr,03:SO3;=6:5:18, and the 
soln. 2:3:14. G. N. Wyroubofft observed that the same amount of chromic 
oxalate is precipitated by the addition of alkali oxalate to the freshly prepared 
violet soln. as to a soln. which has been kept at 30° for some time. H. Lowel 
observed that zinc and iron react with a soln. of the salt as in the case of chromic 
chloride (q.v.). | 

As indicated above, H. Lowel found that if chrome-alum be heated gradually 
between 300° and 350°, it is transformed into green, anhydrous, K2SO,4.Cro(SOx4)3, 
which is a pseudomorph after the hydrate, and quickly dissolves in boiling water. 
If chrome-alum be heated a little above 350°, or, according to C. Hertwig, between 
300° and 400°, until all the water is expelled, the anhydrous, green, insoluble salt 
is formed. This salt, said N. W. Fischer, is lilac-coloured when hot, yellowish-green 
when cold. C. Hertwig, and H. Lowel found that if the salt be heated just below 
redness it loses 5-8 per cent. of sulphur trioxide, and at a full red-heat, the chromic 
sulphate forms chromic oxide. The potassium sulphate can be removed by washing 
with water. The salt is decomposed if boiled for a long time with alkali-lye with the 
separation of chromic oxide. The salt is not decomposed by cold or boiling water, 
hydrochloric acid, sulphuric acid, nitric acid, or aq. ammonia. M. Traube heated 
potassium dichromate with a large excess of conc. sulphuric acid, and at 160° to 
180° obtained a mush of a green, insoluble double salt, and a green liquid; at 240°, 
there is produced a greyish-red substance. These products contain the more 
potassium sulphate the lower the temp., and the shorter the time of contact with 
the acid. W. Wernicke obtained some analogous products. 

According to N. W. Fischer, and C. Hertwig, a dihydrate, K,804.Cro(SO4)3.2H20, 
is formed when potassium chrome-alum is heated to 200° so long as 1¢ continues 
to lose water. The dark green, porous residue slowly dissolves when boiled for a 
long time with water, and more rapidly if hydrochloric acid be present. Water 
and dil. sulphuric or hydrochloric acid do not act on the salt at ordinary temp. in 
the course of several days. The salt is decomposed by warm, aq. ammonia which 
separates as dark-green chromic oxide, soluble in hydrochloric acid.. P. N. Pavlofi 
studied the action of soln. of chrome-alum on leather. The enneahydrate, 
K,SO4.Cro(SO4)3.9H2O, and the tetracosthydrate, ordinary chrome-alum, have been 
discussed above. F. Fichter and E. Brunner observed that fluorine is a powerful 
oxidizing agent. They showed that a soln. of chromium alum, acidified with very 
dil. sulphuric acid, is not altered by the passage of fluorine for several hours, but 
if the conc. of free acid is as high as 1-5N, a regular oxidation to chromic acid sets 
in, and is easily recognized by the change of colour from violet to orange-yellow. 
Higher conc. of sulphuric acid up to 7-5N have the same effect. The oxidation is 
certainly indirect, for if the amount of chromic acid is determined by titration, the 
fresh soln., which evolves ozone, has about 1-5 times the possible oxidizing power. 
After standing overnight or heating on a water-bath, the excess of oxidizing sub- 
stances is destroyed, and the soln. has an oxidizing value corresponding exactly 
to the theoretical amount of chromic acid. The oxidizing substance must 
be sulphuric tetroxide, for it is effective at 0°, whereas persulphate oxidizes 
chromic salts only at higher temp. The conc. sulphuric acid is assumed 
to exert two functions: (i) to furnish sulphur tetroxide as an intermediate com- 
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pound ; and (ii) to prevent the formation of hydrogen dioxide and hence of per- 
chromic acid which would lead to reduction. According to L. Meunier and P. Caste, 
the amount of sodium carbonate necessary to produce a permanent precipitate 
in a soln. of chrome-alum varies with the age and method of preparation of the soln. 
Immediately after the soln. has been prepared, there is a relatively short period 
during which the amount of sodium carbonate required increases with the time 
‘ up to a maximum which varies with the dilution and the temp. This period is 
longer and more marked the more conc. is the soln. and the lower the temp. After 
this maximum, there is a relatively long second period, which may last several 
months during which the amount of sodium carbonate required decreases slowly 
with the time. At high temp., and particularly at 100°, the two periods are of such 
short duration that the end of their combined action is almost immediate. It is 
supposed that immediately on its dissolution in water, chromium sulphate under- 
goes a partial hydrolysis. The chromium hydroxide and chromium sulphate 
interact to give a less ionized complex more stable towards sodium carbonate. This 
process predominates at first. This immediate hydrolysis progresses and is slowly 
accentuated and the ionic conc. is increased until the second process gradually 
predominates, with the consequent requirement of less sodium carbonate for the 
precipitation of the chromium hydroxide. F. KE. Brown and J. HE. Snyder observed 
that a crystal of chrome-alum blackens when boiled with vanadium oxytvrichloride. 

T. Klobb obtained hexagonal crystals of ammonium potassium chromium 
sulphate, (NH,,K),SO,4.Cr.(SO,)3, as solid soln. isomorphous with the anhydrous 
alums, by fusing a mixture of potassium chrome-alum with ammonium sulphate. 
The salt is not attacked by boiling water. By operating in an analogous manner, 
ammonium aluminium chromium sulphate, (NH,).S0,.(Cr,Al),(SOx)3, and ammo- 
nium ferric chromium sulphate, (NH,).S0,.(Cr,Fe).(SO,)3, were obtained as iso- 
morphous mixtures. 

J. H. Gladstone, and H. Erdmann prepared rubidium chromium sulphate, or 
rubidium disulphatochromiate, Rb,SO,.Cro(SO,4)3.24H2O, or RbCr(SO,)2.12H,0, 
from a soln. of the component salts. It furnishes violet octahedra which, according 
to O. Pettersson, have the sp. gr. 1-968 at 16-8°. J. H. Gladstone gave 1-946 for the 
sp. gr. J. Locke said that the salt melts at 107° in its water of crystallization. 
F. Ephraim and P. Wagner found the vap. press., p mm., of the hydrate to be: 


40° 51° 61:5° 71° 79-5° 84° 90° 
i tat ntti di, 42 86 166 250 355 414 
C. Soret found the index of refraction, pz, for the wave-length, A at 12° to 17°, to be : 
he ¥: G-line F-line 6-line #-line D-line C-line B-line A-line 
p . 1:49323 1:48775 1:48522 1-48486 1-48151 1-47868 1:47756 1:47660 


J. H. Gladstone gave for the sp. refraction for the A-line (u—1)/D=0-2444 ; and 
for the sp. dispersion (w4—q)/D=0-0090. H. Sauer studied the absorption spec- 
trum. H. Erdmann found that the salt is sparingly soluble in cold water, and that 
the soln. becomes green when heated. J. Locke gave for the solubility in a litre 
of water at 25°, 43:4 grms. of the hydrated and 25-7 grms. of the anhydrous salt. 
N. Demassieux and J. Heyrovsky studied the polarization curves—wde supra. 

J. H. Gladstone, and C. Soret prepared ceesium chromium sulphate, or ceesium 
disulphatochromiate, Cs,SO,4.Cro(SO,)3.24H,O, or CsCr(SO4)2.12H,0, from a soln. 
of the component salts. J. H. Gladstone gave 2-043 for the sp. gr. J. Locke found 
the m.p. to be 116°. F. Ephraim and P. Wagner gave for the vap. press., p mm., 

44° 71-8° 80° 81:5° 90° 95° 
ime oe . (214 119 224 250 411 512 
C. Soret observed the index of refraction, py, for light of wave-length, A, at 6° to 
12°, to be: 


; G-line F-line b-line #-line D-line C-line B-line A-line 
p . 1:49280 1-48723 1:48491 1-48434 1:48100 1:47836 1:47732 1-47627 
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J. H. Gladstone gave for the sp. refraction for the A-line (u—1)/D=0-2326 ;, and 
for the sp. dispersion, (44—¢@)/D=0-0086. H. Sauer studied the absorption 
spectrum. J. Locke found for the solubility in a litre of water at 25°, 9-4 grms. 
for the hydrated, and 5-7 grms. for the anhydrous salt. The soln. becomes green 
above 95°. 

E. Carstanjen, J. E. Willm, and O. Pettersson prepared thallium chromium 
sulphate, or thallium disulphatochromiate, Tl,SO,.Cr2(SO4)3.24H.O, or T1Cr(SO4)o. 
12H,0, from a soln. of the component salts. The octahedral crystals appear almost 
black ; they appear red by transmitted light. J. H. Gladstone gave 2-388 for the 


sp. gr.; J. Locke, 92° for the m.p.; and F. Ephraim and P. Wagner, for the vap. 


press., p mm., 


Se 50° 68° 78°5° 87°5° 94° 102" 
pe Openings 44 155 250 394 507 672 


The index of refraction, pz, for light of wave-length A at 9° to 25°, was found by 
C. Soret to be: 


Neen G-line F-line b-line #-line D-line C-line B-line A-line 
pw . 1:538808 1-53082 1:52787 1-52704 1-52280 1-51923 1:51798  1-51692 


J. H. Gladstone found the sp. refraction for the A-line to be (u—1)/D=0-2161 ; 
and the sp. dispersion, (w4—ug@)/D=0-0092. HH. Sauer studied the absorption 
spectrum. J. Locke observed that a litre of water at 25° dissolves 163-8 grms. of 
the hydrated or 104-8 grms. of the anhydrous salt. 

A series of salts of the type 3R.SO,.Cro(SO,4)3, or RgCr(SOu)s, or Ref Cr(SOx4)s |, 
has been prepared in the dry way, but not by wet processes. The salts may be 
identical with A. Recoura’s chromotrisulphuric acid. T. Klobb found that when 
chromic oxide, chloride, or sulphate is fused with ammonium sulphate, ammonium 
trisulphatochromiate, (NH,)3Cr(SO,)s, is formed in pale green, acicular crystals, 
which become rose-coloured when heated. If the fusion is prolonged, anhydrous 
ammonium chrome-alum is formed. Ammonium trisulphatochromiate is insoluble 
in cold water, and it is slightly attacked by boiling water, dil. acids, and dil. alkali- 
lye. It is not changed at 350°, but it decomposes at a red-heat forming chromic 
oxide. W. Wernicke prepared lithium trisulphatochromiate, Liz|[Cr(SO,)s], by 
fusing chromic oxide with lithium hydrosulphate, adding conc. sulphuric acid to 
the cold mass, and fusing the mixture again. The properties resembled those of 
the potassium salt. W. Wernicke obtained sodium trisulphatochromiate, 
Nag| Cr(SO,)3], in a similar manner; and C. Pagel, by melting a mixture of sodium 
hydrosulphate, and ammonium and chromic sulphates (5:2.5:1) as in the case 
of the potassium salt; and also by heating sodium dichromate and chloride in the 
presence of an organic reducing agent, and treating the product with sulphuric 
acid. The salt forms prismatic or acicular crystals, and behaves like the potassium 
salt. W. Wernicke obtained potassium trisulphatochromiate, K.[Cr(SO,)3], by 


melting potassium pyrosulphate with anhydrous chrome-alum, or chromic sulphate. — 


or oxide, and extracting the cold mass with hot water. A. Etard prepared it by 
melting chromic chloride and potassium hydrosulphate at a red-heat ; and T. Klobb, 
by melting a mixture of chrome-alum, and ammonium and potassium sulphates 
(1:4:4). The green powder was found by W. Wernicke to appear violet-red when 
hot ; it consists of six-sided rhombic or hexagonal needles. C. Pagel said that the 
crystals are hexagonal; and T. Klobb added that they are probably isomorphous 
with the corresponding ammonium salt. The compound loses SO3 when heated 
to redness, and, according to W. Wernicke, it is insoluble in water, acids, and dil. 
alkali-lye, but it is decomposed by boiling with conc. potash-lye. 

A. Recoura obtained potassium chromitetrasulphate, K.[Cr.(SO,),], by evapo- 
rating on the water-bath a mol of green chromic sulphate with a mol of potassium 
sulphate; and the tetrahydrate, Ko[Cro(SO4)4].4H.0, by dehydrating chrome-alum 
slowly at 110°. The former compound is dark green, and it is soluble in water. 


| 
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was obtained from the chromipolysulphuric acid (q.v.); and similarly also with 
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The soln. gives no immediate precipitation with barium chloride, showing that all 
the SO,-radicles are masked. The isomeric (KO) Cr20.(SO3)4, or K.[Cr(SO,),], 
sodium chromitetrasulphate. A. Recoura obtained potassium chromipentasulphate, 
K,[Cro(SO4)5], by evaporating on a water-bath a mol of green chromic sulphate 
with 2 mols of potassium sulphate ; if 3 mols of potassium sulphate are employed, 
potassium chromihexasulphate, K,[Cr2(SO,),], is formed. Both these green com- 
pounds are soluble in water ; and all the SO,-radicles are masked. G. N. Wyrouboft 
discussed the composition of these salts—wide supra, the corresponding acids. 

The mixed crystals of potassium sulphate and chromate were discussed in 
connection with potassium chromate. A. Recoura obtained potassium chromi- 
trisulphatochromate, K.[Cr.(SO,)3(CrO,)], by evaporating on a water-bath a soln. 
of a mol of the green sulphate with a mol of potassium chromate. The dark brown, 
amorphous product forms a green or brown soln. with water; the aq. soln. readily 
decomposes into chromic sulphate and potassium chromate. A. Recoura also 
prepared potassium chromitrisulphatodichromate, K,[Cr.(SO4)3(CrO,4)2], by using 
a mol of green chromic sulphate and 2 mols of potassium chromate ; with three 
mols of potassium chromate, potassium  chromitrisulphatotrichromate, 
K{ Cro(SO4)3(CrO,)3], is formed. The properties of these salts are similar. According 
_ to A. Htard, a soln. of a mol of potassium chromate and 2 mols of magnesium sulphate 
furnishes monoclinic prisms of potassium magnesium disulphatochromate, 
K,CrO4.2MgS0,.9H,0, which lose 5 mols. of water at 100°, and all the water at 
250°. C. von Hauer said that a third of the SO,-radicles in K,SO,.MgS8S0O,.6H,O 
can be replaced by the CrO,-radicle without change of form. A. Duffour showed 
that A. Htard’s salt is an arbitrary stage in a series of isomorphous mixtures of 
nKoCr(SO,4)o.6H,0.(1 al n)K,Me(CrO,)5.6H,0. 

S. M. Jorgensen 2 prepared chromic hexamminosulphate, [Cr(NHs)¢]o(SOxq)s. 
5H,O, by triturating the hexamminobromide with freshly precipitated silver oxide 
and water ; the filtrate was treated with dil. chromic sulphate, and the salt precipi- 
tated by alcohol. The yellow needles lose 4 mols. of water over sulphuric acid ; 
and at 100°, the water is expelled in a few hrs. The salt is freely soluble in hot 
water. It forms a complex chloroplatinate. 8. M. Jérgensen, and O. T. Christensen 
obtained chromic aquopentamminosulphate, [Cr(N H;);(H.O)|o(SO4)3.3H.O, and as 
in the case of the preceding salt, the prismatic crystals are freely soluble in water ; 
they lose 4 mols. of water between 98° and 100°. The salt forms a complex chloro- 
platinate. A. Werner and J. L. Klein obtained chromic tetraquodiamminosulphate, 
[Cr(NH3)o(H20)4]o(SOu)3, by dissolving the bromide in a little dil. hydrobromic 
acid, adding 8 vols. of absolute alcohol, then adding dil. sulphuric acid, and washing 
the crystals with alcohol and ether. The reddish-violet plates are very hygroscopic. 
P. Pfeiffer prepared chromic tetraquodipyridinosulphate, [CrPy.(H,0),]o(SO4)3. 
3H,0, and also the hydrosulphate, |CrPy.(H,O),|HSO,.2H,O. For the hexaquo- 
salts, see the chlorosulphates, and the alums M[Cr(H,02)¢6|(SO4)s. 

H. J. 8. King prepared chromic hydroxypentamminosulphate, [Cr(NH3);- 
(OH)|SO,, by the action of a soln. of chloropentamminochloride on ammonium 
sulphate in conc. aq. ammonia, and precipitation by the addition of alcohol. He 
' gave for the conductivity, 1 mhos, of a mol of the salt in v litres : 


v : : 32 64 128 256 512 1024 ~ 2048 
0° : 59-4 69-5 82-0 94-1 108-3 118°9 132-3 
{ 25° SS wee 132°9 158°3 181-2 208°2 234-0 254-2 


A. Werner and J. L. Klein, and A. Werner and J. V. Dubsky obtained chromic 

hydroxytriaquodiamminosulphate, [Cr(NH3).(H20O)3(OH) |SO,.H,O, by the action 

of sulphuric acid on chromic dihydroxydiaquodiamminochlorobromide. The pale 

red needles were insoluble in water, and soluble in dil. acetic and propionic acids. 

The acetic acid soln. with potassium thiocyanate forms dihydroxydiaquodiam- 

minothiocyanate. P. Pfeiffer and M. Tapuach, and P. Pfeiffer and W. Osann 
VOL. XI. . 2 4H 
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prepared chromic hydroxytriaquodipyridinosulphate, [CrPy.(H20)3(OH)]SO,. 
O. T. Christensen obtained chromic nitritopentamminosulphate, [Cr(NHs),;- 
(NO,)|SO,4.H2O, by the action of silver sulphate on the chloride of the series. The 
yellow crystals lose water with decomposition at 100°; they are freely soluble in 
water; and are decomposed by dil. sulphuric acid. 8. M. Jérgensen obtained 
chromic chloropentamminosulphate, [Cr(NH3);Cl]SO4.2H.O, by treating an aq. 
soln. of the chloride with silver carbonate, and adding dil. sulphuric acid and after- 
wards alcohol to the filtrate. The carmine-red prisms are freely soluble in water. All 
the water is expelled in the presence of conc. sulphuric acid, or at 100°, a hydro- 
sulphate, [Cr(NH3);Cl],(SO,)(HSO,)5, was also prepared. A. Benrath found that 
the chloropentamminosulphate, [Cr(NH3),Cl]SO,4, is stable in the presence of 
0 to 70 per cent. sulphuric acid, but with more cone. acid, 4[Cr(NH3);Cl]SO,.3H,SO, 
is formed. P. T. Cleve, P. Pfeiffer and 8. Basci, P. Pfeiffer and M. Tilgner, 
and §S. M. Jérgensen obtained chromic  chloroaquotetramminosulphate, 
[Cr(NH3)4(H,0)CI]SO,, by the action of cold conc. sulphuric acid on the chloride 
of the series. The rose-red or dark violet rhombic plates are sparingly soluble in 
cold water, and freely soluble in warm water. The salt is decomposed by boiling 
in acidic soln. Y. Shibata measured the absorption spectrum. A. Werner and 
A. Miolati gave 171-5, 195-1, 226-4, and 262-6 mhos for the conductivity of soln. 
with a mol of the salt respectively in 250, 500, 1000, and 2000 litres of water at 25°. 
The pale violet precipitate is hygroscopic. or A. Recoura’s, R. F. Weinland and 
R. Krebs’, and R. F. Weinland and T. Schumann’s observations on chromic 
chloropentaquosulphate, [Cr(H,0);Cl|SO,, vide infra. P. T. Cleve also prepared 
chromic bromoaquotetramminosulphate, [Cr(NHs),(H,0)Br]SO,, by treating an 
aq. soln. of the bromide of the series with sodium sulphate and sulphuric acid, 
and then adding alcohol. The. rose-red, crystalline powder is freely soluble in 
water; and when the aq. soln. is boiled the salt is decomposed with the deposition 
of hydrated chromic oxide, and the evolution of ammonia. E. H. Riesenfeld 
and F. Seemann treated a soln. of chlorodiaquotriamminodichloride with conc. 
sulphuric acid, and obtained pale violet, hygroscopic crystals of chromic chloro- 
diaquotriamminosulphate, [Cr(NHs)3(H,O)CI|SO,. S. Guralsky, and A. Werner 
prepared violet chromic bromodiaquotriamminosulphate, [Cr(NH3)3(H20).Br]SO,, 
by the action of sulphuric acid on the chloride of the series followed by alcoholic 
precipitation; and A. Werner and R. Huber, N. Bjerrum and G. H. Hansen pre- 
pared chromic bromopentaquosulphate, [Cr(H,0);Br]SO,.H,0, or CrBrSO,4.6H,0. 

P. Pfeiffer and M. Tapuach prepared chromic dihydroxydiaquodipyridinosul- 
phate, [CrP y.(H,0).(OH)>].804.12 or 14H,O; and P. Pfeiffer and P. Koch, chro- 
mic cis-dichlorobisethylenediaminohydrosulphate, [Cr en,Cl,|(HSO,). E. Rosen- 
bohm obtained chromic dichlorotetramminosulphate, [Cr(NH3),Clo],.SO,, with 
the magnetic susceptibility 20-68 x 10—6 mass units. A. Werner obtained chromic 
dichloraquotriamminosulphate, [Cr(NH3)3(H,0)Cl,|2S0,4, by treating the chloride 
of the series with sulphuric acid. The blue needles form a blue soln. with water ; 
and the salt is reprecipitated by the addition of sulphuric acid. A. Werner, and 
S. Guralsky prepared dark green crystals of chromic dibromoaquotriamminosul- 
phate, [Cr(NH3)3(H.O) Bro|,8O,, by the action of sulphuric acid on the bromide ot 
the series. For A. Werner and R. Huber’s observations on chromic dibromo- 
tetraquosulphate, vide infra. P. Pfeiffer and P. Koch prepared chromic cis- 


dithiocyanatobisethylenediaminohydrosulphate, [Cr en,(SCy),|HSO,.14H,O; and — 


P. Pfeiffer, the trans-salt. 

S. M. Jorgensen prepared both the rhodo- and the erythro-salts of chromic 
hydroxydecamminosulphate, [Cr2(O0H)(NH3)19|2(SO4);.2H2O0, by adding sulphuric 
acid to an aq. soln. of the thiocyanate of the series. The carmine-red, quadratic 
or rectangular plates are sparingly soluble in cold water. 8. M. Jorgensen pre- 
pared carmine-red prismatic crystals of chromic trihydroxyaquohexammino- 
sulphate, [Cro(OH)s(H20)(NHs)g]o80O4.3H,O, as well as the hydrosulphate, 
[Cr.(OH)(H,0)(NH3)g/HSO,.4H,O. P. T. Cleve prepared chromic decahydroxy- 
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tetramminosulphate, Cr,(OH),9(SO04)(NH3),.19H,O, by the action of ammonia 
on ammonium chrome-alum. P. Pfeiffer and W. Vorster prepared chromic hexa- 
hydroxysexiesethylenediaminosulphate, [Cr,(OH),en,g](SO,)3.10H,0. M. Z. Jovit- 
schitsch treated a chromium salt with a little aq. ammonia, and about a gram of 
the light grey hydroxide treated with just enough sulphuric acid to dissolve it, 
diluted to about 25 c.c., and mixed with the same vol. of ammonia. A grey 
precipitate is formed which redissolves in an hour or two. When the soln. is 
treated with alcohol, the red oil which is formed, when freed from ammonium 
sulphate, solidifies to a red mass of chromic dioxyhexamminodisulphate, 


(NH,).=0r.0.NH,.0r=80, 1954 ¢ 
(NH,),—Cr.0.NH,.Cr=SO, 

When dried over sulphuric acid, it loses 4H,O, but when left in contact with water, 
it gradually suffers hydrolysis and becomes paler, the acid radicles being partly 
replaced by hydroxyl groups. It is stable in absolute alcohol, but absorbs carbon 
dioxide when exposed to the air. D. Strémholm prepared platinie dihydroxysul- 
phatoctamminochromatodichromate, [Pt.(NHs)3(OH),SO,]Cr.0,(CrO4), as well 
as platinic hydroxysulphatotetramminodichromate, [Pt(NH;),(OH)(S0,4)]oCre0z, 
previously obtained by P. T. Cleve. 

H. Schiff prepared the monohydrate of green chromic chlorosulphate, 
CrClSO,.H,0, by evaporating at about 50° a soln. of basic chromic sulphate in 
cold hydrochloric acid. A. Recoura, and A. Werner and R. Huber obtained the 
hexahydrate by boiling for a quarter of an hour 60 grms. of violet chromic sulphate 
with 50 c.c. of fuming hydrochloric acid, and allowing the mixture to stand for 
some days. R. F. Weinland and R. Krebs obtained the octohydrate by evaporating 
at 10° over cone. sulphuric acid a mixture of a conc. aq. soln. of the green chloride 
with an eq. quantity of sulphuric acid; and R. F. Weinland and T. Schumann, 
and N. Bjerrum also obtained it from one of the chromic chlorides and sulphuric 
acid. H. Schiff described his monohydrate as a green, hygroscopic, amorphous 
mass; A. Werner and R. Huber described his hexahydrate as a bluish-green mass 
of tabular crystals; and R. F. Weinland and co-workers found the octohydrate 


forms pale green masses of tabular crystals. A. Recoura, and R. F. Weinland and 


co-workers said that a pentahydrate is formed by heating the higher hydrate at 
85°, or exposing it in vacuo over sulphuric acid. A soln. of the salt gives no imme- 
diate precipitation with silver nitrate, but a precipitate with barium chloride is 
formed at once showing that the chloride radicle is masked, but not so with the 
sulphate radicle. The lowering of the f.p. is rather greater than would correspond 
with that for the non-oxidized molecule ; and the mol. conductivity 76-5 for v=125 
at 1° corresponds with the dissociation of the salt into two ions. The conductivity 
gradually increases when the soln. is allowed to stand showing that the salt is 
gradually resolved into three ions as it is transformed into the violet salt. The 


formula for chromic chloropentaquosulphate, [Cr(H,0);Cl|SO,nH,O, fits the 


facts very well; and this, changing to the violet salt, forms [Cr(H,O)¢|(SO,4)Cl.nH,0. 
N. Bjerrum discussed the case where the sulphate radicle is not immediately pre- 
cipitable. L. A. Welo gave 19-8610-® for the magnetic susceptibility of 
[Cr(H,0),|CISO,.2H,0, and 19-62 x 1076 for [Cr(H,0),C1]SO,.3H,0. 

R. F. Weinland and R. Krebs obtained the octohydrate of violet chromic chloro- 
sulphate, CrCl]SO,.8H,O, by mixing 26:6 grms. of the greyish-blue CrCl3.6H,0 
dissolved in 28 grms. of water, with 10 grms. of conc. sulphuric acid mixed with 
18 germs. of water, all well cooled. Violet acicular crystals of the salt separate in 
a few days as the mixture is evaporated in a desiccator; if 11 grms. of water and 
10 grms. of conc. sulphuric acid are used tabular crystals are formed. If the 
-‘octohydrate is kept over sulphuric acid in vacuo it forms the hexahydrate, An 
aq. soln. of the salt evaporated over sulphuric acid yields violet chromic sulphate. 
An acidified soln., at 0°, gives an immediate precipitation of silver chloride when 
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treated with silver nitrate, but barium sulphate is not at once precipitated by 
barium chloride. The mol. conductivity is 116 for v=125 at 1°, showing that the 
salt is not all ionized into three ions. The lowering of the f.p. also gives values 
rather larger than those required for the non-ionized molecule. The facts are con- 
sidered to fit the formula for chromic hexaquochlorosulphate, | Cr(H,0)¢|(SO,)Cl. 
nH,O. <A. del Campo and co-workers obtained the violet salt by the action of 
hydrogen chloride on a cold, conc. soln. of the violet chromic sulphate. H. Moles 
and M. Crespi gave 1-799 for the sp. gr. of [Cr(H,O0),¢|Cl(SO,).H,0, at 25°/4°, and 
171 for the mol. vol. According to A. Werner and R. Huber, by mixing cone. soln. 
of violet chromic sulphate, and green chromic chloride, and adding conc. sulphuric 
acid while the mixture is cooled with iced water, green crystals of the 
bimolecular, green chlorosulphate, (CrClSO,4.6H,O),, thought by A. Werner 
and R. Huber, and N. Bjerrum to be chromic dichlorotetraquochromihexaquo- 
disulphate, [Cr(H,0) )gl(SO4)o[ Cr(H,0),Cl,].2H,O. The aq. soln. does not give an 
immediate precipitation with silver nitrate, but, it does give one with barium 
chloride. A 1: 10-soln. of the salt in dil. hydrochloric acid, when sat. with hydrogen 
chloride, precipitates half the chromium as blue chromic chloride. N. Bjerrum 
and G. H. Hansen likewise prepared chromic dichlorotetraqualuminohexaquo- 
disulphate, [Cr(H,0),Cl,][ Al(H,0)¢(SO,4)2.2H,0 ; and chromic dichlorotetraquo- 
vanadihexaquodisulphate, [Cr(H,O),Cl. || V(H20)¢6|(SO4)2.2H,O, by the electrolytic 
reduction of vanadyl sulphate in the presence of chromic chloride. A. Werner and 
R. Huber, and N. Bjerrum and G. H. Hansen obtained chromic dibromotetraquo- 
chromihexaquodisulphate, [Cr(H,0)¢](SO4)o[ Cr(H,0),Br.].2H,O, by the action of 
hydrogen bromide as in the analogous case of the preceding salt. The dark 
green plates are soluble in water; and are precipitated from the aq. soln. by 
sulphuric acid. N. Bjerrum and G. H. Hansen likewise prepared chromic dibromo-= 
tetraquoaluminohexaquodisulphate, = [Cr(H,0),Brz][Al(H20)¢|(SO4)2.2H,O, as 
well as the corresponding chromic dibromotetraquoferrihexaquodisulphate, 
[Cr(H,0),Bre || Fe(H20)¢](SO4)2.2H,O ; and dark green crystals of chromic di- 
bromotetraquovanadihexaquodisulphate, [Cr(H,0),Bre |[ V(H,0)¢6](SO4)o.2H,O, by 
the electrolysis of vanadyl sulphate in the presence of chromic bromide. The corre- 
sponding titanium and manganese salts could not be prepared. 

S. M. Jérgensen prepared yellow octahedral crystals of chromic hexammino- 
iodosulphate, [Cr(NHg)¢|(SO4)1, by adding ammonium iodide and sulphate to an 
ammoniacal soln. of the chloride of the series. 

N. Larsson prepared ammonium chromic chloropentaquodichlorosulphate, 
[CrOl(H,0)5 |Cly.(NH,4),804,.H,0, by adding ammonium sulphate to a well-cooled 
soin. of chromic. chloropentaquodichloride ; ammonium chromic chloropentaquo- 
disulphate, [CrCl(H,O);|SO4.(NH4).SO,, by adding alcohol to a cold soln. after 
boiling a mixture of soln. of chromic chloropentaquodichloride and ammonium sul- 


phate ; if the soln. contains sulphuric acid, ammonium chromic chloropentaquo-— : 


sulphatohydrosulphate, [CrCl(H,O);|/SO,(NH,)HSO,, is formed; likewise with 
hydroxylamine chromic chloropentaquochlorosulphate, [CrCl(H,0),]Cl(SO,). 
(NH,0).80,.2H,O ; and hydroxylamine chromic chloropentaquosulphatohydro- 


sulphate, [CrOl(H,0) )5]SO4.(NH,0)HSO,. Complexes were also prepared with’ 


sulphates of organic bases—methylammonium, dimethylammonium, tetramethyl- 
ammonium, ethylammonium, pyridinium, and strychnine. 

R. F. Weinland and T. Schumann observed that a soln. of green hydrated 
chromic chloride and ammonium sulphate in equimolar proportions deposits crystals 
of ammonium chromic trichlorodisulphate, CrCl,.2(NH,).S0,4.6H,O, or ammonium 
chromic trichlorotetraquodisulphate, [Cr(H,O),Cl,|Cl.2(NH,).S0,.2H.O, in the 
form of large, green, four- or six-sided plates when kept a short time in a desiccator. 
Only one-third of the chlorine is precipitated immediately by silver nitrate from an 
acidified soln. of the salt at 0°, whereas all the sulphate is thrown down imme- 
diately by barium chloride. N. Larsson prepared this salt as well as ammonium 
chromic dichlorotetraquochlorotrisulphate, [ CrCl,(H.0),|Cl.3(NH,).SO0,.2H,O; and 
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N. Larsson, and R. F. Weinland and T. Schumann found that ammonium chromic 
dichlorohydrosulphatotrisulphate, [Cr(H.,0),Cl,],SO,.2(NH,)380,(HSO,), separ- 
ates in green needles from a soln. containing a mol of green hydrated chromic 
chloride, a mol of ammonium sulphate, and 1 to 3 mols of sulphuric acid. In an 
acidified soln. of the salt at 0°, silver nitrate does not produce an immediate pre- 
cipitate, but all the sulphate is at once thrown down by barium chloride. N. Larsson 
found that chromium dichlorotetraquosulphate forms complex salts with the 
sulphates of organic bases—methylammonium, tetramethylammonium, ethyl- 
ammonium, tetraethylammonium, guanidinium, and pyridinium. 

J. Meyer and V. Stateczny 3 obtained indications of the existence of chromyl 
sulphuryl chloride, CrSO;Cl,, formed by the action of sulphur trioxide on a well- 
cooled soln. of chromyl chloride in carbon tetrachloride, and the mixture heated 
in a sealed tube at 120°. The brown product fumes in air, it is decomposed by 
water into sulphur trioxide and chromyl] chloride. 
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§ 31. Chromium Carbonates 


According to A. Moberg,! the precipitate produced by adding an alkali carbonate 
to a soln. of chromous chloride is supposed to be chromous carbonate, CrCO;, which 
is similar in many respects to magnesium, zinc, and ferrous carbonates. When 
chromous chloride is added to a boiling soln. of potassium carbonate, the reddish- 
brown precipitate gradually acquires a bluish-green colour provided air be excluded, 
and the supernatant liquor becomes yellow, and deposits brown-yellow plates, 
which, when exposed to air, become opaque and green. If these be now placed in 
water, a yellow soln. and a greenish-blue residue are formed. Again, if a cold soln. 
of potassium carbonate, freed from air, is employed, a dense yellow powder may be 
precipitated, or bluish-green flakes—of the same composition—may appear. If 
the yellow or brownish-red liquid be exposed to air, it turns green, and deposits a 
green substance ; if the liquid be kept in closed vessels, carbon dioxide 1s evolved and 
the liquid becomes turbid, and deposits a green, flocculent precipitate which also 
gives off carbon dioxide, and hydrogen, forming brown, hydrated chromosic oxide. 
The precipitate obtained with the cold soln. of potassium carbonate, on boiling, gives 
off carbon dioxide, and then dissolves in acids without effervescence. If potassium 
hydrocarbonate be employed, a similar product is obtained but containing more 
carbon dioxide, while the liquid retains more chromous carbonate in soln. 
H. Moissan obtained the carbonate of a high degree of purity, by adding sodium 
carbonate to a soln. of chromous chloride while air is excluded. The amorphous, 
greyish-white carbonate takes up oxygen from air, and when heated it forms chromic 
oxide and carbon monoxide; it is sparingly soluble in water sat. with carbon 
dioxide ; if allowed to stand in water exposed to air, it becomes red and then 


- changes to bluish hydrated chromic oxide. 


G. Baugé prepared a series of double carbonates by the action of a carbonate 
on moist chromous acetate or tartrate in an atm. of carbon dioxide. . He obtained 
ammonium chromous carbonate, (NH,),CO3.CrCO3.H,O, by passing a current of 
carbon dioxide through an ammoniacal soln. of chromous acetate, and washing the 
precipitate successively with aq. ammonia, alcohol, and ether, and dried in a 
current of hydrogen charged with ammonia. The same salt was obtained by boiling 
a soln. of chromous acetate in ammonia with sodium carbonate in a current of 
hydrogen. The yellow, crystalline powder, when thoroughly dried, is fairly stable 
in dry air. It is very active chemically. In air, it forms chromic hydroxide, 
with chlorine it forms chromic chloride ; it dissolves in hydrochloric or sulphuric 
acid forming a blue soln. if air be absent ; and hydrogen sulphide converts it into 
chromic sulphide. G. Baugé obtained impure lithium chromous carbonate by 
adding lithium carbonate to chromous acetate suspended in water. According to 
G. Baugé, when well washed and moist chromous acetate is mixed with a soln. of 
sodium carbonate, it first dissolves, and after a time a reddish-brown compound 
separates; this is washed with water, and afterwards with 98 per cent. alcohol, all the 
operations being conducted in an atm. of carbon dioxide. When dried in a current 
of the same gas, the resulting decahydrate of sodium chromous carbonate, 
Na ,CO3.CrCO3.10H,O, forms microscopic, tabular lozenge-shaped crystals which 
lose water in vacuo at the ordinary temp. or at 100°. It is very soluble in cold 
water, but the solubility gradually diminishes, probably in consequence of polymeri- 
zation. It is a powerful reducing agent, and decomposes water at a little below 
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100° with liberation of hydrogen. When exposed to dry air, it effloresces, and is 
afterwards converted into a mixture of sodium carbonate and chromic hydroxide ; 
in moist air, it oxidizes rapidly with development of heat. Chlorine converts it 
into chromic oxide with liberation of carbon dioxide; hydrogen and hydrogen 
sulphide have no action on it in the cold, and when heated at 100° in a current of 
these gases, it yields the monohydrate. Di]. hydrochloric and sulphuric acids 
dissolve the salt, forming blue soln. The monohydrate, NagCr(CO3)9.H,O, obtained 
by the action of a current of an inert gas at 100°, is a yellow powder which becomes 
brown when heated in vacuo or in a current of hydrogen, but regains its yellow colour 
on cooling. At 300°, it decomposes into sodium carbonate and chromic oxide. 
When heated in air, it is converted into sodium chromate ; when heated in chlorine 
it yields chromyl dichloride and chromic oxide; in hydrogen sulphide at about 
240°, it yields the red, crystalline chromic sulphide—otherwise it resembles the 
decahydrate. When chromous acetate is treated with a 20 per cent. soln. of 
potassium carbonate, potassium. chromous carbonate, K,CO,.CrCO3.3H,O, is 
formed in yellow, hexagonal prisms, which at first dissolve in water, but gradually 
polymerize, whether in soln. or in the solid state, and become less soluble. It is 
a powerful reducing agent, and decomposes water below 100°; when heated out of 
contact with air, it becomes brown, but regains its original colour on cooling; at 
about 280°, it decomposes. When heated in air, it is converted into potassium 
chromate. Ifthe yellow, complex carbonate is suspended in water and treated with 
a current of carbon dioxide, or if the chromous acetate is treated with a dil. soln. of 
potassium carbonate, a less soluble, red double carbonate is formed ; it is partially 
decomposed by water, and decomposes water at 100°. The carbonates of barium, 
strontium, and calcium have no action on chromous acetate, but magnesium 
hydrocarbonate converts chromous acetate into reddish-brown magnesium chro- 
mous carbonate which could not be obtained free from magnesium carbonate, and 
which decomposes water at 100°. 

According to M. Z. Jovitschitsch, chromic hydroxide freed from all traces of 
alkali and ammonia, absorbs carbon dioxide from the atm. until the saturation 
limit corresponding with chromic pentahydroxycarbonate, [Cr.(OH); |,CO3.8H,0, 
is attained. This substance can be dried at 100° without losing carbon dioxide, 
but it is decomposed by acids. The graphic formula is supposed to be either 


/ 0.Cr.(OH); ‘/Cr,(OH),.0\. 
CON Obes OED EC ak ie ke eee 


According to H. Rose, alkali carbonates precipitate from soln. of chromic salts 
a pale green hydroxide containing more or less carbonate, which on standing 
becomes blue in daylight, and violet in artificial light. An excess of the precipitant 
dissolves the precipitate, and the soln. gives no precipitate when boiled ; potassium 
or ammonium hydrocarbonate behaves similarly ; but barium carbonate slowly 
precipitates hydrated chromic oxide completely from cold soln. J. N. von Fuchs 
made a similar observation with respect to calcium carbonate ; and H. Demargay, 
with respect to strontium and magnesium carbonates. K.F. W. Meissner, J. Lefort, 
and T. Parkman obtained basic chromic carbonates by the action of alkali or 


CO.10H,0. 


ammonium carbonate on a soln. of a chromic salt. M. Hebberling added that the 


freshly-formed precipitate is soluble in soln. of alkali carbonate or borax. The 
composition of the precipitate depends on the conditions; thus, K. F. W. Meissner 
gave 10Cr,03.7CO,.8H,0 ; J. J. Berzelius, 4Cr,03.CO,.H,0; and C. Langlois, 
2Cre03.CO..6H,0. 


T. Parkman dropped a cold, aq. soln. of chrome-alum into a soln. of sodium 


carbonate with constant stirring until the mixture had only a slight alkaline reaction. 
The unwashed, moist precipitate corresponded with chromic oxydicarbonate, 
Cr,O0(COs)o. If the mixing be done in the reverse way, the precipitate is con- 
taminated with sulphate. J. Lefort treated a violet soln. of a chromic salt with a 
moderate excess of sodium carbonate and, after washing and drying the product, 
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obtained chromic dioxycarbonate, Cr.0.(CO;). It loses carbon dioxide at 300°. 
T. Parkman obtained a similar product by adding sodium carbonate to a boiling 
soln. of chrome alum; and W. Wallace by adding sodium or ammonium carbonate 
to a cold dil. soln. of chromic chloride. The washed precipitate was dried at 
ordinary temp. 

O. T. Christensen prepared chromic nitritopentamminocarbonate, [Cr(NH;);- 
(NO.)|COs, by triturating an excess of silver carbonate with the chloride of the series, 
and treating the filtrate with alcohol. The yellow, crystalline product could not 
be obtained pure. It is easily decomposed ; is freely soluble in water; and the 
soln. gives the characteristic reactions of the carbonates. 

According to N..J. Berlin, chromic carbonate dissolves sparingly in an aq. soln. 
of potassium carbonate, forming a pale-green soln. which separates on prolonged 
boiling. If chromic chloride is supersaturated with a conc. soln. of potassium 
carbonate, very little precipitate is redissolved; dissolution occurs on mixing 
more dil. soln. The soln. of hydrated chromic carbonate in a boiling soln. of 
potassium hydrocarbonate deposits on cooling a complex potassium chromic 
carbonate in pale green crystalline scales, while a soln. of potassium carbonate 
under similar conditions deposits a pulverulent complex salt on evaporation. <A 
mineral associated with the serpentine and chromite of Dundas, Tasmania, was 
called stichtite—after R. Sticht—by W. F. Petterd,? and chromobrugqnatellite, by 
L. Hezner. Its composition is that of a magnesium chromfe hydroxycarbonate, 
2MgC0,.5Me(OH),.2Cr(OH)s.4H,O, like brugnatellite, with chromium in place 
of iron; or hydrotalcite with chromium in place of aluminium. The mineral 
occurs in micaceous scales of a lilac colour. The cleavage is good; the sp. gr. is 
2-16; the refractive index, 1-542; it is optically uniaxial or feebly biaxial; the 
optical character is negative; and it is feebly pleochroic. Observations on the 
mineral were made by W. F. Foshag, L. Hezner, and A. Himmelbauer. 

The mineral beresowite, beresovite, or berezovite was found by J. Samoiloff ? in 
Berezov, Urals. associated with the galena and cerussite. It is a lead carbonato- 
chromate, 6Pb0.3CrO,.CO, ; and it occurs in deep red, birefringent plates of sp. gr. 
6-69. 
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§ 32. Chromium Nitrates 


F. Allison and E. J. Murphy | reported the examination of the magneto-optic 
properties of a soln. of chromous nitrate, Cr(NO3).. A.A. Hayes observed that a 
soln. of hydrated chromic oxide in an excess of nitric acid ; or, according to H. Lowel, 
of a basic nitrate in that acid forms a soln. which is blue by reflected and red by trans- 
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mitted light. According to J. R. Partington and 8. K. Tweedy, a soln. of chromic 
hydroxide—freshly precipitated from chrome-alum in the cold, and washed with hot 
water—in cold 4NV-NHOsg is green, but in a few days it becomes violet. When kept 
in a stoppered bottle, it deposits reddish-violet crystals of chromic nitrate, 
Cr(NOz)3.124H,O. The hemipentacosthydrate melts at 104° to 105°. J. M. Ordway 
found that the soln. furnishes purple, rhombic prisms of chromic nitrate, 
Cr(NOz)3.9H,O. J. R. Partington and 8. K. Tweedy obtained the crystals of the 
enneahydrate by allowing a soln. of violet chromic chloride in nitric acid to crystal- 
lize in a vacuum desiccator. The enneahydrate melts at 36-5°, and decomposes at 
100°. It is soluble in alcohol. J. R. Partington and 8. K. Tweedy gave 66° to 
66:5° for the m.p., and there is no sign of a transition at this temp. to a second 
hydrate. O.M. Halse said that a soln. of hydrated chromic oxide in dil. nitric acid, 
when evaporated very slowly, deposits violet crystals of the hemipentadecahydrate, 
2Cr(NOs)3.15H,0, which melt at 100°, and decompose during dehydration ; but 
J. R. Partington and S. K. Tweedy said that O. M. Halse’s salt is really the hemi- 
pentacosihydrate. M. Z. Jovitschitsch found that by dissolving chromic oxide in 
hot, cone. nitric acid, of sp. gr. 1-4, the soln. on crystallization furnish dark brown, 
monoclinic prisms of the hemipentadecahydrate, 2Cr(NOz)3.15H,O, with the axial 
ratios a: b: c=1-4250: 1: 1-1158, and B=93° 10’. In contact with dry air, the 
grey coloured hemienneahydrate, 20r(NO3).9H,O, is formed. The crystals are red 
by transmitted light? they are not changed by air; and dissolve in water, and 
alcohol. M. Z. Jovitschitsch found that the evaporation of a nitric acid soln. of 
chromic oxide yields a dark brown mass which, when dissolved in water and the soln. 
evaporated, furnishes a dark green, crystalline mass of anhydrous chromic nitrate, 
Cr(NOg)3. This is stable in light, and takes up moisture from the air to form the 
trihydrate, Cr(NOgz)3.8H,0. 

I. Traube gave for the sp. gr. of the violet aq. soln. with 3-389, 7-550, 16-536, 
and 29-082 per cent. of Cr(NOgz)3, respectively 1-02699, 1- 06252, 1-14602, and 
1-28163 at 15° when the mol. soln. vol. are respectively 47-9, 50-2, 53-7, and 57-7. 
C. Montemartini and L. Losana studied the viscosity of the soln. H.C. Jones and 
F. H. Getman measured the sp. gr. and the f.p. of soln. of chromic nitrate. For 
soln. with 0-0934, 0-3736, 1-1208, and 1-8680, the respective sp. gr. were 1-021, 
1-069, 1-203, and 1-334; and the respective f.p. were —0-280°, —2-493°, —11-57°, 
and —29-50°.. J. R. Partington and 8. K. Tweedy found the viscosities, 7 dyne 
per cm. of soln. containing W grms. of Cr(NOsz)3 per 100 grms. of water to be: 


W , ie Zool 23°62 15:07 7°16 - 3°55 
(gh. 3 ‘ 0-01948 0-:01669 0:013738 0-01172 0:01102 
+. eo : 0-:01498 0:01122 0°01050 000999 0-00993 


C. Montemartini and L. Losana observed a break in the expansion curve of soln. of 
chromium nitrate. L. R. Ingersoll found for Verdet’s constant for the electro- 
magnetic rotatory power for light of wave-length 0-8, 1-0, and 1-:25u, respectively 
0-0066, 0-0041, and 0-0025 for soln. of chromic nitrate of sp. gr. 1-087. W.N. Hartley 
found that two violet soln. of the nitrate showed absorption bands respectively 
between 5880 and 5570, and 5650 and 5070. The violet soln. becomes green when 
heated. According to 0. Knoblauch, the absorption spectrum of the soln. has a 
faint band at 6670, and a band between 6160 and 5770, with a small absorption at 
513. When the soln. is diluted the band moves to 6180 to 5920. J. M. Hiebendaal 
observed a band between 6130 and 5320, and absorption from 4540. The addition 
of ammonium chloride weakens the band, and produces a narrow band at 6370; 
in alcoholic soln., there is a narrow band at 6370; a band between 6550 and 5350, 
with a maximum between 6130 and 5500; and absorption from 4600. A. Btard 
found bands between 6780 and 6700, and between 6540 and 6330. The spectrum 
was also examined by A. Byk and H. Jaffe. The electrical conductivity of soln. 
of the nitrate was measured by H. C. Jones and co-workers, and by N. Bjerrum. 
H. C. Jones and C. A. Jacobson found the mol. conductivity, ~ mhos, of soln. with 
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a mol of the salt in v litres between 0° and 35°; and A. P. West and H. C. Jones, 
and EK. J. Shaeffer and H. C. Jones, between 35° and 65° : 


v : . 2 8 16 32 128 512 1024 2048 
Ol Dre E929 125-3 138-3 147-6 158°8 201 216 224 
LOT et L935, 163-2 180-9 193-9 212 270 292 315 

p< 25° «164-9 228 254 275 305 395 440 467 
DOr bent loes 279 312 343 417 504 549 595 
65° ceca f 445 504 560 705 869 539 1032 

a 0° : 41-4 55°9 61-6 65-8 70:8 89-7 96-5 100-0 
35° : 38:0 46:6 52-2 56°8 63-7 83°6 93-4 100-0 


The values for the percentage ionization, a, were calculated by H. C. Jones 
and C. A. Jacobson; and H. M. Vernon calculated the degree of ionization 
from the colour. N. Bjerrum calculated the percentage hydrolysis, 1008, 
and the hydrolysis constant K for Cr(NOs)3+H,0=—Cr(NO3),0H--HNOs, from 
K=|H] [Cr(OH)"]/[Cr" ]=m62/(1—B), from the conductivity, ~ mhos, for soln. 
with m mols per litre at 19-8°: 


m 0-02 0-01 0-005 0-:0025  0:00125  0:00625 
i 265-7 299-1 316-0 345-2 374-8 406-5 
100B Bee agar) 7-2 9:0 14-2 18-6 26-0 

K 0-0,52 0-0,56 0-045 0-0,49 0-0,53 0-0,57 


so that the average value of K is 0-:00054. G. Herrmann said that his attempt to 
reduce a soln. of chromic nitrate, electrolytically, wie nicht anders zu erwarien war, 
were unsuccessful. L.A. Welo measured the magnetic susceptibility of the solid and 
molten hydrate, Cr(NOs)3.3-4H,O, and the results are summarized in Fig. 86. The 
Curie points, C=y(7'—8), are for the solid and liquid states, Cs=1-90; C;=1-50 ; 
6,=—85°; and 6)=5°. P. Philipp found the magnetic susceptibility to be 
24-09 x 10~6 and 22-75 x 10~6 for soln. respectively of sp. gr. 1-3295 and 1-02706. 

According to J. M. Ordway, when alkali hydroxide is added to a soln. of chromic 
nitrate, chromic hydroxide is precipitated. The precipitate appears when more 
than two-thirds of the acid has been neutralized. ‘This proves that nitric acid can 
dissolve more chromic hydroxide than corresponds with the normal nitrate. 
C. Montemartini and L. Losana studied the e.m.f. of the soln. N. Bjerrum and 
C. Fourholt determined the masked hydroxide, Cr(H,O)¢°*-, by precipitation as 
cesium alum. With soln. of chromic nitrate they obtained the results indicated 
in Table V. | 


TABLE V.—THE HYDROLYSIS oF SOLUTIONS oF CHROMIC NITRATE. 


M-Molar Eq. of base | Days eee to Per cent. Masked OH-radicles Masked OH-radicles 
om j 


latent chro- per Cr-atom in 
Soln. present. | nue ; per 100 Cr-atoms. Intent basic Ge 


0-01 Le rraran tia? ig Gare s 20 1-14 
0-05 on 7 L hanson 25 1-24 
0-01 ue 5 31-4 40 1-27 
0-05 0-5 1 to 5 47-3 57 1-21 
0-05 1-0 2 to 9 67-0 103 1-54 
0-05 2-0) 2 to 3 89-0 179 2-01 


| 


A. A. Hayes observed that when a soln. of an excess of chromic oxide in nitric acid 
is evaporated, it does not furnish crystals, but dries up to a gummy, fissured mass 
which appears dark green by reflected and transmitted light. J. J. Berzelius, and 
F. Brandenburg made some observations on this subject. H. Lowel assumed that 
the green soln. obtained by dissolving hydrated chromic oxide in hot nitric acid 
contains chromic hydroxydinitrate, Cr(OH)(NO3)2. J. M. Ordway obtained what 
he regarded as the hexahydrate, Cr(OH)(NO3)o.6H,0, by keeping crystals of the 


normal nitrate on the water-bath. The dark green residue is soluble in water, forming 
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a dark brown liquid which contains chromic nitrate and chromate. H. Schiff said 
that by digesting the warm nitric acid soln. for a long time, the precipitate which is 
formed contains Cr,03 and 1 or 2N,O5. M. Siewert also said that a sat. blue soln. 
of hydrated chromic oxide in cold nitric acid contains Cr(OH) )(NOs)p; and the 
green soln. in hot nitric acid, 2Cr,03.3N,05 or Cr(OH)3Cr(NOg3)3. J. M. Ordway 
assumed that the sat. soln. of hydrated chromic oxide in nitric acid contains 
8Cr,03.3N,0;, or 38Cr,03.5Cr(NOs)3. By treating chromic acid, or chromates with 
nitric acid, F. Brandenburg, H. Moser, and K. F. W. Meissner obtained chromic 
acid associated with nitric acid. J. E. Howard and W. H. Patterson examined the 
effect of chromic nitrate on the critical soln. temp. of water and isobutyric acid. 
For V. Ipatieff and B. Mouromtsefi’s observations on the action of hydrogen under 
press., vide supra, hydrated chromic oxide. 

L. Darmstadter 2 heated potassium chromate with two parts of conc. nitric 
acid and obtained crimson ave crystals of what he regarded as potassium 
nitritodichromate, KCr.0;(NOz), 0 


KO. 
NO,/ 


and an excess of nitric acid was said to convert it into potassium nitritotrichromate, 
KCrgQ9(NO)o. ‘The aq. soln. furnishes potassium dichromate. The salt melts to 
a dark brown liquid, and at the same time gives off red fumes. G. N. Wyrouboff, 
and G. C. Schmidt questioned the existence of these salts—vide supra. 

H. Schiff treated the hydroxydichloride with nitric acid, and on evaporating 
the soln. obtained chromic dichloronitrate, CrCl,(NOs), in hygroscopic plates. 
When heated, it decomposes: 2CrCl,(NO3)=2NO,CI+-Cr,0,Cly. The sol. has an 
acidic reaction ; and the salt is soluble in alcohol. If the soln. of the dihydroxy- 
chloride in dil. nitric acid be evaporated, chromic hydroxychloronitrate, 
Cr(OH)(NO3)CI, is formed as a hygroscopic mass. H. Schiff also obtained chromic 
sulphatonitrate, Cr(NO3)SO,, as a green, hygroscopic mass, by the action of nitric 
acid on chromic oxydisulphate; and chromic tetranitratosulphate, Cr.(NO3),SO,, 
as a brown soluble, hygroscopic mass by evaporating a soln. of the hasic sulphate 
in nitric acid at 80°-90°. 

S. M. Jorgensen 3 prepared chromic hexamminotrinitrate, [Cr(NH3),5|(NO3)s, by 
reducing a soln. of potassium dichromate first by alcohol and hydrochloric acid, 
and then by the addition of zinc ; adding ammonium chloride and ammonia; and 
allowing the mixture to stand 24 brs. W. R. Lang and C. M. Carson, and 
O. T. Christensen treated with nitric acid the product of the action of liquid 
ammonia on anhydrous chromic chloride. The orange-yellow plates dissolve in 
water—l00 parts of water dissolve 2-5 to 3 parts of the salt. A. Werner and 
A. Miolati found soln. with a mol of salt in 125, 250, 500, 1000, and 2000 litres at 
25° had the respective conductivities 1341-2, 374: 1, 401- i 425-3, and 444-2 mhos. 
H. J. S. King also measured the electrical conductivity of soln. of this salt. 
EK. Rosenbohm gave 20-42x10~6 mass unit for the magnetic susceptibility. The 
salt is decomposed by boiling water; and the aq. soln. gives precipitates with 
hydrobromic, hydriodic, hydrofluosilicic, hydrochloroplatinic, and hydrochloroauric 
acids, potassium chromate, dichromate, triiodide, and ferricyanide, and sodium 
dithionate. F. Ephraim and W. Ritter observed that while the hexammine absorbs 
ammonia gas at low temp., the dissociation curves show no breaks corresponding 
with the formation of definite ammines. A. Benrath found that in the presence 
of cone. nitric acid, [Cr(NHs)g](NOs)3. HNO; is formed. S. M. Jérgensen also 
prepared the hydrotetranitrate, and a chloroplatinate. P. Pfeiffer prepared 
chromic terethylenediaminotrinitrate, [Cr en, |(NO;)3. O. T. Christensen obtained 
chromic aquopentamminotrinitrate, [Cr(NH;),(H.O) |(NO3)3, as in the case of the 
bromide or iodide. The yellowish-red salt is freely soluble in water ; it loses water 
at 100°; and detonates at a higher temp. A. Benrath found that in the presence 
of nitric acid [Cr(NHg)¢|(NO3)3 is formed. P. Pfeiffer prepared the hydrotetra- 


Scr0, .CrO. 
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nitrate. P. Pfeiffer treated the hydroxyaquotetramminodithionate with conc. 
nitric acid, and obtained chromic diaquotetramminohydrotetranitrate, 
[Cr(NH3)4(H20)2|(NO3),4H, as an orange powder. HE. H. Riesenfeld and F. Seemann 
obtained red crystals of chromic triaquotriamminodichloronitrate, [Cr(NH3)3- 
(H,0)3|Cl,(NOs), by treating an aq. soln. of the trichloride with conc. nitric ded 
nnd chromic nitratodiaquotriamminodinitrate, [Cr(N H3)3(H,0)2(NOsz) |(NOs)o, from 
a soln. of chromium triamminotetroxide in conc. nitric acid. P. Pfeiffer and 
W. Osann prepared chromic tetraquodipyridinotrinitrate, [CrPy.(H.0,)|(NOg)s. 
M. Kilpatrick studied chromic hexaureatrinitrate, [Cr(NH,.CO.NH,)¢](NOs3)s. 
R. Weinland and W. Hiibner studied other complexes with organic radicles. 

O. T. Christensen obtained chromic nitritopentamminodinitrate, [Cr(NHs);- 
(NOz)|(NO3)s, by the action of ammonium nitrate on a soln. of the chloride. The 
yellow octahedral crystals are sparingly soluble in water 100 parts of which dissolve 
0-67 part of the salt. The salt-detonates when heated. F. Ephraim and W. Ritter 
observed that chromic aquopentamminotrinitrate, [Cr(NH;);(H2O)|(NOs)3, absorbs 
ammonia gas at a low temp., the decomposition curve shows that possibly a monam- 
mine is formed. Ammonia converts the salt into the hydroxypentamminonitrate, 
[Cr(NHg);(OH)|(NO3)3. F. Ephraim and W. Ritter found that ammonia gas 
is absorbed by chromic nitritopentamminonitrate, but the decomposition curve shows 
no breaks. H. J. 8S. King obtained chromic hydroxypentamminodinitrate, 
[ Cr(N Hg)5(OH) |(NOs3)o.5H.0, by the action of the hydroxide on a soln. of ammonium 
nitrate, and precipitation with alcohol and ether. He gave for the conductivity, 
y mhos, of a mol of the salt in 2 litres, 


w : : 32 64 128 256 512 1024 2048 
ie . 106-4 115-7 124-7 132-0 138-9 141-4 152-7 
a Die ie 205 219-4 233°6 2443 254-2 260°8 2499 


A. Werner and J. von Halban prepared chromic nitratopentamminodinitrate, 
[Cr(NH3)5(NOs) |(NO3)o, by the action of fuming nitric acid on chromic thiocyanato- 
pentamminonitrate, or of nitric acid on aquopentamminohydroxide. The pale 
flesh-coloured powder is sparingly soluble in water, and the soln. is liable to decom- 
pose. A. Benrath found that with nitric acid, [Cr(NHs);(H,O)|(NOs). may be 
formed. A. Werner and J. von Halban prepared chromic nitratopentammino- 
diiodide, [Cr(NHs);(NOs)|I,, by shaking up the nitrate with solid potassium 
iodide and water. EK. H. Riesenfeld and F. Seemann prepared chromic nitrato- 
diaquotriamminodinitrate, [Cr(NH3)3(H.0).(NO3)|(NO3)2, by the action of conc. 
nitric acid on the cold on chromic triamminotetroxide. A. Hiendlmayr prepared 
chromic fluopentamminodinitrate, [Cr(NH3);F|(NOs)o, by the action of calcium 
nitrate on the difluoride. S. M. Jorgensen prepared chromic chloropentammino- 
dinitrate, [Cr(NH3);Cl|(NO3)o, by the action of nitric acid on a cold soln. of the 
chloride of the series. The carmine-red octahedra are soluble in water; at 17-5°, 
100 parts of water dissolve 1-4 parts of salt. A. Werner and A. Miolati found that 
a mol of the salt in 125, 250, 500, 1000, and 2000 litres of water at 25° have the 
electrical conductivities w=250-2, 265-9, 279-0, 288, 299-1 mhos respectively. 
P. T. Cleve, and 8. M. Jorgensen prepared chromic chloroaquotetramminodinitrate, 
[Cr(NH)4(H0 )C]](NOxz)o, by the action of nitric acid on the chloride of the series. 
The carmine-red, or purple-red rhombohedral crystals lose no water over sulphuric 
acid ; at 100°, the salt blackens. A. Werner and A. Miolati found that the soln. 
of a tee of the salt in 125, 250, 500, 1000, and 2000 litres of water at 25° has the 
electrical conductivity 206-5, 226-4, 244-7, 260-3, and 282-5 mhos respectively. 
S. M. Jérgensen prepared violet, octahedral crystals of chromic bromopentammino- 
dinitrate, [Cr(NH3);Br](NO3)2, by the action of nitric acid on the chloride of the 
series; and also reddish-violet crystals of chromic iodopentamminodinitrate, 
[Cr(NH3),1](NOs)2. A. Werner and J. von Halban prepared chromic thiocyanato- 
pentamminodinitrate, [Cr(NH;);(SCy) |(NOs3)z. 

S. Guralsky prepared chromic dibromoaquotriamminonitrate, [Cr(NH3);- 


478 INORGANIC AND THEORETICAL CHEMISTRY 


(H,,0)Br,|NO,; P. Pfeiffer and W. Osann, chromic dihydroxydiaquodipyridino- 
nitrate, [CrPy.(H,O):(OH).|NO;; P. Pfeiffer and T. G. Lando, and A. Werner 
chromic cis-dichlorobisethylenediaminonitrate, [Cr en,Cl,|NO;, and P. Pfeiffer 
and P. Koch, the trans-salt. A. Werner obtained greyish-blue needles of chromic 
dichlorodiaquotriamminonitrate, [Cr(NH3)3(H,O).Cl,|NOs, by the action of nitric 
acid on the chloride of the series. Y. Shibata measured the absorption spectrum. 
P. Pfeiffer and M. Tapuach prepared chromic dichlorodiaquodipyridinonitrate, 
[CrPy.(H,0),Cl,|NO3.2H,O ; P. Pfeiffer and M. Tapuach, chromic trans-dibromo- 
bisethylenediaminonitrate, [Cr en,Br.|NO3; chromic dibromodiaquodipyridino- 
nitrate, [CrPy.(H.0).Br.]NO;; P. Pfeiffer and M. Tilgner, chromic dithiocyanato- 
tetramminonitrate, [Cr(NH3)4(SCy)2|NO3; P.-Pfeiffer and P. Koch, chromic cis- 
dithiocyanatobisethylenediamine, [Cr en,(SCy).|NO3; and P. Pfeiffer, the trans- 
salt. P. Pfeiffer and 8. Basci also obtained chromic oxalatotetramminonitrate, 
[Cr(NH3)4(C204) [NO3.H,0. 

S. M. Jérgensen prepared rose-red or pale carmine-red aggregates of needles of 
chromic hydroxydecamminopentanitrate, [Cr.(OH)(NHs)i9](NOs3);, by the action 
of nitric acid on the chloride or bromide of the series. The rhodo-salt so obtained 
is sparingly soluble in water. 8S. M. Jérgensen also prepared the erythro-salt in an 
analogous way. He also obtained chromic trihydyroxyaquohexamminotrinitrate, 
[Cro(OH)s3(H,0)(N Hs) ¢](NOs)3, in pale carmine-red needles sparingly soluble in cold 
water; and the soln. is liable suddenly to precipitate hydrated chromic oxide. 
The salt decomposes at 100°; and over sulphuric acid, it gives off a mol. of water. 
R. F. Weinland and E. Gussmann prepared chromic dihydroxyhexacetatotri- 
pyridinonitrate, [Crs(CH,COO),Py3;(OH).|NO3.5H,0; and P. Pfeiffer and 
W. Vorster, chromic hexahydroxysexiesethylenediaminohexanitrate, | Cr,(OH),eng|- 
(NOz)¢.6H,0. 

P. T. Cleve reported the salts chromic diamminodihydroxydinitrate, 
Cr(OH),(NOz)o(NH3)o.4H,0; chromic diamminopentahydroxynitrate, Cr.(OH);- 
(NO,)(NH3)o.nH,0; and also ammonium chromic heptamminoctonitrate, 
2Cr(NO3)3.2NH,NO3.(NH3)7.44H,O ; and chromic oxalatohemienneamminonitrate, 
Cr(NO3)(C,0,).4$NH3.13H,0. M. Z. Jovitschitsch dissolved a gram of hydrated 
chromic oxide in enough nitric acid, diluted the liquid to 25 c.c., added the same 
vol. of ammonia, and found that alcohol precipitated a soluble, scarlet mass of 
chromic dioxyheptamminotrinitrate, 


(NH,),—Cr.0.NH,.Cr=(NO3)o 
(NH,).—Cr.O.NH,.Cr(NO,) (NH,) 


R. Weinland and co-workers prepared Suiilie: salts of the nitrate with pyridine, 
o-toluidine, guanidine, and aniline. 
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§ 33. Chromium Phosphates 


A. Moberg 1 added sodium dihydrophosphate to a soln. of chromous salt and 
obtained a blue amorphous precipitate of chromous phosphate, Cra(PO,)o.nH,0, 
which rapidly turns green on exposure to air forming, according to H. Moissan, a 
chromic salt. The precipitate is soluble in acids—e.g. in acetic, tartaric, and citric 
acids. It is insoluble in water, and a little soluble in water containing carbon 
dioxide. When heated under press. at 100° it remains amorphous. C. U. Shepard 
found it occurring naturally in green masses; and he called it phosphorchromite. 
A. Colani was unable to prepare chromous metaphosphate, Cr(PO3)2, by the action 
of fused metaphosphoric acid on chromium or chromous salts, although the method 
is applicable for the corresponding ferrous salt. 

L. N. Vauquelin 2 found that hydrated chromic oxide dissolves in an aq. soln. 
of phosphoric acid, forming an uncrystallizable, emerald-green liquid. When a 
soln. of chromic chloride is mixed with potassium phosphate, a green precipitate is 
obtained, which appears bluish-black after ignition, and yields a greenish-brown 
powder. Ifa hot soln. of chrome-alum is treated with an excess of sodium hydro- 
phosphate, hydrated chromic phosphate is precipitated, and when this is heated, 
it yields brown chromic orthophosphate, CrPO,. A. F. Joseph and W. N. Rae 
observed that the brown anhydrous salt is formed when any of the hydrates is 
heated to dull redness—wide infra. It is very resistant towards chemical agents 
being insoluble in hydrochloric acid or aqua regia, and only attacked by sulphuric 
acid when nearly boiling. It is then converted into an earthy-coloured powder, 
insoluble in water and acids, which appears to be a compound of chromium phos- 
phate and sulphate of indefinite composition. The anhydrous phosphate requires 
calcining with lime before it can be dissolved by alkali-lye. W. Lapraik found that 
a soln. of hydrated chromic oxide in phosphoric acid shows an absorption band in 


480 INORGANIC AND THEORETICAL CHEMISTRY 


the green. H. T. 8. Britton studied the electrometric titration of soln. of chromic 
sulphate with sodium phosphate. W. J. Sell dialyzed a soln. of chromic phosphate 
in an ammoniacal soln. of ammonium hydrophosphate, and obtained colloidal 
chromic phosphate. N. R. Dhar and co-workers studied the adsorption of calcium 
salts by colloidal chromic phosphate. The electrical conductivity of the sol shows 
that there are no free ions exist in soln., and this is confirmed by the fact that the 
sol coagulates. J. A. Hedvall and J. Heuberger found that chromic phosphate 
begins to react with baryta: 2CrPO,+3BaO—Baz(PO,4)o+Cr,03 at 342°; with 
strontia at 464°; and with lime at 517°. 


Some green pigments are composed essentially of chromic phosphate. Thus, 
J. Arnaudon obtained a green pigment by heating to 170°-180° for half an hour a mixture 
of 128 parts of normal ammonium phosphate and 149 parts of potassium dichromate, and 
washing the product with hot water.. E. Mathieu-Plessy, and G. Kéthe, by boiling 10 
kgrms. of potassium dichromate in 100 litres of water, and 30 litres of a soln. of mono- 
calcium phosphate, and 2:5 kgrms. of cane sugar; and G. Schnitzer, by melting 36 grms. 
of crystalline sodium phosphate, 15 grms. of potassium dichromate, and 6 grms. of tartaric 
acid and washing the product with cold hydrochloric acid, and then with hot water. 
J. Dingler employed a similar process. A. Carnot boiled a mixture of an alkali chromate, 
and sodium thiosulphate in the presence of phosphoric acid. W.Muthmann and H. Heram- 
hof recommended chromic phosphate as a more stable pigment than chromic oxide for high 
temp. work. 


C. F. Rammelsberg showed that when a cold soln. of sodium dihydrophosphate 
is added drop by drop to an excess of chrome-alum, the precipitate is lavender or 
violet, amorphous hexahydrate ; and if this be allowed to remain in contact with 
the soln. for, say, 48 hrs., it furnishes the dark violet, crystalline hexahydrate. 
It may be washed by decantation, filtered, and dried in air. If the chrome-alum 
be not in excess, a violet powder is formed which does not crystallize if allowed to 
stand for days. H. Schiff added that this compound is formed only in acidic soln. 
when the chrome-alum isin excess. The triclinic crystals have a sp. gr. of 2-121 at 
14°; A. F. Joseph and W. N. Rae gave 2-12 for the sp. gr. of the hexahydrate at 
32°5°. All the hydrates at a low red-heat form the black anhydride, which has a 
sp. gr. 2-94 at 32-5°. The sp. gr. increases during a prolonged ignition owing to 
the loss of phosphoric oxide. The following data denote respectively the per- 
centage losses and sp. gr.: heated over a bunsen burner for 1 hr., 1-2, and 3-16, 
and for 8 hrs., 2:4, and 3-29; heated 36 hrs. at 1100°, 4:4, and 3:42; and when 
heated 36 hrs. in a draught-furnace, 9-8, and 3-66; and for 50 hrs., 11-7, and 3-78. 
A. Hitard stated that the hexahydrate lost 3-5 mols. of water at 100°. H. Schiff 
said that the hexahydrate forms a green pseudomorph at 100°, and loses 3 mols. of 
water, and a fourth mol. is not all expelled when kept for 4 days at this temp. 
H. Schiff said that when the hexahydrate is boiled with acetic anhydride it forms a 
green salt. C.F. Rammelsberg said that a green phosphate is formed if the chrome- 
alum soln. be added to an excess of a soln. of sodium dihydrophosphate. C. L. Bloxam 
acidified the soln. with acetic acid, and boiling the mixture—vide infra; and 
A. Carnot worked with a boiling acid soln. in the presence of sodium acetate—if a 
chromate soln. is used, it is reduced to the chromic state by the simultaneous 
addition of sodium thiosulphate. There is some difference of opinion as to the 
composition of the green hydrate dried at 100°. ©. L. Bloxam, and A. Etard 
regarded it as a hemipentahydrate ; and C. F. Rammelsberg, and A. Carnot, as a 
trihydrate ; while H. Schiff found that the salt obtained by the action of boiling 
acetic anhydride on the violet hexahydrate is the green dihydrate. A. F. Joseph 
and W. N. Rae who observed no evidence of the existence of the hemipentahydrate 
or of the trihydrate, but, in agreement with H. Schiff, they observed the formation 
of the dihydrate, and found that the dehydration does not proceed any further if 
the boiling be prolonged. If the dry hexahydrate be heated, A. F. Joseph and 
W. N. Rae observed that the first break occurs when the dihydrate appears. The 
dihydrate has a sp. gr. of 2-42 at 32:5°; and H. Schiff represented it by the formula 
(HO),=PO.0.Cr(OH)2. Tf the hexahydrate be left in contact with its mother- 
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liquor, or with water, it forms a green, amorphous powder of the tetrahydrate. This 
change occurs if the crystals of the hexahydrate be left in contact with water, or with 
a soln. of sodium phosphate or of chrome-alum. The change is slow at low temp., 
for at 5° signs of the change appear only after 30 days, whereas at 100°, half an 
hour’s boiling with water suffices for the production of the green, crystalline tetra- 
hydrate. The violet crystals also passed into the green tetrahydrate when kept 
for 2 years at room temp. in air. The sp. gr. of the tetrahydrate is 2-10 at 32-5°. 
According to A. Carnot, the green hydrate is sparingly soluble in boiling water, 
and in soln. of ammonium nitrate, or acetate. C. L. Bloxam found it to be 
slowly dissolved by boiling cone. hydrochloric acid in sulphuric and hydro- 
chloric acids, but the dihydrate is rather difficult to dissolve in the latter. 
C. L. Bloxam found that chromic phosphate is oxidized when boiled with nitric 
acid of sp. gr. 1:4 assisted by a little potassium chlorate. J. Dowling and 
W. Plunkett stated that the hydrated phosphate is not soluble in acetic acid, but is 
soluble in mineral acids from which it is precipitated unchanged by ammonia or 
ammonium sulphide. The hydrated phosphate is readily dissolved by alkali-lye, 
from which soln. it is deposited by boiling ; but, added H. Kammerer, much of the 
phosphoric acid remains in soln. A. F. Joseph and W. N. Rae said that chromite 
soln. are formed by the action of cone. alkali-lye, and that a soln. of sodium carbonate 
immediately converts the violet hexahydrate into a green basic salt, which"retains 
alkali too tenaciously to be removed by washing. J. A. Hedvall observed that 
chromic phosphate reacts with barium oxide at 342°, forming barium phosphate 
and chromic oxide ; and it reacts in an analogous manner with strontium oxide at 
464°, and with calcium oxide at 517°. 

S. M. Jorgensen prepared chromic hexamminophosphate, [Cr(NH;)¢|P0,.4H.0, 
by adding sodium dihydrophosphate to a soln. of the hexamminotrinitrate, and 
then conc. ammonia. The yellow needles are sparingly soluble in water, and freely 
soluble in dil. acids, from which soln. the salt is precipitated unchanged by ammonia. 
It loses water slowly when confined in a desiccator over sulphuric acid ; and rapidly 
when heated to 100° in air. 

K. MHaushofer obtained an acid salt—chromic trihydrodiphosphate, 
CrH3(PO4)o.8H,0O—from a soln. of chromic phosphate in phosphoric acid; the 
triclinic crystals have the colour of chrome-alum, and are stable in air. 
A. Schwarzenberg obtained pale green hydrated chromic pyrophosphate, Cr,(P207)s, 
by adding sodium pyrophosphate to a soln. of chrome-alum ; and L. Ouvrard, by 
melting sodium metaphosphate with chromic oxide. The pale green hydrate 
darkens at 100°, and loses nearly 3 mols. of water when heated. LL. Ouvrard found 
that the monoclinic prisms obtained by his fusion process have a sp. gr. of 3-2 at 
20°. The salt is soluble in soln. of sodium pyrophosphate, in strong mineral acids, 
in sulphurous acid, and in potash-lye. J. Persoz said that the pyrophosphate is 
not attacked by ammonium sulphide. A. Rosenheim and T. Triantaphyllides 
obtained salts of what they regarded as chromipyrophosphoric acid, H(CrP,07). 
Thus, by dropping into a sat. soln. of sodium pyrophosphate soln. a cold, cone. soln. 
of chromic chloride in conc. hydrochloric acid, grey sodium chromipyrophosphate 
is formed as an octohydrate, Na(CrP,07).8H,O, which becomes a pale green penta- 
hydrate in a few days. Similarly, there were obtained pale green potassium chromi- 
pyrophosphate, K(CrP,0,).5H,O ; and grey, microscopic columns of ammonium 


_chromipyrophosphate, NH,(CrP.0,).6H,0. 


According to R. Maddrell, if a soln. of hydrated chromic oxide in an excess of 
dil. phosphoric acid be evaporated to dryness, and the product heated to 360°, 
chromic metaphosphate, Cr(PO;)s, is formed. K. R. Johnsson obtained it by 
heating chromic sulphate with metaphosphoric acid so as to drive off all the sul- 
phuric acid ; and P. Hautefeuille and J. Margottet, by melting chromic oxide or phos- 
phate with four times its weight of metaphosphoric acid. The salt was prepared 
by J. Miller by treating 8 grms. of sodium metaphosphate with 300 c.c. of a conc. 
soln. of chrome-alum, with constant stirring at 70°; this soln. remains clear when 
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boiled, or diluted with its own vol. of water. If this soln. be stirred for 4 days at 
ordinary temp. with 9 grms. of sodium metaphosphate, and the dark green solid 
be washed, and heated to 350°, chromic metaphosphate is produced. P. Haute- 
feuille and J. Margottet observed that the green, rhombic crystals are isomorphous 
with the metaphosphates of iron, aluminium, and uranium; K. R. Johnsson found 
the sp. gr. to be 2-974, and the mol. vol. 195. A. F. Joseph and W. N. Rae found 
that if heated for some time over a meker burner, it becomes brown, but regains 
its green colour on cooling; its sp. gr. is then 2-96, whilst the salt prepared by 
R. Maddrell’s process had a sp. gr. of 2:93. The salt is insoluble in water and in 
mineral acids. P. Gliihmann found that a violet crystalline or green amorphous 
chromic triphosphate is produced by the action of sodium triphosphate on a chromic 
salt—vide 8. 50. | 

L. J. Cohen could not prepare ammonium chromium phosphate, by adding 
ammonium dihydrophosphate to a strongly acidic soln. of chromic chloride, but by 
reducing the acidity, a green, gelatinous precipitate with the composition 
(NH4).HPO,4.2CrPO,.3H,O was obtained; but if no hydrochloric acid or only a 
very small proportion was present ammonium chromium hydroxyphosphate, 
5NH4(H,PO,).2CrPO,4.4Cr(OH).,was produced. L. J. Cohen found thatthe precipitate 
obtained on boiling soln. of chromic salts with sodium phosphate and acetic acid, is 
not, as'C. L. Bloxam supposed, an impure chromic phosphate, but rather sodium 
chromium phosphate, Na,HPO,.2CrP0,.5H,O, which, when repeatedly washed 
with water, is converted into a basic salt. H. Grandeau obtained pale violet 
crystals of potassium chromium phosphate, 3K,0.2Cr,03.3P,0., by fusing a 
mixture of chromic and potassium phosphates. 

K. A. Wallroth prepared sodium chromium pyrophosphate, NaCrP,07, by 
cooling a molten mixture of microcosmic salt and chromic oxide; and L. Ouvrard 
obtaimed from a soln. of chromic oxide or chromic phosphate in molten sodium meta- 
phosphate; or of chromic phosphate in molten sodium pyrophosphate. The green 
rhombic prisms have a sp. gr. 3-0 at 20°. S. M. Jorgensen treated a soln. of chromic 
hexamminonitrate with sodium pyrophosphate and then with ammonia. Yellow, 
six-sided plates of sodium chromic hexamminopyrophosphate, Na|Cr(NHs)¢|P207. 
11$H,O, were produced. The salt is insoluble in cold water; and when confined 
over sulphuric acid for a few months, it loses 10} mols. of water; at 130°, some 
ammonia as well as water is given off. J. Persoz treated a soln. of a chromic salt 
with potassium pyrophosphate, and obtained a soln. which was not precipitated by 
ammonium sulphide. L. Ouvrard melted potassium metaphosphate with chromic 
oxide, or potassium dichromate with chromic phosphate and obtained monoclinic 
prisms of potassium chromic pyrophosphate, KCrP,Ov, of sp. gr. 3-5 at 20°. 

C. Friedheim and I. Mozkin? prepared ammonium phosphatotetrachromate, 
(NH,0.CrO,.0.CrO,.0). : PO.(ONH,), by evaporating soln. of a mol each of 
ammonium dichromate and phosphorus pentoxide or from a soln. of equimolar 
proportions of ammonium dihydrophosphate and chromium trioxide, or by 
heating a mixture of 2 mols of phosphoric acid, 4 mols of chromium trioxide, 2 mols 
of ammonia, and a mol of ammonium dihydrophosphate. The salt forms dark red 
crystal aggregates ; when the soln. of the salt is recrystallized from its aq. soln., 
ammonium dichromate, and phosphoric and chromic acids are formed. They also 
prepared potassium phosphatodichromate, (KO.Cr02.0.Cr02.0)(KO) : PO.OH, 
from a mixture of potassium dichromate with an excess of phosphoric acid. 
M. Blondel obtained it by mixing a highly cone. soln. of phosphoric and chromic 
acids, containing 8 mols of the latter to one mol of the former, with three-fourths 
of a mol of potassium carbonate. A salt of the composition 3K,0. P,Os. 8CrOs, or 
potassium phosphatotetrachromate, (KO.Cr0,.0.Cr0,.0)2PO(OK)s, is precipitated 
in the form of small, short prisms. If the soln. contains only two mols of chromic 
acid, needles of the phosphatodichromate are formed. If the latter soln., however, 
is mixed with some crystals of the first salt, the precipitate at first consists of 
phosphatotetrachromate, but, if left in contact with the liquid, it is converted into 
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the phosphatodichromate. The phosphatotetrachromate is converted into the 
phosphatodichromate by treatment with water or with a sat. soln. of potassium 
dichromate. For some complex phosphohalides, vide supra, chromyl chloride. 
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CHAPTER LXI 


MOLYBDENUM 


§ 1. History of Molybdenum 


THE extraordinary confusion in the use of the terms plumbago, graphite, galena, and 
molybdena, which prevailed from the time of Aristotle, circa 350 B.c. to the 18th 
century, has been discussed in connection with carbon, and with galena. It is very 
difficult to pick out from the various references those which in all probability refer 
to molybdena. The term molybdena is the Latinized form of the Greek poAvBdawa, 
which is derived from udAvBdos, lead. The term podAvBdawva appears to have been 
applied by Aristotle, Dioscorides, Galen, Pliny, etc., to various things associated 
with lead—plummets, sinkers for fishing nets, bullets for catapults, etc.—to lead 
oxide obtained as a by-product in cupellation, and to natural lead ores. 

According to J. W. Evans, during the 17th century, the terms lapis plumbarius, 
plumbago, and galena, and exceptionally molybdena, were employed in the sense of 
graphite, including, probably, molybdenite with which it was confounded. Later, 
molybdena was commonly employed for graphite, and galena became identified with 
the mineral which now bears that name. It was soon recognized that molybdeena 
and graphite did not contain lead; and those who experimented on molybdeena 
seem to have regarded it as a kind of zinc sulphide. J. F. Henckel,? for instance, 
used the molybdena for zinc-blende; and J. G. Hoffmann and J. B. Bohmer 
associated the term molybdeena with tin, and they also confused it with graphite. In 
his work on nihil or sublimed zinc oxide, I. Lawson described molybdeena, and this 
appears to have been molybdenite, although he believed it to be identical with 
graphite. J. G. Wallerius’ minerals ven Blyertz or molybdena pura, and oren 
Blyertz or molybdeena impura included graphite and molybdenite. In 1754, in a 
paper: én om Blyerts—the Swedish term for graphite, B. Qvist described some 
experiments on a mineral occurring in flexible plates which must have been molyb- 
denite. A. von Cronstedt’s description of molybdena membranacea mitens from 
Bispberg, Sweden, is applied to the molybdenite employed in B. Qvist’s experiments. 
J. W. Baumer distinguished the non-combustible Wasserbley or molybdena of 
Bispberg from the combustible Wasserbley or molybdzena or plumbum scriptorum 
used for making pencils. C. Linneus referred to molybdenum tritura cerulescente, 
or molybdenum with a bluish streak ; and this was possibly the mineral investigated 
by B. Qvist. 

The confused ideas which prevailed up to 1778 as to the nature of graphite and 
molybdenite were at length dissipated by the work of C. W. Scheele described in 
papers entitled Férsék med Blyerts, Molybdena (1778), and Férsék med Blyerts, 
Plumbago (1779). In his first paper, C. W. Scheele showed that the molybdena 


membranacea nitens on which B. Qvist made his experiments, is a combination of | 


an acid of a metallic nature with sulphur ; and in his second paper, he demonstrated 
that the molybdenena textura micacea et granulata of A. von Cronstedt, is a mineral 
charcoal composed of an aerial acid—carbonic acid—and phlogiston with a small 
proportion of pyrites. Translating C. W. Scheele’s statement into modern nomen- 
clature: aerial acid+phlogiston=carbon. It is not stated why the term molyb- 


deena was allocated to molybdenite when, at that period, graphite was the more 
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usual term; but afterwards, when he wanted a term for graphite, he naturally 
adopted the Latin term plumbago. C. W. Scheele’s usage fixed the subsequent 
terms molybdena and graphite or plumbago. For example, T. Bergman, 
W. Withering, J. Fibig, A. G. Werner, D. L. G. Karsten, and R. Kirwan followed 
C. W. Scheele. J. B. L. Romé de I’Isle was studying graphite at the same time as 
C. W. Scheele, and he expressed the belief that C. W. Scheele’s molybdena is 
micaceous iron ore, mine de fer micacée grise, and that his plumbago owed its action 
on nitre au fer nowratre phlogistiqué, en un mot a Véthiops martial natif et & la matrére 
grasse qui sy rencontrent. The subject was discussed by B. G. Sage, and 
P. J. Macquer. 

In 1782, P. J. Hjelm 3 separated the metal from molybdena, and called it molyb- 
denum. B. Pelletier also isolated the metal which was thereafter studied by 
J. J. Berzelius, and C. F. Bucholz. R. Kirwan 4 applied the term molybdenite to 
the metal, but A. Brongniart’s use of the term molybdenite for the mineral sulphide 
is in general use in England and France. In Germany, the old term Molybddn, as 
well as D. L. G. Karsten’s term Molybddnglanz, are used for the sulphide. 


M. Ogawa ® reported that molybdenite and thorianite contain a new element closely 
allied to molybdenum, and probably identical with the new tin-group element reported by 
C. de B. Evans in thorianite. The element was said to differ from molybdenum in being 
soluble in hot cone. hydrochloric acid, and in giving no colour reaction when its higher 
oxide is reduced with tin and hydrochloric acid either in the presence or absence of potassium 
thiocyanate. M. Ogawa also reported another element which he called nipponium, to 
occur in molybdenite, thorianite, and reinite ; this element was said to fill the gap between 
molybdenum and ruthenium. These results “have not been confirmed. R. Nasini and 
E. Baschieri could find no nipponium in the molybdenite from Stilo, Calabria. 
G. G. Boucher * extracted from cast-iron and blast-furnace boiler-dust ‘‘a new element”’ 
which was shown by F. G. Ruddock, and C. H. Jones to be molybdenum mixed with iron. 

M. Gerber reported that molybdenum is not a simple substance, but that it is accom- 
panied by an isotope which is chemically and spectroscopically identical. He called this 
element neomolybdenum. He said that neomolybdenum was separated from molybdenum 
by fractional crystallization of a specimen of ammonium molybdate prepared from molyb- 
denite from Glen Innis, New South Wales. The most soluble fractions, when analyzed, 
have for the metal an at. wt.=99-9 (Mo=96), and, moreover, the acidic oxide obtained 
by heating this ammonium salt was far more volatile than ordinary molybdic acid. These 
statements have not been confirmed. 
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§ 2. The Occurrence of Molybdenum 


Molybdenum does not occur in the elemental form in nature. Its compounds 
are among the scarcer constituents of the earth’s crust. According to F. W. Clarke 
and H. 8. Washington,! the average proportion of molybdenum in the igneous rocks 
of the earth’s crust ism X10~6 per cent. J. H. L. Vogt estimated n x10 per cent. 
W. Vernadsky gave 0-0;9 for the percentage amount, and 0-:0,5 for the atomic 
proportion. W.and J. Noddack and O. Berg gave 10~? for the absolute abundance 
of molybdenum on the earth. The general subject was discussed by H. 8. Washing- 
ton, G. Tammann, V. M. Goldschmidt, E. Herlinger, A. von Antropoff, O. Hahn, 
and J. Joly. H. A. Rowland 2 included molybdenum among the elements which 
had been detected spectroscopically in the sun; although C. C. Hutchins and 
E. 8. Holden failed to detect molybdenum lines in the solar spectrum. J.N. Lockyer, 
however, attributed certain lines in the spectrum of the sun to molybdenum ; and 
S. Albrecht detected the lines of this element in the spectrum of y-Geminorum. 
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Fic. 1.—Geographical Distribution of the Molybdenum Ores. 


The two minerals of practical importance are molybdenite, MoS,, and wulfenite, 
PbMoO,. Molybdenite—molybdenum sulphide—is a pneumatolytic product 
derived from granitic magmas. Most of the occurrences of molybdenite are closely 
associated with acidic plutonic rocks, particularly the granites.. It occurs embedded 
in the granite itself, or along open joints or in dykes cutting the granite or the 
neighbouring rocks. It also occurs in deep-seated veins allied to the pegmatites, 
or in the fissure veins of metalliferous lodes. The mineral is here of direct magmatic 
origin, and is concentrated in the later solidifying portions of the magma along with 
tin, wolfram, and sulphides; and it is frequently associated with fluoriferous 
minerals—tourmaline, topaz, and fluorspar. Molybdenite is sometimes associated 
with crystalline limestone or lime-silicate rocks formed by the thermal metamorphism 
and metasomatism of calcareous deposits near the granite. This case is illustrated 
by some of the Canadian deposits where-the molybdenite has been produced by the 
transfer of material from the granitic magma to the sediment, and recrystallization. 
In the west of the United States, the wulfenite—lead molybdate—is usually a 
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secondary mineral which has been formed in the oxidation zone of the upper ievels 
for both lead and molybdenum occurs as sulphides lower down. The subject was 
discussed by G. O. Smith, A. R. Crook, J. W. Wells, W. H. Emmons, W. C. Brégger, 
F. Schafarzik, R. Brauns, L. W. Staples and C. W. Cook, and E. Thomson. 

The geographical distribution * of the more important molybdenum ores is 
summarized in the map, Fig.1. The chief localities are as follow : 


Europe.—Small quantities of molybdenite have been reported from a number of 
localities in the British Isles >—e.g., at Lalant, Marazion, St. Day, Guinear, etc. in Cornwall ; 
Mount Sorrel, Leicestershire ; Carrock Fell, Cumberland ; Tommnadashan, Perthshire; in 
the granites of Galloway, Argyleshire, and Inverness ; Murvey, Galway ; near Lough Laragh, 
Inishdovey, Donegal. In no case is any deposit of commercial value. No deposits are 
worked in France ® on a commercial scale. Molybdenite has been reported at Miséri, near 
Nantes ; in Haute Vienne; at St. Léonard, Limoges ; Chessy, in the Central Plateau ; the 
red granite of Glacier de la Meije, Dauphiné; in the gneiss near the Mer de Glace; and in the 
Vosges. Molybdenum concentrates have been exported from Spain.’ There are molyb- 
denum occurrences on the Sierra de Guadarrama, Villacastin, Navacerrada, Hoyo de 
Manzanares, and at the Torrelodones tunnel; also at Cuevas de Salabe, Asturias ; Espina- 
bel, Gerona; Socorro mine, Linares; Madronal, San Roque, Sierra de Mijas, Malaga ; 
Sierra Nevada and in several places in Granada. It also occurs at Vélez de Benaudella, 
and Giuéjar, Sierra, near Albunuelas; in the Umbrua del Madronal; and in Almeria. 
Molybdenite occurs in a few places in Italy §—e.g. Traversella, Drusacco, Quittengo, 
Bolladore, Villaputzu, Sardinia, and at Monte Somma. In Switzerland,® occurrences of 
molybdenum have been observed at Binnenthal, Lucendro, Miirtschenalp, Aletsch, and 
Visp; and in Austria,?° at Salzberg, Zillerthal, and Schmirn. Occurrences have been 
found in Yugo-Slavia 11—e.g. in Carinthia (Slovenia). Molybdenite occurs in various parts 
of Russia *?—e.g. near Bash Abaran, Caucasus ; in the Zanguezar district, on the IImensky 
Hills, near the River Cherelipanky ; there are deposits in Finland,!* and at Matadsvaara, 
and Pitkéranta. In Germany,14 molybdenite occurs as a rare constituent of the stanni- 
ferous veins of Geyer, Erzgebirge; at Sanberge, Ehrenfriedersdorf; and at Sadisdorf, 
Saxony. Molybdenite occurs in Sweden 1° near Norrképing ; and on the Island of Ekhol- 
men in Vestervik. There are important deposits of molybdenum ore in Norway,'® which is 
regarded as one of the principal producers. Most of the Norwegian output is from mines 
in the districts of Knaben, Moi, Siredalen, Mandal, Telemarken, Drammen, and Haugesund. 
The ore has been worked on a small scale at Syversvolden, Ostvaago, Smélen, Langvaten, 
and Tjaardalskampen. Molybdenite is an accessory constituent of many of the igneous 
rocks of Norway—Laurvik, Frederiksvirn, Langesundfjord, Lévé, and Klokkerholmen. 

Asia.—A. E. Fersman 1’ reported molybdenite in the Selengan Dauria, Transbaikalia. 
Molybdenite occurs in a vein of pegmatite at Hetimulla, Kegalla, and Saffragam in Ceylon. 
Considerable amounts of molybdenite are associated with wolfram and tin in Burma 1°— 
e.g. Yamethin, South Shan States, Thaton, Tavoy, and Mergui. In India,?° molybdenite 
occurs in the rocks of Chota Nagpur; Rajputana; South Travancore ; Madura; Trichino- 
poly; Kurinavaram; Mangamalai; Oregum, Mysore; Patria River, Mahabagh; and 
Urmi, Bengal. Molybdenum ores have been reported at Chantabun on the east coast of 
Siam ; 274 in Kwang-tung in China ; and at Gifu, Toyania, Niigata, Totori, and Hyogo in 
Japan.22 In Siberia,?* and Asiatic Russia, there are deposits in the Kirghiz Steppes, and 
in the Transbaikul province, etc. 

Africa.—J. Barthoux 74 described ‘the deposits of wulfenite in Morocco ; G. Castelli, 
those in Portuguese Angoli; and R. A. Farquherson, those in Somaliland. Molybdenite 
has been reported in Nigeria 2° near Jos, and in the Jarawa Hills, as well as in the cassi- 
terite veins of Dogon Daji. In Southern Rhodesia,?®° molybdenite occurs at Umtali, 
Hartley district, and near Bulawayo; in South West Africa,?’ south of Usakos; in the 
Kuiseb Valley ; at Aus, and in the Velloor Hills, Warmbad district ; at Gansberg ; and 
Tsumeb. ‘The ore occurs in many places in the Union of South Africa *8—e.g. in the granite 
rocks near Stellenbosch, Cape Province ; in various localities of the copper district of Little 
Namaqualand ; in the Transvaal at Appingadam, Stavoreu, Enkeldoorn, and Houlenbek ; 
and in Natal in the valley of Hlatimba, and at Umkukuse, Subeni, and in Buffalo valley. 

North America.—Extensive deposits of molybdenite occur in Canada **—British 
Columbia, Manitoba, New Brunswick, Nova Scotia, Ontario, Quebec, and Newfound- 
land. Deposits occur in the United States 2° in Arizona, California, Colorado, South 
Dakota, Maine, Montana, Nevada, New Mexico, Texas, Utah, and Washington. Molyb- 
denite occurs in Shaken in Alaska.?!_ Molybdenite has been reported from the Leeward 
Islands, West Indies ; 22 and from Hawaii.?* Ores have been reported from a dozen states 
in Mexico *4—San José, Tamaulipas; Nacosari, Sonora; Sahuaripa, El Poovenir, Tema- 
scaltepec, Chihuahua, Hidalgo, etc. Molybdenite also occurs in Central America.*° 

South America.—Molybdenite has been found in Argentina,®* at San Virgilio, Sierra de 
Cordoba; and Los Coloraditos, Sierra de Velasco. In Bolivia,*’? the mineral occurs in 
the Tasna district, Oruro; and in Larecaja, La Paz. In Chile,** molybdenite has been 
reported at Cupane, and La Punta. In Peru,?®in the Jauja province, Junin ; at Runatullo, 
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Picran; Torrioc ridge, Janchis-Jucha; Tipillapa; and Caseas, Contumaza. In Brazil,*® 
at Vallongo. It also occurs at Santa Rita and Patagonia.*! 

~ Australasia.—In New South Wales,*?2 molybdenite occurs in the New England district— 
Wilson’s Downfall, Rock River or Wanglebung, Bolivia, Deepwater, Glen Eden, Kingsgate, 
Yarrow Creek, Booralong or Balderleigh, Attunga and Moonbi; in the Yetholme district— 
Mount Tennyson, Gemaila, and Tarana; and in the Whipstick district—Jingera, Mount 
Metallic, Black Range, and Tantawanglo. In the Northern Territory,** deposits occur at 
Yenberrie, and Hatches Creek. In Queensland,*4 there are large deposits of molybdenum 
ore, at Stanthorpe, Ballandean; in the northern area in the Chillagoe district ; the Wol- 
fram area, the Bamford Mining field; Rocky Creek area; Khartoum area; Tyrconnel ; 
Mt. Perry; and Boomarrie. In South Australia,4? molybdenum occurs in the Moonta 
and Walaroo areas. In Victoria,4® molybdenum ore occurs at Wangrabelle, Gippslund ; 
and at Everton, in the Beechworth district. In West Australia,*” molybdenum ores occur 
near the Yalgoo goldfield; near Leonora; at Callie Soak; Coolgardie; in the Mount 
Margaret goldfield ; at Southern Cross, Swan View, Wagin, Ravensthorpe, Clackline, and 
Blackboy Hill. In New South Wales,*® mobybdenite occurs near Kingsgate. In Tas- 
mania,*® small deposits occur in various localities—e.g. on the West side of Mt. Stronach ; 
in the hinterland of Scamander district ; in the district of Moina; East of River Forth ; 
King Island; and South Heemshirk. In New Zealand,®® molybdenite has been reported 
at Ohio Creek, Thames Goldfield; at Fourteen-mile Creek, Greymouth; in the Mt. 
Radiant district; near Specimen Creek; at Richmond Hill, Parapara; Bravo Island ; 
and near Dusky Sound. 


Before 1914, molybdenum metal sold at about 6/- per lb. ; in 1918, ferromolyb- 
denum with 50 to 60 per cent. molybdenum sold at about 16/— per lb.; and in 1920, 
at about 9/6 per lb. The price of molybdenum ore in 1924 ranged from 52s. 6d. 
to 55s. Od. per unit. Reliable data for estimating the world’s output have been 
available only in comparatively recent times. Until the demand for molybdenum 
for the manufacture of special steels arose, the greater part of the world’s output 
was absorbed in the manufacture of a few chemical reagents. R. H. Rastall >! 
estimated for 1915-1920 the proportion of metal in metric tons contained in the 
concentrates produced by different countries, to be as follows : 


1915 1917 | 1918 1920 
Australia ; dss 7 94-4. 105-1 35°5 
Bolivia . d ; 6:5 — — — 
Canada . : se. iy SO) 89-9 102-9 nil 
Chile é 5 ‘ — 20-1 — 
China : ; — 2:4 1-1 a 
Korea. : ' — 59-2 10-7 — 
Japan = 12-1 70°3 = 
Mexico . ‘ : — ae 14-0 0-3 
Norway . : oat 82-1 84:9 — 
Peru : f ; 1-3 3°8 1:3 - 1-0 
Spain ; of hlenkae — — — 
Sweden . ' 2 — 20°3 25:1 aa 
United States . . 82-4 158-8 390°8 15:8 , 


The minerals containing molybdenum include the crystalline sulphide, molyb- 
denite, MoSg, or the colloidal form, jordisite : the molybdates, wulfenite, PbMoQ, ; 
powellite, CaMoO,, associated with CaWO,; belonosite, MeMoO,; molybdic ochre, 
or molybdite, MoO3.nH,0, and Fe.(MoO,)3.nH,0—possibly a mixture; ochre- 
matite, 3{8Pb(AsO4).PbCl.}.4Pb,MoO; ; ferrous tetramolybdite of M. Spica ; 
pateraite, impure CoMoOQ,; isemannite, or blue oxide, MoO ,.4Mo03, or 
Mo,0g.nH,O. ; 

W. F. Hillebrand °3 reported on the molybdenum content of the American rocks ; 
and M. Spica analyzed the molybdenum minerals of Stilo, Calabria. C. J. Heine 
discussed the molybdenum content of the copper schists of Mansfield, and P. Krusch, 
that of Rickelsdorf; K. Chuboda, that of manganese diaspore ; C. D. Braun, that of the 
vanadiferous won ores of Xaverloh, Harz; F. Wohler, that of iron, and iron slags ; 
L. A. Palmer, clays ; C. R. Fresenius and EK. Hintz, that of hardhead tin ; H. Traube, 
that of scheelite ; H. St. C. Deville, that of rutile ; C. de B. Evans, that of thorianite, 
and W. Steinkuhler, that of pitchblende ; A. Jorissen discussed the occurrence of 
molybdenum in the Liége coal-field ; and H. Ramage, in the flue-dusts from South 
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Yorkshire coals. A. Schacci observed that a small proportion of molybdenum occurs 
in the crusts of the fumaroles in the craters of Vesuvius; J. B. Ferguson, in the 
volcanic lava of Hawaii; and F. Zambonini, in vesbine in crevices of the Vesuvian 
lava of 1631. T.L. Phipson showed that the so-called vesbium (9. 53, 1) is a mixture 
of copper and molybdenum. 

EH. Demarcay ®* observed molybdenum occurring in the ashes of some plants— 
Scotch fir, silver fir, vine, oak, poplar, and hornbeam; and F. von Oefele, in the 
excrement of animals. 
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§ 3. The Extraction of Molybdenum 


The molybdenum ores are first concentrated. In the case of wulfenite ores, 
this operation is comparatively simple because the mineral has a high sp. gr. and 
is easily wetted. Hence, water separation can be employed for removing the gangue. 
Pneumatic concentration has also been used when water is scarce. Molybdenite 
is not usually treated by water separation because the flaky mineral is not easily 
wetted, and it is liable to float. The ores are poor—over 2 per cent. of molybdenite 
israre. The electrostatic process can be employed with ore rather coarsely crushed. 
The ore is dried and warmed. Other sulphides also collect with the molybdenite, and 
the flotation process is the most successful mode of concentrating the ore. Water 
flotation is used in some cases, but oil flotation—in different forms —is more gener- 
ally employed. 

The extraction of molybdates or molybdie acid.—F. Wohler,? and J. J. Berzehus 
recommended roasting the sulphide in a current of air so as to collect the sublimate 
of molybdenum trioxide. C. Brunner roasted an intimate mixture of the sulphide 
with sand, with stirring until the mass became yellow. The molybdic acid was 
extracted with aq. ammonia; and the unoxidized residue was roasted again. 
The ammoniacal soln. was treated with a little ammonium hydrosulphide to 
precipitate the copper; the filtrate was evaporated to dryness; extracted with 
dil. ammonia; and the filtrate evaporated for the crystallization of ammonium 
molybdate. R. W. Stimson, C. Svensson, and L. F. Svanberg and H. Struve used 
modifications of the process. IF. Luchs deflagrated a mixture of potassium nitrate 
and molybdenite, extracted the mass with water, and treated the product with 
nitric acid. A. Kissock roasted a mixture of the sulphide with lime. 

K. Christl melted a mixture of powdered wulfenite and sodium carbonate, and 
poured out the molten mass so that the alkali molybdate was separated as much 
as possible from the lead oxide. The cold cake was extracted with hot water. The 
filtrate was treated with a little ammonia and ammonium carbonate to precipitate 
lead carbonate; and the filtrate was mixed with nitric acid and evaporated to 
dryness. The sodium nitrate was removed from the molybdic acid by extraction 
with water. C. Elbers modified the process by adding iron turnings or carbonized 
potassium tartrate to the original mixture. This reduces the lead to the metal, 
but not the molybdic acid. A. Kissock roasted the ore mixed with a calcium salt, 
so as to form calcium molybdate and, similarly, by roasting with ferric oxide or 
sulphide, ferric molybdate is formed. The product was then treated for molybdic 
acid. J. Ww, Weitzenkorn heated a mixture of molybdenite with manganese oxide 
in the presénce of oxygen. F. D. S. Robertson roasted the sulphide ore to oxide, 
and then volatilized the molybdenum trioxide. B. Broch, and P. Schwarzkopf 
heated the ore at 1100°-1500° in dry oxygen to volatilize the trioxide; and 
8. Westberg and EK. Edwin first reduced the ore with hydrogen before the oxygen 
treatment. EK. K. Jenckes leached roasted molybdenite with aq. ammonia; pre- 
cipitated iron, copper, and calcium from the soln.; and this, when crystallized, 
furnished ammonium molybdate. Guggenheim Bros. heated the ores in a gas 
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containing sulphur—e.g. sulphur vapour, hydrogen or carbon sulphides—so as to 
form a volatile sulphide. G. D. van Arsdale and co-workers washed the roasted 
ore with dil. sulphuric acid, treated it with alkali-lye to form alkali molybdate, 
and regenerated the alkali-lye at the anode. F. L. Hahn and W. Franke heated 
the molybdate at 250° to 300° with carbon tetrachloride under press., and extracted 
_ the product with acid. 

F. Ullik washed the wulfenite ore with dil. hydrochloride acid to remove car- 
bonates, phosphates, oxides, etc. ; the washed product was digested with hot, conc. 
hydrochloric acid ; the soln. was concentrated and cooled to separate lead chloride ; 
and the remaining lead precipitated as lead sulphate ; or else the soln. was evapo- 
rated to dryness, and the molybdenum compound extracted with aq. ammonia as 
recommended by F. Wohler. Basic lead chloride remained. Ammonium molybdate 
was crystallized from the soln.; or else the soln. was evaporated with nitric acid, 
and the ammonium nitrate removed from the molybdic acid by washing with water. 
H. Debray purified the ammonium molybdate by heating to redness a mixture 
with an equal amount of ammonium chloride, and roasting the product. The 
purification of molybdenum salts is discussed in memoirs dealing with the at. wt. 
(q.v.). C. Hlbers decomposed wulfenite by heating it with conc. sulphuric acid ; 
and after evaporation, the blue liquid was diluted with water. The filtrate from 
the lead sulphate was mixed with nitric acid and evaporated. Molybdic acid separ- 
ated out, and this was washed with water acidulated with nitric acid. The filtrate 
was again diluted and treated with nitric acid to recover more molybdic acid. 
W. Delfis, and A. Rodland decomposed the mineral with nitric acid, but C. Elbers, 
and A. von Wich did not recommend the process. 

L. A. Buchner and F. Mahla heated a mixture of wulfenite and carbon in a current 
of chlorine, and extracted the molybdenum chloride with alcohol. P. Nicolardot 
opened up the wulfenite by fusion with potassium hydrosulphate ; extracted the 
cold mass with water; evaporated the soln. to dryness; and heated the product 
with carbon and sulphur to form molybdenum disulphide. F. Wohler heated a 
mixture of wulfenite, carbonized sodium tartrate, and sulphur; dissolved the 
sodium sulphomolybdate in water, and on treating the soln. with sulphuric acid, 
molybdenum trisulphide was precipitated. This was washed, dried, and heated 
out of contact with air. The resulting molybdenum disulphide was roasted for 
molybdenum trioxide. G. EH. Mauritii obtained the sulphomolybdate by boiling 
the mineral with potassium carbonate and sulphur; F. Wohler, with soda-lye and 
sulphur; G. C. Wittstein, with sodium polysulphide; and W. Wicke, with aq. 
ammonium sulphide. 

According to J. P. Bonardi, when wulfenite is first concentrated, the concentrate 
contains 15 to 20 per cent. of MoO,. The vanadinite, cerussite, anglesite, galena, 
pyromorphite and mimetite collect in the concentrate. The ore can then be treated 
with an acid or an alkaline leach, or fused with something which will reduce the 
lead to the metallic form and leave the molybdenum in the slag. The acid leach 
is the least favourable process. The sodium sulphide leach has proved most satis- 
factory. The molybdenum passes into soln. as sodium molybdate, the lead and 
precious metals collect in the residues. The sodium molybdate can then be used 
for the preparation of ferromolybdenum, etc. If the concentrate be fused with 
soda-ash, caustic soda, and coal, the lead is recovered as bullion, and the sodium 
molybdate can be leached from the slag. The subject was discussed by R. H. Head 
and V. Miller. ni 

R. E. Pearson and co-workers 3 proposed an electrolytic process for extracting 
the molybdenum. The ore is ground and mixed to a paste with sulphuric acid, 
and the mixture is replaced on a lead plate which forms the anode of an electrolytic 
cell containing dil. sulphuric acid. On passing a current through the cell the basic 
impurities, e.g. iron, manganese, calcium or sodium oxide, in the material on the 
anode pass into soln., leaving a residue of tungsten or molybdenum oxides. Alter- 
natively the anode may consist of nickel or a nickel alloy, and the electrolyte of 
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caustic soda, whereby soluble sodium tungstate or molybdate is formed and the 
foreign metals are left as anode slime. 

_ In working up molybdenum residues which collect in the determination of phos- 
phates in the analysis of manures, steel, etc., the molybdic acid has to be separated. 
from phosphates. J. A. Prescott 4 evaporated the soln. to dryness ; dissolved the 
residue in aq. ammonia ; and treated the soln. with magnesia mixture to precipitate 
the phosphoric acid. The soln. was then evaporated to allow the ammonium 
molybdate to crystallize, and the mother-liquors worked up with a subsequent col- 
lection of molybdenum residues. Processes were also described by C. R. Fresenius, 
F. Muck, O. Maschke, H. Uelsmann, E. Reichardt, A. Gawalowsky, A. Borntrager, 
W.D. Brown, R. Friedrich, H. Kinder, P. Rudnik and R. D. Cooke, C. G. Armstrong, 
H. Rubricius, EK. Stamm, etc. V. Lenher and M. P. Schultz diluted the waste 
molybdate liquor, or treated it with alkali so that the amount of free nitric acid 
is reduced to 0-1-0-4 per. cent. Hydrogen sulphide is then passed into the soln., 
preferably warm, and the precipitated molybdenum sulphide is washed and dried, 
after which it may be converted into the trioxide by roasting. Again, ammonium 
phosphomolybdate is dissolved in sufficient aq. sodium hydroxide to make a soln. 
. just alkaline to phenolphthalein ; the liquid, after filtration if necessary, is treated 


with hydrogen sulphide, and the molybdenum sulphide precipitated by acidifying 


with dil. hydrochloric acid. 

The preparation of the element.—J. J. Berzelius,® F. Wahler, C. F. Rammelsberg, 
C. W. Blake, J. H. Miller, P. Sabatier and J. B. Senderens, L. F. Svanberg and 
H. Striive, and H.N. Warren, obtained the metal by heating molybdenum trioxide 
to a high temp. ina current of hydrogen. Since this oxide is volatile at a high temp. 
as pointed out by H. Debray, and A. Rogers and F. H. Mitchell, it is better to work 
at a lower temp. at first so as to make the less volatile lower oxides, and reduce these 
atthe highertemp. M. Guichard said that the reduction to the brown dioxide begins 
at 300°, and the dioxide begins to reduce at about 500°, and is fairly rapid at 600°. 
The sole product of the reduction is molybdenum—the incompletely reduced portion 
is a mixture of molybdenum and its dioxide. Finely-divided molybdenum is not 
appreciably oxidized by steam at temp. below 700°. Consequently, the steam pro- 
duced by the action of hydrogen on the oxides of molybdenum at 600—700° has 
no tendency to reverse the action, and may be considered as an inert gas; above 
700°, however, it is.a reagent and the inverse change becomes possible. When 
molybdenum and its dioxide are heated at these temp. in a mixture of hydrogen 
and steam, both reactions, oxidation and reduction, occur simultaneously, and the 
state of equilibrium finally attained: MoO,+2H,=Mo+2H,0 depends on the 
partial press. of the constituents of the gaseous mixture. The metal or its dioxide 
is not affected at 800° by a current of the gaseous mixture containing its con- 
stituents in approximately molecular proportion ; when the proportion of steam 
is larger than this, the metal is almost wholly oxidized to dioxide, whilst excess of 
hydrogen brings about a complete reduction of the oxide. L. Meyer and H. Haas, 
and L. P. Liechti and B. Kempe found that it is difficult to remove all the oxygen 
from the reduced metal by hydrogen and they said that the last traces of oxygen 
can be removed by dry hydrogen chloride at 200°, but A. Vandenberghe, and 
M. Guichard showed that molybdenum dioxide does not volatilize when heated 
in hydrogen chloride. There is a difficulty in obtaining a suitable vessel for the 
reduction, to avoid contaminating the molybdenum, since, as was shown by O. von 
der Pfordten, and by A. Vandenberghe, that metal reacts at a high temp. with plati- 
num, and porcelain. A. Vandenberghe found that an old porcelain vessel gave the 
best results since it acquired a protective film of metal from previous reductions. 
Ki. W. Engle preferred the hydrogen reduction process when the metal of a high 
degree of purity is required. The reduction of molybdenum trioxide commences 
at about 300°. J. H. Miiller used a quartz vessel. H. N. Warren used a tube of 
compressed lime as container. Some impurities can be removed by washing the 
molybdenum powder with hydrofluoric acid, hydrochloric acid, and water. F. Wohler 


—— i a 


ee ee ee ee eS ee ee 


P<) 2 ar oe 


MOLYBDENUM 495 


and L. von Uslar reduced molybdenum chloride at a red-heat by means of hydro- 
gen. QO. von der Pfordten reduced molybdenum sulphide or molybdenite in the 
same way—but A. Vandenberghe added that the method is useful only when small 
quantities have to be reduced. A. EH. van Arkel obtained molybdenum by heating 
a filament of the metal in an atmosphere of an easily dissociated volatile compound. 

Most of the molybdenum compounds are reduced by carbon at a high temp., 
and although there is a tendency to form a carbide, a metal of a high degree 
of purity can be so obtained. Thus, P. J. Hjelm, C. F. Bucholz, and J. J. Berzelius 
reduced molybdenum trioxide, or acid potassium molybdates by heating a white-hot 
admixture with carbon in a carbon crucible ; and H. Debray added that the product 
contains 4 to 5 per cent. of carbon which makes the metal more fusible than if it 
were pure. H. D. Clarke obtained molybdenum by reducing it in the oxyhydrogen 
blowpipe flame. A. Sternberg and A. Deutsch reduced alkaline earth molybdates 
by heating them with carbon at 1000° to 1400°; carbon monoxide is evolved, 
and the alkaline earth oxide can be removed from the product by hydrochloric 
acid. According to A. Vandenberghe, with calcium molybdate, the product con- 
tained 3 per cent. of carbon. If alkali molybdates are used, the alkali metal is also 
formed. H. Moissan prepared molybdenum as follows: Molybdenum dioxide, 
prepared by strongly heating ammonium molybdate, is mixed with one-tenth of 
its wt. of sugar carbon, and heated for about six min. in a carbon crucible in an arc 
produced by a current of 800 ampéres and 60 volts. With the proportions given, 
the molybdenum oxide is in excess, and if the action of the arc is stopped before 
the outer portions of the mixture in contact with the crucible have had time to fuse, 
molybdenum is obtained quite free from carbon, and containing only from 0-1 to 
0-2 per cent. of slag as an impurity. If, however, the action of the arc is prolonged 
until the whole mixture fuses, the crucible is attacked, and, on cooling, a hard, 
brittle ingot of carboniferous molybdenum is obtained. A. Vandenberghe found 
0-28 per cent. of carbon in the molybdenum obtained under the former conditions. 
The Ampére Gesellschaft obtained molybdenum by melting a mixture of calcium 
molybdate, molybdenite, and carbon. M. Guichard reduced molybdenite by 
H. Moissan’s process; and C. Lehmer, by electrolytically heating a mixture of 
molybdenite with carbon and calcium oxide: MoS,+-2Ca0O+2C=Mo+2CaS+2CO. 
O. W. Brown reduced molybdenite by carbon and calcium oxide in an electrically 
heated furnace : MoS,+2C+2CaO—=Mo+2CaS-+2C0O. J.N. Pring and W. Fielding 
reduced molybdenum tetra- and penta-chlorides by carbon at a temp. below 1300° ; 
above that temp., carbide was formed. J. H. Loughlin obtained a small yield of 
molybdenum by heating for 12 hrs. at a white-heat a mixture of molybdenum | 
trioxide with 14 times its wt. of potasswwm cyamde in a luted porcelain crucible 

contained in a larger crucible with the intermediate space packed with animal 
charcoal. 

W, Muthmann and co-workers obtained the metal by melting in an electric furnace 
at a high temp. a mixture of molybdenite, calcium oxide, in the molar proportions 
3: 4 along with calcium fluoride as a flux. A. B. du Jassonneix reduced molybdenum 
oxide with boron in a magnesia crucible in an electric furnace ; and B. Neumann 
heated electrically a bath of alumina and lime to which was added molybdenum 
trioxide and silicon. The product contaimed about 2 per cent. of silicon and a little 
carbon. L. Kahlenberg and W. J. Trautmann studied the reduction of the trioxide 
and of molybdates by silicon. A. Burger, H. Kuzel and H. Wedekind, and E. Wede- 
kind and O. Jochem found that molybdenum trioxide in an iron boat in vacuo is 
reduced by the vapour of calciwm—the product obtained by the reduction of the 
oxide with calcium, contained 2 to 3 per cent. of calcium ; with zinc as reducing 
agent, a little iron is usually present. EH. Wedekind and O. Jochem found that the 
metal is produced in a powdered form. W. Prandtl and B. Bleyer used a 
mixture of calcium and aluminium ; and O. P. Watts and J. M. Breckenridge, an 
alloy of calcium, magnesium, and aluminium. A. Stavenhagen and co-workers, 
H. J. Braun, J. J. Boericke, H. Biltz and R. Gartner, and H. Lohmann found that 
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the aluminium thermite process can be used for the reduction of molybdenum oxide. 
The most common method for preparing molybdenum commercially is to reduce 
molybdenum concentrate or molybdenite with finely-divided aluminium. The 
metal may contain 1 to 2 per cent. of iron, and a small proportion of silicon. 
A. Rosenheim and H. J. Braun obtained a good yield of metal, free from air-bubbles, 
by moderating the reaction by the addition of a flux of 50 parts of calcium fluoride 
for every 100 parts of molybdenum trioxide and 38 parts of aluminium, and allowing 
the metal to agglomerate by keeping the mass in a liquid condition for some time 
after the reaction. W. Lederer said that owing to the reactivity of the molybdenum, 
the heating of the metal should not be prolonged more than is necessary. L. Weiss 
and O. Aichel used Mischmetal as the reducing agent in place of aluminium. The 
metal of a high degree of purity was prepared by C. Miller and W. Schubardt, by 
heating the carbonyl. 

In 1803, J. G. Gahn noticed the separation of molybdenum in the electrolysis 
of a soln. of ammonium molybdate—wde infra, molybdenum trioxide; and in 
1815, J. G. Children obtained some molybdenum by the electro-reduction of molyb- 
denum trioxide; M. Junot, by the electrolysis of a soln. of molybdenum trioxide — 
in molten potassium cyanide; the Wolfram Lampen A. G., by the electrolysis of 
soln. of say molybdenum hexachloride in an organic solvent like acetone using a 
platinum or nickel cathode; and L. Ott, by the electrolysis of molten molybdates 
mixed with molybdenum trioxide. HH. Mennicke discussed the commercial pre- 
paration of the metal. E. W. von Siemens and J. G. Halske deposited molybdenum 
from a bath of fused salt as in the case of tungsten (g.v.). A. Chilesotti did not 
succeed in depositing molybdenum from a soln. of the trioxide in hydrochlaric 
or sulphuric acid. L. Andrieux obtained the meta] by the electrolysis of a soln. 
of the trioxide in a bath of borate and fluoride. J. L. Merrill and A. 8. Russell found 
that mercury is the most suitable cathode for the deposition of molybdenum, and the 
best current densities are 0-6 to 1-0 amp. per sq. cm., and the best acidities, 1-2 to 
1-4N-H,SO, ; the time required for the deposition of a gram of molybdenum from a 
soln. of sodium molybdate is then about 50 min., and the time is not shortened by the 
use of a rotating cathode. J. Férée, A. 8. Russell and $. W. Rowell, and R. E. Myers 
also used a mercury cathode. R. H. Pearson and EH. N. Craig reduced molybdenum 
oxide or hydrated oxide by making it into a paste with sulphuric acid, and intro- 
ducing the mixture into a porous pot surrounding a cathode consisting of a bundle 
of nickel-chromium alloy rods. The anode of the cell consists of a lead plate embedded 
in a mass of scrap molybdenum (or other easily oxidizable material) contained 
- in a porous pot. On passing a direct current through the cell and agitating the 
paste surrounding the cathode, the oxide contained therein is reduced to a lower 
oxide from which, by suitable washing, impurities such as iron, calcium, and sodium 
salts may be more readily removed than from the original trioxide. At the same 
time, the waste metal surrounding the anode is oxidized to trioxide, which is used 
to make further quantities of the reduced oxide. The latter, after washing and 
drying, is reduced to a metallic powder by heating in a current of hydrogen in 
known manner. L. St. C. Broughall electrolyzed a soln. of a molybdenum salt 
in liquid ammonia at a low temp. or under press. C. Lehmer obtained ferromolyb- 
denum, chromomolybdenum, nickelmolybdenum, manganomolybdenum, and cupro- 
molybdenum by electrolytically heating a mixture of the respective metal oxide 
with molybdenum sulphide, calctum oxide, and carbon. L. Andrieux obtained 
molybdenum by the electrolysis of fused borates. Electrolytic processes for 
the preparation of molybdenum were described by R. E. Pearson and E. N. Craig. 
The preparation of ferro-molybdenum at the works of the Molybdenite Co. at 
Orillia, Ontario, Canada, was described by B. C. Lamble : 


A wrought-iron jacket, fitted to a cast-iron base, is connected with one terminal of 
the electric supply. Inside the iron jacket a cubical crucible, with a tap-hole in the bottom, 
is built up with carbon blocks, the space between the crucible and the jacket being filled 
with magnesia bricks. The second electrode consists of a 10-inch graphite rod, held by 
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a water-cooled head over the centre of the furnace. The power used is 4000 amperes at 
50 volts. The smelting mixture consists of 70 per cent. molybdenite concentrate and 
30 per cent. pyrite, while coke is the reducing agent and lime and silica are used as fluxes. 
The ferro-molybdenum produced has approximately the following composition : 
Molybdenum, 71:0; carbon, 3-66; sulphur, 0-08; phosphorus, 0-03; silica, 1:35; iron, 
23-8 per cent. About 80 per cent. of the molybdenum in the charge is recovered in the 
alloy with a power consumption of 6 to 7 kilowatt-hours per lb. of alloy. The remainder 
of the molybdenum is recovered as dust or by wet dressing of the slag. Some analyses 
were also reported by A. W. Judge. 


H. K. Jenckes discussed the preparation of oxides and salts of a high degree of 
purity for the purpose of preparing the metal for electric lamps. J. Férée obtained 
molybdenum by distilling in vacuo mercury from the amalgam obtained by the 
electrolysis of a hydrochloric acid soln. of molybdic acid using a mercury cathode. 
The Badische Anilin- und Sodafabrik obtained the metal by heating the nitride in 
vacuo. The nitride was obtained by heating molybdenum oxide, or a mixture of 
the oxide and the metal at 500° to 600°, in an atm. of a mixture of equal parts of 
hydrogen and nitrogen at 60 atm. press. 

The heated metal is very reactive and is very susceptible to contamination 
from the containing vessel, the reducing agent, the furnace gases, and, in the electro- 
lytic process, from the material of the electrodes. W. Lederer, and K. Wolf dis- 
cussed the purification of small quantities of the metal containing, say, 3 per cent. 
of iron, aluminium, silicon, carbon, and oxygen. The metal is pressed into a pencil 
which is then heated electrically in hydrogen. The pencil is then used as an electrode 
in a vacuum furnace—cf. 8. 31, 4, Fig. 1. 

According to C. G. Fink,é ductile molybdenum can be prepared by methods 
analogous to those used for ductile tungsten, and discussed by O. Ruff, N. L. Miiller, 
and W. D. Coolidge. P. Schwarzkopf and 8. Burgstaller pressed rods from the 
powdered oxide, and heated them to 1100°-1150° in a current of hydrogen, and 
then heated them electrically to 2600°-2700° in a current of hydrogen. The 
resulting rods of molybdenum are ductile and can be bent into rings at a red-heat. 
According to O. Ruff, the ductile metal is prepared as follows : 


Molybdenum trioxide is purified by reduction at 1000° in a current of hydrogen and 
steam to the dioxide, which is then heated in chlorine, the oxychloride being sublimed and 
transferred to hydrochloric acid, when pure molybdenum trioxide is precipitated. The 
precipitate is washed, dried, and ignited at 1200°, when considerable shrinkage takes 
place. The finely-powdered product is then reduced in hydrogen at 1250°, nickel boats 
being used in a porcelain tube. The crystalline metal is compressed into the form of rods 
under about 5000 atm. press., and the brittle rods are rendered stronger by heating in 
hydrogen at 1300°. The presence of 0-05 per cent. of carbon is favourable. The final 
sintering takes place by electrical heating at a temp. of 2620°-2650°. The molybdenum 
contracts by about 14 per cent. The sintered rods are still quite brittle, and have to be 
rendered malleable and ductile by hammering at 1250° in an atm. of hydrogen. A special 
apparatus for the hammering is described. The hammered rods are then drawn at 400°—600° 
to the required size through diamond dies. The thin wires tinally obtained are perfectly 
flexible, and may be drawn cold. The worked metal is silver-white, and does not oxidize 
appreciably below a red-heat. 


J. Férée” found that the metal prepared by distilling the amalgam in vacuo is 
pyrophoric. A suitable reducing agent for the preparation of colloidal molybdenum 
from its salts has not been obtained. T. Svedberg obtained it by the electrical 
dispersion process—vide gold—as an isobutylalcosol which is brownish-black by 
transmitted light, and black by reflected light. H. Kiizel obtained the colloidal 
metal by grinding or by cathodic disintegration—wide chromium. EH. Wedekind 
and co-workers found that if powdered molybdenum, obtained by reducing the di- 
or tri-oxide by heating it with zinc, be washed in the absence of air successively 
with warm alcohol and warm water, then treated with dil. hydrochloric acid, and 
successive quantities of water added to it on a filter, an acid soln. first passes through, 
but later, a neutral colloidal soln. of the metal is obtained. When the precipitated 
metal no longer yields a colloid on washing, this property can be re-imparted 
to it by renewed treatment with acid. The particles of the resulting hydrosol, 
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which keeps well if air is excluded, are negatively charged. They are immediately 
coagulated by alkaline electrolytes ‘and more slowly by neutral electrolytes, but are 
comparatively resistant to hydrogen ions. L. Hamburger studied the properties 
of thin films. 
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§ 4, The Physical Properties of Molybdenum 


The early preparations of molybdenum were very impure, and the description 
of the physical properties of these samples do not always accord with later observa- 
tions. J.J. Berzelius1 described it as a greyish-white metal; C. F. Bucholz said 
that it is silvery white; and L. Weiss and O. Aichel, that it is silvery white with a 
crystalline fracture. The hammered and drawn metal is fibrous. A. W. Hull 
found that the X-radiogram of molybdenum corresponds with a body-centred cubic 
lattice with sides 3-143 A. T. Fujiwara, KE. C. Bain, E. Schmid, A. HE. van Arkel, 
P. Stoll, W. P. Davey, W. Hume-Rothery, and K. Weissenberg made observations 
on this subject. J. Hengstenberg and H. Mark studied the effect of mechanical 
work on the X-radiogram ; and S. T. Konobejevsky, and M. Ettisch and co-workers, 
the structure of hard-drawn wires. They found that the crystallites are regularly 
arranged, whereas in soft wires the crystallites are irregularly arranged. Z. Jeffries 
and R. 8. Archer gave 900° for the lowest temp. of recrystallization. T. Fujiwara 
found that the arrangement of the fibrous structure of a hard-drawn molybdenum 
wire with respect to the axis of the wire is retained after bending. 

For the powdered metal the older workers found values approximating 8-6 for 
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the specific gravity—P. J. Hjelm gave 7-75 for the sp. gr.; H. Debray, 8-6, 
C. F. Bucholz, 8-62, and J. E. Loughlin, 8-56. Later observers found for the 
massive metal values approximating 10; thus, H. Moissan, and A. B. du Jassonneix 
observed 9-01; K. Wolf, 8-95 at 17°/4° Gmpure); T. Barratt and R. M. Winter, 
9-933 ; W. Lederer, 10-2 at 17-5/4°; and C. G. Fink gave 10-02 for the hammered 
but not drawn metal ; 10-04 for the metal drawn to a diameter of 3°75 mm. ; 10-29, 
when drawn to a diameter of 0:25 mm.; and 10-32, when drawn to a diameter of 
0-038 mm. EH. Donath and J. Mayrhofer gave 11:5 for the at. vol. ; and W. Lederer, 
9-4. M. L. Huggins gave 1-54 A. for the ionic radius; L. Vegard, 1:03 A.; and 
H.G. Grimm, 0:72 A. The subject was studied by J. C. Slater, A. M. Berkenheim, 
V. M. Goldschmidt, L. Pauling, and EH. T. Wherry. The results show that for 
sexivalent molybdenum atoms, the effective at. radius is 0-62 A., for quadrivalent 
atoms, 0-66 to 0:83 A., and for typical molybdenum atoms, 1:36 A, I. Traube 
investigated the at. soln. vol.; and P. Vinassa, the mol. number. 

J.J. Berzelius said that the metal is harder than topaz ; H. Moissan, and A. B. du 
Jassonneix, that it does not scratch glass or quartz; and J. R. Rydberg gave 8-5 for 
the hardness on Mohs’ scale. EH. W. Engle gave 147 for the hardness of molybdenum 
on Brinell’s scale. According to H. Moissan, A. B. du Jassonneix, and F. Wohler, 
molybdenum can be filed, and, when hot, it can be forged—hammered and rolled. 
C. G. Fink found the tensile strength of wires 0-125 mm. diameter to be 140 to 180 
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kerms. per sq. mm. ; wires 0:07 mm. diameter, 161 to 189 kgrms. per sq. mm. ; and 
wires 0:038 mm., 189 to 217 kerms. per sq. mm. W. P. Sykes measured the tensile 
strength of molybdenum wires after different heat treatments. No. 1 was swaged 
and drawn hot (1000°-1300°) from a diameter of 0-125 to 0-025 in.; No. 2 was 
similarly treated at 800°; No. 3 was swaged and drawn hot (1000°-1300°) from 
0-045 to 0-025 in. ; No. 4 was similarly treated at 800°; No. 5 was annealed to give 
medium grain size ; No. 6 was annealed to give small grain size ; and No. 7, annealed 
to give large grain size. The tensile strengths in lbs. per sq. in. are shown in Fig. 2 ; 
the percentage elongation per 2 in., in Fig. 3; and the percentage reduction in area, 
in Fig. 4. These observations were discussed by Z. Jeffries and R. 8. Archer. 
P. Ludwik studied the effect of temp. T. Fujiwara found that the tensile strength 
of molybdenum is 20 per cent. greater when the tension is applied in a direction 
parallel to that of rolling than it is when the tension is applied at an angle of 45° 
or 90° to the direction of rolling : 

Direction of rolling 0° 22-5° 45° 67:5° 90° 

Tensile strength 113-9 101-2 94-8 97-0 92-8 kgrms. per sq. mm. 


J. Konigsberger gave 250 to 270 kerms. per sq. mm. for the tensile strength of 
molybdenum wires, and 125 kerms. per sq. mm. for single crystal wires. The 
torsion modulus was found to be 13-510 to 15x10" C.G.S. units; and for 
single crystal wires, 18 x1011 C.G.S. units. A. L. Kimball and D. E. Lovell found 
the elastic modulus, /, of swaged molybdenum to be 34:6 x 1011 dynes per sq. cm. 
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They also measured the internal friction. W. Widder gave HE .{1—0-0004032- 
(9—20)}. HE. Edwards and co-workers examined the increase in torsional stiffness 
produced by increasing the tension of molybdenum wires. G. Grube and F. Lieber- 
wirth, and J. Laissus studied the diffusion of molybdenum into iron. According to 
T. W. Richards and E. P. Bartlett, the compressibility is 0-47 x 10~6 at 20° for one 
megabar at 20°, at press. between 100 and 500 megabars. P. W. Bridgman found 
the compressibility, 8, of swaged rod at 30° to be dv/u—=—10~7(3-47—1-2p)p, and 
at 75°, —10~7(3-48—1-2p) ; and for drawn wire at 30°, dv/u——10-7(3-61—1-0p)p, 
and at 75°,—10—7(3-62—1-0p)p, for p kgrms. per sq. cm. with p between 1 and 12,000. 
For drawn wire and swaged rod respectively at 30°, B=0-0¢361 and 0-06347 ; 


-68/B5p=0-0,58 and 0-0;72; —8a/a8p—0-0;2 and 0-0;2; and By—1(8a/a8p)=5-54 


and 5:76, where a denotes the coeff. of thermal expansion. L. H. Adams gave 
68—=—0-02. P. W. Bridgman studied the effect of pressure on the rigidity. 

C. G. Fink found a=0-:0;36 for the coeff. of thermal expansion between 20° 
and 100°, and B. Beckman, a=0-0;56. The thermal expansion of an exceptionally 
pure sample of molybdenum was found by L. W. Schad and P. Hidnert to be repre- 
sented by the expression: Length at 6°, J=/9(1-+5-150 x 10-6 +-0-0057062 x 10—$) 
for 0° between —142° and 19°; and between 19° and 305°, length at @° is 
J=[)(1-++5-010 x 10-6+-0-0013862 x 106) with a probable error less than 3 x 10~6 per 
unit length. P. Hidnert and W. B. Cero gave for the mean coeff. of linear expansion, 
a—0-0,;49 between 25° and 100°; and 0:0;55 between 25° and 500°. If, denotes _ 
the length at 300° K., and J, the length at T° K., W. Widder gave0-0,549 at 20° and 
0:0;416 at 190° for the coeff. of thermal expansion. A. G. Worthing represented 
the measurements by 1/l,=0-0.500(7—300) +0-0g105(7'—300)2. C. Zwikker found 
for the linear expansion 1/Ip, 1-00623 at 1440° ; 1-00760 at 1648° ; 1-00920 at 1855° ; 
and 1-0111 at 2059°. According to E. Podszus, wires of molybdenum or of 
molybdenum-tungsten alloy may be sealed gas-tight into vitreous quartz by the aid 
of the flux: silica 10, alumina 1, boric oxide 1, and orthoclase 2. J. Disch gave 
for the expansion of molybdenum wires in mm. per litre between 0° and 6°: 

—190° —78°  0:00° 100° ~=200° = 300° — 400° 

Expansion . ~—0-79 —0°375 0:00 0-52 1:07 °1:64 2-24 mm. 


T. Barratt and R. M. Winter gave for the thermal conductivity of molybdenum 
0-346 cal. per sec. per degree at 17°, and 0-333 cal. at 100°. C. Zwikker gave for 
the thermal conductivity & in watts per cm. per degree : 


1234° 1440° 1648° 1855° = 059° 2259° = 2460° 
i as - 0°98 1-00 1-02 1:05 Foul | eed | 1-24 


J. Dewar gave 0-0141 for the specific heat between —253° and —196°, and 1-35 
for the atomic heat; P. Nordmeyer obtained too high a value 0-062 between 
—188° and 20°, for T. W. Richards and F. G. Jackson obtained 0-0555 for the sp. ht. 
and 5-33 for the at. ht.; A. de la Rive and F. Marcet obtained respectively 0-0659, 
and 6:33 between 5° and 15°; H. V. Regnault, respectively 0-0722 and 6-93 between 
0° and 100°; W. Lederer obtained the unlikely value 0-0461 between 17° and 100° ; 
whilst for a metal with only 0-22 per cent. impurity, HK. Defacqz and M. Guichard 
obtained respectively 0-0723 and 6-94 between 15° and 91°; 0-0735 and 7-06 
between 15° and 264°; and 0:0740 and 7-10 between 15° and 440°; N. Stiicker, 
0-0647 and 6-21 between 20° and 100°, and 0-0722 and 6-93 between 20° and 550° ; 
and P. Nordmeyer and A. L.. Bernoulli, 0-063 between 0° and —185°; N. Stiicker 
gave for the true sp. ht. 
60° 125° 225° 825° 425° 525° 
Ge . - 0:06468 0:07076 0-06912 0-06967 0-08206 0-08121 


c=0-0708—0-000052(8 — 125) +0-04(89 —125)2, between 125° and 225°; c=0-0707 
—0-000027(8 —125)-+-0-0g1(9—125)2,_ between 125° and 325°; c¢=0-0697 
—0-000113(6—325)-++0-0g1(9—325)2,_ between 325° and 425°; c=0-0697 
+0-000190(8—325) —0-0,7(0 —325)2, between 325° and 525; c=0-0708 
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—0-000037(6 —125)°—0:0¢3(0—125), between 125° and 525°; and c=0-0647 
+0-000094(@ — 60), between 60° and 125°. T. E. Stern gave c=—0-06054 between 
0° and 108°; 0-06333 between 0° and 441:5°; and C,=0-05973-++0-000016190, at 
temp. 6 between 0° and 441-5°. D. Cooper and G. O. Langstroth gave : 
—40° 0° 25° 50° 100° 150° 200° 250° 
Sp. ht. . 0:0564 0-0589 0:0597 0:0609 0-0612 0:0616 0-0624  0-0632 


and the results are plotted in Fig. 5; the at. ht. was represented by C,»—0-0593 
+0-0,13(@+40) —0:0265(0+-40)—106, KF. Wiist and co-workers found C,=6-11 
at 100°, and 7°80 at 900°. H. A. Jones gave c=0-0578-++-0-00002577 ; and C. C. van 
Voorhis, c=0-0606-+-0-0000287. F. Simon and W. Zeidler gave Cy=D(379T —1) 
+0-0,2637%; and for C, between 16° K. and 24° K., C,=0-078573 ; they also 
gave the following values for at. ht. of molybdenum : 


POR +. GISOF 2066" STs: 4856-07 106-o. 144-6° 200-2° 274-7° 
Cp . 0-040 0-073 0-264 1-230 3°380 4:38 5:09 5°53 
Cy - 0-040 0-073 0-264 1-230 3°374 4-37 5:06 5°49 


H. A. Jones and co-workers gave C,=4-:88+-0:002487. J. Maydel discussed some 
relations of the sp. ht.; and E. D. HKastman and co-workers, the thermal energy of 
the electrons in molybdenum, and computed 
% 0-065 Cy—Cy,=0-047 Cal. per degree per mol. — 
S adse R. C. Smith gave 800° for the sintering temp. of 
OL 0 10 wl ww HO += molybdenum filings. According to H. von Warten- 
berg, the melting point of pure molybdenum is 
isa: Sone speek - ee 2550° when that of platinum is 1745°. OC. W. Waid- 
Hector Marna nian eee’ ner and G. K. Burgess, and W. R. Mott gave 
2500°; M. Pirani, 2450°; M. von Pirani and 
A. R. Meyer, 2450°; A. G. Worthing, 2622°+-10°; E. Siedschlag, 2530°; and M. von 
Pirani and H. Alterthum, 2840°+40°. For a commercial sample, O. Ruff and 
O. Goecke gave 2110°.  H. Moissan distilled the metal in an electric arc furnace ; and 
W. R. Mott estimated the boiling point of the metal to be 4700°; I. Langmuir calcu- 
lated 3617°. C. Zwikker gave 4780° K. for the sublimation temp. at 1 atm. press. 
I. Langmuir measured the rate of evaporation from hot filaments, and W. H. Rode- 
bush observed the value of A in the equation for the number of electrons evaporating 
from a metal filament, n=AT~*e—%/7 per sq. cm. per second, to be 1:32 x 10?6 ; 
the calculated result at 2000° K. is 5501026. J. Langmuir represented the 
rate of evaporation m grms. per sq. cm. per sec. to be log m=17-11—38600T 1 
—1-76 log 7, or 


(EN ee . 1994° 2040° 2121° 2287° 2326° 2373° 
Mix 10° 5 » 0°00766 0-0305 0-124 1-74 3°65 8:47 


and C. Zwikker, log m=—338007" 1-+-8-24 grms. per sq. cm. per sec. The subject 
was discussed by F. J. Wilkins, and H. A. Jones and co-workers. For the vapour 
pressure, p mm., I. Langmuir gave log p=17-354—386007~1—1-26 log 7, or 


sti FS 5 1800° 2000° 2500° 2800° 3890° 
pais ; ~}) G42 x10-3% 789 x 10—® 43-0 x 10—° 1679 X 107 * F760 


C. Zwikker gave log p=338007-1-+-10-16 mm.; and J. A. M. van Liempt, log p 
=—3877107°1+9:90, and 43-53 to 44:96 for Trouton’s constant. W. Herz 
estimated that the heat of fusion lies between 1000 and 5000 cals. I. Langmuir 
gave for the latent heat of vaporization 177,000—2-57 ; and for the chemical 
constant, 4-4. W. Zeidler gave 170,400 cals. for the heat of vaporization, and 4-07 
for the chemical constant. G. N. Lewis and co-workers, and HK. D. Eastman gave 
7-5 for the at. entropy of molybdenum at 25°; W. Herz, 12:66; R. C. Tolman, 
56-4 at 25°; and B. Bruzs, 23-0 at the m.p. R. D. Kleeman discussed the internal 
energy of molybdenum ; and W. Herz, the entropy. M. Delépine gave for the heat 
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of oxidation, Mo+30—Mo0,+166-14 Cals. at constant vol., and 167 Cals. at 
constant press. W. Lederer gave 168-576 Cals. ; J. E. Moose and 8. W. Parr, 1829 
Cals. per gram; and W. G. Mixter, 181-5 Cals. for the oxidation of the metal by 
sodium dioxide. 

W. W. Coblentz 2 observed the percentage reflecting power, F, for light of wave- 
length A to be: 

Ae et TO40) 0-7 I 1-4 2-0 4-0 6-0 1-0 1-2 

po. 44-0 49-8 58°2 69-0 81-6 90-5 93-0 94:5 95-2 


G. Jafié calculated theoretical values for these constants. W. W. Coblentz said that 
the reflectivity curves of molybdenum and tungsten are so nearly alike that from a 
consideration of their emissivities and luminous efficiencies there seems to be 
no great choice in the use of these two metals in incandescent lamps. On the 
other hand, from a consideration of their physical properties, the molybdenum 
filament would be preferable because of its toughness and its ductibility, in 
contrast with tungsten which is very brittle. Their m.p. are high, and it is princi- 
pally a question of overcoming certain physical weaknesses in the molybdenum in 
order to make it practical. A. G. Worthing gave for the spectral emissivity, e, of | 
molybdenum for wave-lengths 0-665u and 0-475, from 273° K. to the m.p., 2895° 
K.; for the average visible emissivity, e,; the colour emissivity, e,; and the total 
emissivity, é¢, ‘ 

ae: ei 400° 800° 1200° 1600° 2000° 2400° 2895° 

: { 0:665y. 0:-420 0-415 0°398 0:390 0°367 0:353 0:341 0°328 


0-475u. 0°425 0:421 0:409 0-403 0-388 0-279 0-371 0-363 
ele eam _ oer 0°393 0°373 0:362 0°352 0°342 


Ev 
Ceo. : —- —— — 0:361 0:321 Q°297 0-277 0-255 
ei pel Bae — — = 0-096 0-168 0-210 0-248 0-290 


The values for the spectral emissivity at room temp. for 0-665u and 0-475, are 
respectively 0-580 and 0-576. The subject was studied by C. Zwikker, C. Davisson 
and L. H. Germer, R. L. Petry, E. Patai, and $8. Dushman and co-workers—vwide 
tungsten. A. G. Worthing found for the brightness temp., 7, for wave-lengths 
06654 ; the colour temp., 7,; and the radiation temp., 7'y: 

igh 5 Se ey L000! 1400° 1800° 2200° 2600° 2895° 


T'b : ; 958° 1316° 1658° 1986° 2297- 2519° 
T'c ; . 1004° 1411° 1823° 2244° 2672° 2997° 
Ty : : 557° 864° EIS? 1523° 1866° 2122° 


The normal brightness, B candles per sq. cm.; the radiation intensity, 7 watts per 
sq.cm.; and the luminous efficiency in lumens per watt, are : 


iat ogee - 1000° 1400° 1800° 2200° 2600° 2895° 
B 2 - O:000102" < 0-089 4-13 48-5 270 730 
n : =e 055 3°18 11-3 30-7 69-5 116 
Efficiency oo 0-093 1-22 5:28 13-0 — 


H. 8. Lamar and W. E. Deming studied the distribution of temp. in a heated 
filament. S.C. Roy, M. J. Martin, and A. T. Watermann studied the variation of the 
thermionic emission with temp.; A. W. Hull and J. M. Hyatt, J. M. Hyatt and 
H. A. Smith, E. Meyer, and H. B. Wahlin, the secondary emission of electrons ; 
W. J. Jackson, the emission of electrons by bombardment with positive ions ; 
R. L. Petry, the critical potential for the emission of secondary electrons ; HK. Meyer 
and L. P. Smith, the emission of positive ions; T. Soller, and L. J. Haworth, the 
velocity of the secondary electrons; H. R. Kiehl and co-workers, W. R. Ham and 
M. W. White, the emission of electrons from a molybdenum target ; and the radia- 
tion, by A. L. Helfgott ; the reflection of electrons from molybdenum was studied 
by W. R. Ham; the diffraction of electrons, by E. Rupp ; the liberation of electrons 
by positive ions, by M. L. E. Oliphant ; and the heat of condensation of electrons 
and positive ions on molybdenum, by C. C. van Voorhis and K. T. Compton. The 
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cold electronic discharge from molybdenum was investigated by R. J. Piersol; the 


heats of condensation of electrons and positive ions, by C. C. van Voorhis; the 
Le a effect, by H. Klumb ; the electron theory of thermionic emission, by 

R. H. Fowler ; electronic collisions, by M. Pirani and H. Schonborn. 

R. Bunsen, 3G. Merz, and C. F. Plattner discussed the flame reactions of molyb- 
denum compounds. The colourless blowpipe flame is coloured greenish-yellow. 
R. T. Simmler found that molybdic oxide, in the colourless gas flame, gives a con- 
tinuous flame spectrum. W. N. Hartley and H. Ramage studied the banded 
spectrum in the oxy-hydrogen flame. The spark spectrum was investigated by 
W. A. Miller, R. Thalén, J. N. Lockyer, EH. Demargay, F. Exner and HK. Haschek, 
M. Eppley, C. Weigand, M. A. Catalan, E. O. Hulburt, R. J. Lang, H. Nagaoka and 
co-workers, O. Lohse, A. Hagenbach and H. Konen, A. G. G. Leonard, and 
J. Formanek. The principal lines are 6030, 5888, and 5857 in the orange- -yellow : 
5792 and 5751 in the yellow ; 5688 in the yellowish- green; 5570, 5532, and 5506 
in the green ; and 4278 in the indigo-blue. E. O. Hulburt studied the spectrum of 
the condensed spark in soln. of the salts; and EH. J. Allin and H. J. C. Ireton, the 
under-water spark-spectrum. The are spectrum was studied by B. Hasselberg, 
F. Croze, M. Eppley, M. Puhlmann, C. Weigand, M. A. Catalan, C. C. Kiess and 
W. F. Meggers, and F. Exner and E. Haschek; the ultra-violet spectrum, by 
W. A. Miller, J. C. McLennan and A. C. Lewis, R. a3 Lang, T. Aden, and F. Exner 
and E. Haschek. According to W. H. Fulweiler and J. Barnes, the light of the 
molybdenum arc, under water, gives a continuous spectrum in the ultra-violet. The 
ultra-red spectrum was studied by J. M. Eder and E. Valenta. The effect of 
pressure was examined by W. J. Humphreys ; and of a magnetic field, or the Zeeman 
effect, by R. Jack, E. Wilhelmy, and M. A. Catalan. J. N. Lockyer studied the 
enhanced lines; H. Geisler, the anomalous dispersion of light in the vapour of 
molybdenum ; ‘and M. Kimura and G. N akamura, enhanced lines. No series 
spectrum has been observed, but E. Paulson noted some pairs of constant difference 
lines; P. G. Nutting, O. Laporte, and M. A. Catalan have studied the structure of 
the line spectrum. Unlike J. E. Paulson, M. Puhlmann observed no lines in the are 
spectrum which exhibit constant frequency differences. The subject was discussed 
by M. A. Catalan. C. C. Kiess, W. F. Meggers and C. C. Kiess, R. C. Gibbs and 
H. E. White, and C. C. Kiess and O. Laporte studied the series spectrum. FI. Croze 
studied the ultimate rays and resonance rays of molybdenum. 

H. B. Dorgels studied the absorption spectrum of the vapour. According to 
J. Formanek, although colourless aq. soln. of molybdenum salts give no character- 
istic absorption spectrum, a soln. of the chloride in absolute alcohol gives a green 
soln. which if concentrated shows absorption bands in the red, blue, and violet, but 
no lines. If about two drops of tincture of alkanna be added to the soln. of molyb- 
denum chloride, in absolute alcohol, the brownish-red soln. has narrow bands at 
6002, 5560, and 5185, and a band in the violet. The soln. however, gradually 
becomes violet, then blue with a reddish fluorescence ; and the narrow bands are 
displaced to the right until finally in about 10 hrs., when equilibrium is attained, the 
narrow bands occur at 5845, 6415, and 5040. The spectrum is not changed by the 
addition of a little ammonia, but an excess makes the liquid turbid and the spectral 
bands move to the left. C. Horner studied the spectra of beads of boric or phos- 
phoric acid containing molybdenum oxide in soln. 8. Kato studied the absorption 
spectrum of aq. soln. 

The K-series in the X-ray spectrum was measured by F. C. Blake and W. Duane,* 
S. Tanaka and J. Tsutsumi, L.H. Martin, J. W. M. du Mond, F. L. Nutting, 
J. Valasek, H. Mark and G. von Susich, F. Wisshak, D. Mitchell and B. Davis, 
N. 8. Gingrich, B. Davis and co-workers, L. R. G. Treloar, A. P. R. Wadlund, 


J. Schrér, H. Purks, B. Davis and H. Purks, Y. H. Woo, B. Walter, A. Dauvillier, © 


S. Bjorek, D. Nasledoff and P. Scharawsky, M. Siegbahn, H. R. Robinson and 
co-workers, A. Larsson, A. Jonsson, A. Liede, D. Coster and co-workers, P. A. Ross, 
HK. O. Wollan, F. K. Richtmyer, F. K. Richtmyer and L. 8. Taylor, M. Balderston, 
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F. K. Richtmyer and R. C. Spencer, H. A. Erickson, A. Bouwers, G. E. M. Jauncey 
and A. H. Compton, A. H. Compton, G. Kettmann, P. Anger, A. H. Compton 
and Y. H. Woo, 8. K. Allison and co-workers, G. E. M. Jauncey, M. Siegbahn 
and HE. Friman, M. de Broglie, A. P. R. Wadlund, S. Tanaka and J. Tsu- 
tsumi, H. G. J. Moseley, and J. Malmer. The lines include a,a’—0-71196 ; aja 
=0-759 ; Bi B—=0-63065; and Bysy=0-61398. The L-series was measured by 
D. Coster, E. Hjalmar, M. Siegbahn and A. Larsson, H. G. J. Moseley, J. Malmer, 
F. K. and R. D. Richtmyer, M. Siegbahn and E. Friman, W. Bothe and H. Franz, 
S. Bjorek, W. Bothe, M. J. Druyvesteyn, W. Duane and R. A. Paterson, H. Hirata, 
B. B. Ray, A. Jonsson, A. H: Compton and R. L. Doan, J. Zahradnicek, J. M. Cork, 
H. R. Robinson and C. L. Young, and M. Siegbahn. The lines include agat—5-400 ; 
aj4=5':3943 ; asat1—5-3721; B,B=5-1658; and y,6=4-7111. A. Dauvillier 
observed no Ma-ray ; but J. Thibaud found the Ma-line—65-0 A. O. W. Richard- 
son and C. B. Bozzani, and C. B. Bozzani and C. T. Chu found that the critical 
potential of the X-ray radiation from a tungsten wire is 356 volts corresponding 
with a wave-length of 34-8 A. The calculated Ma-line of molybdenum is 35-2 A., 
indicating that the observed radiation is the M-series. The M-series was also 
studied by 8. Bjérek, H. R. Robinson and ©. L. Young, and J. M. Cork; and the 
N-series by 8. Bjérek, and H. R. Robinson and C. L. Young. E. O. Wollan found 
that the Ka-lines are not polarized more than one per cent. W. Ehrenberg and 
co-workers studied the widths of the X-ray emission lines. 
| J. HE. P. Wagstaff gave 6-7 x 1012 for the vibration frequency. F. Wagner dis- 
cussed the linear relation between the at. numbers and the frequency. According to 
T. EK. Auren, the at. absorption coefficient for X-rays is 244 when that of hydrogen 
is unity. R. A. Houstoun, P. Giinther, L. M. Alexander, K. A. Wingirdh, and 
F. W. Warburton and F. K. Richtmyer also studied this subject. S. K. Allison and 
W. Duane, G. Hagen, F. Kirchner, EH. N. Coade, R. W. G. Wyckoff, and G. L. Clark 
and co-workers studied the scattering of the X-rays from molybdenum, and the 
Compton effect ; J. Hengstenberg, the reflection of X-rays; H. R. Robinson and 
co-workers, and R. Whiddington, the emission from molybdenum bombarded by 
X-rays; G. L. Clark and co-workers, the action of primary X-rays from a molyb- 
denum target on the secondary and tertiary rays from various substances. 
M. A. Rewutzka, and O. W. Richardson and F. 8. Robertson investigated the soft 
X-rays from molybdenum; L. P. Davis, the effect of oxidation on the emission of 
soft X-rays ; and G. B. Bandopadhyaya, and O. W. Richardson and F. S. Robertson, 
the photoelectric effect of these rays. R. Whiddington, studied the velocity of the 
electrons liberated by X-rays from molybdenum ; D. Nasledoff and P. Sharawsky, 
D. L. Webster and A. EK. Hennings, A. Jonsson, and A. Bouwers, the velocity of the 
X-rays; and C. C. van Voorhis and K. T. Compton, the heat of condensation of 
electrons. M. A. Catalan gave for the ionization potential, 7-1 volts; and the first 
resonance potential, 3:19 volts. L. Rolla and G. Piccardi studied the electronic 
equilibrium and ionizing potentials of molybdenum, etc. D. L. Webster and 
A. I. Hennings studied the penetration by cathode rays; H. R. Robinson, the 
secondary corpuscular X-rays; W. Herz gave 7:27x106 for the vibration 
frequency. 

M. J. Martin 5 found that photoelectric currents are produced by the action of 
the light from a quartz mercury lamp on molybdenum heated in vacuo to 1325°. 
The sensitiveness of the photoelectric effect increases to a final limiting value, and 
the wave-length limit shifts from about 2600 A. to 3800 A. The work function is 
3:22 volts. The subject was studied by T. Pavolini. N. Piltschikoff observed that 
molybdenum emits practically no Moser rays. J. Lifschitz, and R. T. Dufford 
investigated the volta-luminescence which occurs with an electrolytic cell under 
certain conditions when molybdenum electrodes are used. 

K. F. Herzfeld 6 discussed the metallic conductivity of molybdenum. According 
to C. G. Fink, the electrical resistance of hard-drawn molybdenum wire is 5-6 x 107 6 
ohm per cm. cube, and of annealed wire, 4-8 x10~6 ohm at 25°. The temp. coeff. is 
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0-5 per cent. per degree between 0° and 170°. C. E. Blom gave Rx10~4=22-4 
ohms for the resistance of molybdenum at O°, and at 6°, Rx107=44x0-1170 
+0:0005362 ohms per cm. cube. A. Schulze gave R=Ro(1-+-0-004020-+-0-051262). 

C. Zwikker found for the sp. resistance in microhms per cm. : 


1234° 1440° 1648° 1855° 2059° 2259° 2460° 
Per tos ol, Os2 35:2 41:2 47-3 53°5 59-7 66-0 


A. A. Sommerville found that the effect of temp. is very sensitive to the degree of 
purity of the metal, and he gave 0-0034 for the temp. coeff. of the resistance, whilst 
P. W. Bridgman gave 0-004336 between 0° and 100°. A. A. Somerville represented 
his results for the effect of temp. on the resistance, and on the temp. coeff. of the 
resistance by the curves, Fig. 6. W. Geiss and J. A. M. van Liempt gave for the 
resistance of single crystals 0°0502 ohm per metre for wire 1 mm. cross-section, and 
the temp. coeff. was 473x107. A. G. Worthing gave for the resistance, R milliohms, 
and for the temp. coeff., 

POI ah pede 400° 1000° = 1400° —s- 1600° ~—s 2000° 2400° 2600° 2895° 


tes iv Brie 8:15 23°9 35-2 41-1 53-1 65-5 71:8 81:4 
a ot, 4°268 1-170 1-145 1-145 1-145 1-145 1-145 1-145 1-145 


| 
: 


L. Holborn gave for wire annealed at 500° the ratio of the resistance, R, at 6° to that, 
Ro, atO-r 


= 1028 mere 100° 200° 300° 400° 
Ripe bids teeter tes 0-667 1-435 1885 2-349 2-825 
and for the temp. coeff., a, of the resistance : 
= 125° 39° 50° 150° 250° 350° 
a. Q-00415 0-00427 0°004385 0:00450 0:00464 0:00478 


W. Geiss and J. A. M. van Liempt studied the effect of temp. on the resistance ; 
and J. C. McLennan and co-workers, the effect of temp. in the vicinity of 2-2° K. ; 
L. Holborn gave 0-00435 for the temp. 


600 0-0060 coeff.; P. Kapitza, the influence of a 
e 500 o-00se “& magnetic field on the conductivity. 
§ 7% 0-048 §& Z. A. Epstein compared the conductivities 
3 300 00042 S% of the elements and their position in the 
ee | —0:0036 SS periodic table. A. T. Waterman dis- 
/00 00030 S 


200° 400° 600° 300° Jao cussed the electronic theory of conduction. 
Fic. 6.—The Effect of Temperature on W. Geiss and J. A. M. van Liempt found 
the Resistance of Molybdenum. that the product of the sp. resistance and 

the temp. coeff. is constant in agreement 

with Matthiessen’s rule. H. Rolnick found that the resistance decreases with 
tension. U. Fischer, and B. Beckman measured the influence of pressure, p 
kgrms. per sq. cm., on the resistance; and P. W. Bridgman found the relative - 

resistance and the press. coeff. to be: 


0° 25° 50° 75° 100° 

ii . : -  1-0000 1:1071 1-2150 1-3238 1-4336 
Deoae 0 kgrm. - —0:0;133 . —0-0,132 —0:0;131 —0:0;1305 —0-0,;130 
coeff. 12,000 kgrms. —0-0;1245 —0-0,124 —0-:0,124 —0:0,1235 —0-0,123 
‘(average . . —0-0,1286 —0-0,1281 —0-0,1275  —0:0,1270 —0-0,1265 

U. Fischer gave 
13°2° or1° —75° — 192° —252°7° 
Coeff...  .  . 0:05134 005135  0:0;150 0:0,269  0-0,414 to 0-0,49 


S. Morugina found that the molybdenum-tungsten thermocouple had an e.m.f. 
which changes sign at about 1900°. The e.m.f. are small being about —3 millivolts 
at 1000°; and +1-5 at 2000°, so that the couple is of little practical value. 
W. Rohn studied the thermoelectric force of molybdenum against nickel. 
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P. W. Bridgman found the thermolectric force, in volts x 106, of the metal uncom- 
pressed and compressed to p kgrms. per sq. cm. to be: 


p 10° 20° 40° 60° 80° 100° 
2,000 . tee OPO L2 0:025 0-065 0-109 0-129 0-140 
6,000 . - 0:037 0-078 0-209 0:328 0-383 0-415 

10,000. A pel ialsy' 0-125 0:357 0:543 0:634 0:693 
12,000. . 0:066 0-146 0°430 0:649 0-761 0:833 


for Peltier’s effect in joules per coulomb x10 between the uncompressed and 
compressed metal : 


p 0° 20° 40° 60° 80° 100° 
2,000 . . 0°30 0:38 (0°53 0:47 0-25 0°15 
6,000 . . 0-95 1-35 2°41 1-23 0-74 0:48 

10,000 . ~ 1:45 2°28 4°23 2:00 1-23 0:93 
12,000 . - 4-69 2°93 4°83 2°44 1-52 T-16 


and for Thomson’s effect in joules per coulomb per °C. x 106 expressed as the excess 
with the compressed over the uncompressed metal : 


p 0° 20° 40° 60° 80° 100° 
2,000 . pear’ 0-6 0-3 —I1-3 —I1-1 0:0 
6,000 0:8 4-4. —2°5 —7-0 —1-8 —I1-1 

10,000 . ee 13-2 -—9-4 —9-3 —2°5 —1:9 
12,000 . Sad Re 15-2 —11-6 —9-7 —3-2 —2-2 


The thermoelectric force against lead is given by (5:8920+-0-0216762—0:00002563) 
x10~6 volts; the Peltier’s effect, by (5-892-+-0-043348—0-00007562) (8-273) x 10-6 
volts; and the Thomson’s effect by (0:04334—0-00001506)(0+273) x10-6 volts 
per °C. OC. Zwikker found that the Thomson’s effect of molybdenum is negligibly 
small at about 2000° K., being less than —2 millivolts per degree. KE. Blumenthal 
measured the thermoelectric force of molybdenum against tungsten, and also 
against tantalum. 

R. D. Kleeman and W. Frederickson found that molybdenum wire through which 
an electric current is passing, acquires a negative charge. M. Forro and KE. Patai 
found the contact potential of sodium against molybdenum to be 2-0 volts ; -and 
they measured the contact potential of molybdenum and mercury. E. Dubois 
studied the Volta effect in water vapour. A. 8. Russell and 8. W. Rowell said 
that the position of molybdenum in the electrochemical series is approximately the 
same asthatofmercury. This was determined by finding the most noble metal that 
can displace them from soln., and the order, relative to metals of known potential, 
in which it is removed from mercury by oxidation with permanganate. According 
to L. Marino, although molybdenum can act as a bi-, ter-, or sexivalent element, 
electrochemically, it acts only as a hexad. It can occur under widely varying 
conditions in the active and passive states, each of which corresponds with its own 
specific e.m.f. Between these two states, there is an indefinitely large number of 
other states corresponding with the varying conditions of the surface of the metal. 
W. Muthmann and F. Fraunberger found that the highest numerical values of the 
e.m.f. in the two states in N-KCl were —0-74 volt (active) and -+-0-66 volt (passive). 
Two fresh pieces had the air potentials 0-26 and —0-02 volt. H. Kuessner observed 
that two different pieces of metal—containing traces of carbon, and of oxide, and a 
little iron—behaved differently. One became passive when the current density was 
about 0-05 amp. per sq. cm., whilst the other showed no signs of passivity even with 
larger current densities. LL. Marino showed that the metal is active when in contact 
with strongly oxidizing soln., such as those of chlorine, bromine, nitric acid, or chloric 
acid, at the ordinary temp. ; further, it is active in soln. of highly oxygenated salts, 


_ but only at temp. rising with the dilution, and also in conc. soln. of certain other 


acids only capable of dissolving it at their b.p., the e.m.f. being here identical with 
that exhibited in soln. able to dissolve it readily. W.Muthmann and F. Fraunberger 
found that the initial and end potentials with 40 per cent. nitric acid were respec- 
tively —0-22 and 0-38 volt; with conc. chromic acid, —0-72 and 0-66 volt; with 
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20 per cent. hydrochloric acid, —0-06 and 0-29 volt ; with 16 per cent. sulphuric acid, 
0-02 and 0-26 volt; with ammonium persulphate, —0-48 and 0°45; and with 10 
per cent. ferric chloride, —0-27 and 0-48 volt. According to L. Marino, the inactive 
condition of the metal is only possible for certain values of the current density, a 
fact which indicates the great influence of the latter magnitude on the surface of the 
metal. This influence is shown most distinctly in soln. of substances rich in oxygen, 
such as nitric acid and nitrates. Neglecting the slight influences exerted 
by different electrolytes, the highest value of the e.m.f, after the metal has acted for 
some seconds as a cathode is 1:50 volts for the active condition and 0-20 volt for the 
passive condition. The inactive state of the metal is unstable, and, as soon as its 
cause is removed, reverts to the active condition, the change proceeding more 
rapidly than with chromium. W. Muthmann and F. Fraunberger observed that 
bases and reducing agents activate the passive metal. Thus, the initial and end 
potentials with a conc. soln. of potassium hydroxide were respectively 0-13 and 
—0:72 volt ; with aq. ammonia, 0:29 and —0-31 ; and with alkaline formaldehyde, 
0-33 and —0-31 volt. Active molybdenum reduces soln. of mercuric, cupric, and 
ferric salts as well as salts of silver, gold, and platinum. L. C. Bannister and 
U. R. Evans measured the time-potential curves.. G. C. Schmidt made observa- 
tions on this subject. R. Lorenz reported the electrode potential of powdered 
molybdenum in 0-1N-molybdatosulphuric acid to be 0-41 volt; and K. Wolf, 
from measurements of the potential in alcoholic soln. of molybdenum dichloride 
calculated 0-53 to 0-55 for the normal electrode potential—but the numbers have 
little practical value owing to the quick changes which occur in the e.m.f. of cells. 
Thus L. Marino measured the e.m.f. of the cell, Mo] MX | KCl,HgCl | Hg, where 
MX represents a neutral salt, acid, or base, and of the cell, Mo | MX | H,CrO, | Pt. 
The highest value with active molybdenum was 1-5 volt, and with passive molyb- 
denum 0-2 volt—the difference 1:3 volt, and W. Muthmann and F. Fraunberger 
observed the difference to be 1:4 volt. All cells with a molybdenum electrode 
showed great difference in their e.m.f. owing to the passivation of the metal. 
O. Bauer gave —0:200 volt in one per cent. sodium chloride at the start, and —0°164 
after 120 hrs. A. Thiel and W. Hammerschmidt found the overvoltage with 
2N-H,SO, is 0-168 volt at 25°. S.J. French and L. Kahlenberg, and A. C. Kriiger 
and L. Kahlenberg studied the gas-metal electrodes of molybdenum and oxygen, 
nitrogen, or hydrogen. A. 8S. Russell and S. W. Rowell found that molybdenum ~ 
and tungsten are in some respects more reactive than copper but in other respects 
they resemble mercury, and silver. The values for the electrode potentials are 
not concordant. O. Collenberg studied the oxidation potential of potassium 
molybdenum octocyanide, KzMoCyg; A. Coehn and O. Schafmeister, the electro- 
kinetic potential of molybdenum ; R. J. Piersol, the electronic discharge in vacuum 
tubes; E. 8. Davenport, the surface pitting of tungsten filaments; and H. Nagaoka 

and T. Fatagami, the spluttering of molybdenum by the 


he ] disruptive discharge in a magnetic field. W. Ogawa noted 
we | that molybdenum-activated galena is a radio detector. 
SS ai According to L. Weiss and O. Aichel,”? molybdenum is 
3S is || | para-magnetic. S. Meyer gave for the magnetic suscepti- 


bility, 0-2510~6 mass unit; K. Honda, 0-04x10~® to 

0 10 20 80 (-039X10-6; and M. Owen, 0:60x1076 to 0:93x10 ©. 

Mela- kilogauss The temp., and strength of the magnetic field had only a 

Fie. 7.—The Effect of slight influence on the result. P. Pascal found that the 

oe are ed molybdates, unlike the molybdenum salts, are dia- 

Re ne eRe ONE magnetic. The subject was studied by D. M. Bose and 

; H. G. Dhar; in its salts, tervalent molybdenum is dia- 

magnetic. P. Kapitza’s observations on the effect of strong magnetic fields on 

the electrical conductivity are summarized in Fig. 7. P. R. Ray studied the 
magnetic susceptibility of complexes of quinquevalent molybdenum compounds. 
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§ 5. The Chemical Properties of Molybdenum 


F. Fischer and F. Schrétter! observed no reaction when molybdenum was sparked 
beneath liquid argon. No molybdenum hydride has been prepared. According to 
A. Vandenberghe, J. H. Miller, and W. Lederer, molybdenum does not in general 
absorb hydrogen, but if the metal is in a fine state of subdivision, L. Hamburger 
found that it can occlude some hydrogen which is again given off at 300°. E. Martin 
made observations on this subject. J. A. Kendall made a hot molybdenum film 
through which hydrogen was passing serve as one element of a galvanic cell. 
According to J. J. Berzelius, molybdenum loses its metallic lustre by exposure to 
air for some days at ordinary temp. J. Férée found that pyrophoric molybdenum 
which has been heated to 400° is no longer spontaneously inflammable in air. 
Under ordinary conditions, molybdenum is stable in air at ordinary temp. 
W. Lederer, however, said that the surface of the metal exposed to air gradually 
acquires a brass-yellow film. According to C. Matignon and G. Desplantes, finely- 
divided molybdenum oxidizes at ordinary temp. in air in the presence of aq. 
ammonia. J. J. Berzelius said that when heated in air it becomes first brown, 
then blue, and lastly, nearly white ; and, if the temp. is high enough, it emits light, 
gives off fumes, and forms crystalline molybdenum trioxide. H. Moissan added that 
if the metal be free from carbon and silicon, it oxidizes but little in air below a red- 
heat; but at a dull red-heat, it oxidizes superficially in air, and at 600° oxidation 
becomes marked, and molybdenum trioxide slowly volatilizes. The trioxide is 
the product of the oxidation in air at high temp., but in the oxyhydrogen flame, 
it is accompanied by the blue oxide. N. B. Pilling and R. E. Bedworth studied 
the oxidation in air of this family of metals. The metal in oxygen at 500° to 600° 
burns to the trioxide. W. Lederer added that when the metal is warmed in oxygen, 
it acquires a film coloured successively yellow, brown, blue, bluish-red, and black, its 
surface then glows, and the black substance suddenly bursts into a pale white flame 
forming the trioxide. L. O. Bannister discussed the coloured oxide films on 
molybdenum. C. F. Bucholz, and J. J. Berzelius found that water does not oxidize 
the metal at ordinary temp., and H. Moissan added that if the metal be free from 
carbon and silicon, it can be kept unchanged in water for several days, even when 
the water is charged with carbon dioxide. W. Lederer found that after molybdenum 
has stood in contact with water for a week, it acquires a blue film of a lower oxide, 
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and this then becomes yellowish-brown. With water-vapour, free from air, red-hot 
molybdenum becomes yellow, then brown, and blue, whilst W. Guertler and — 
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T. Liepus observed no action with sat. chlorine-water during 8 days; H. V. Regnault 
observed that molybdenum decomposes water-vapour at a red-heat, first 
forming a blue oxide, and then molybdenum trioxide. M. Guichard said that 
steam first oxidizes molybdenum at 700°. W. Guertler and T. Liepus observed 
that sea-water, aerated sea-water, and aerated rain-water have no action on 
molybdenum during 8 days’ exposure. By slowly oxidizing this metal in water- 
vapour alone, or admixed with hydrogen, no oxides other than the di- and tri- 
oxides are formed. G. Chaudron studied the equilibrium conditions in the balanced 
reaction: Mo+2H,0=Mo00,-+2H, over the temp. range 700° to 1100°.  W. Guertler 
and T. Liepus observed no action during 24 hrs.’ exposure to a soln. of hydrogen 
dioxide in soda-lye ; but L. J. Thénard found that the metal is oxidized. C. G. Fink, 
and W. G. Mixter found the molybdenum is readily attacked by melting sodium 
dioxide; J. A. Hedvall and N. von Zweigbergk studied the action of barium 
dioxide ; and H. Moissan that there is an intense development of heat and light 
when a mixture of molybdenum and lead dioxide is heated. 

According to H. Moissan, fluorine has no action on molybdenum en masse at 
ordinary temp., but it acts on the coarsely-powdered metal with incandescence, 
and the formation of a volatile fluoride. J.J. Berzelius found that chlorine does 
not act on the metal at ordinary temp.—W. Lederer said that a bluish-black film 
is formed—but at a gentle heat, the surface exhibits a transient glow, and a dark 
red vapour is formed. H. Moissan observed that chlorine attacks the metal at a 
dull-red heat without incandescence; and bromine combines with the metal, 
though not energetically at a bright red-heat. C. W. Blomstrand observed that 
with chlorine or bromine, several chlorides or bromides are formed, and if the 
halogen is mixed with air, oxyhalides are produced. J. J. Berzelius found that 
- chlorine-water oxidizes molybdenum, and W. Lederer, that bromine-water is 
decolorized by shaking it with powdered molybdenum. J. J. Berzelius, and 
H. Moissan found that iodine has no action on red-hot molybdenum. O. Ruff and 
H. Krug found chlorine trifluoride attacks the metal with incandescence. J.J. Ber- 
zelius, and C. F. Bucholz observed that hydrofluoric acid has no action on 
molybdenum, and H. Moissan added that hydrofluoric acid is without action except 
in the presence of nitric acid when the metal is rapidly attacked. W. E. Ruder 
said that the metal is not attacked by this acid hot or cold. J. J. Berzelius, and 
©. F. Bucholz said that the metal is not attacked by hydrochloric acid ; W. EH. Ruder 
said that the dil. acid slowly attacks molybdenum at 110° forming some black oxide, 
probably Mo,O03. The loss in weight was 20-3 per cent. after 18 hours. The more 
concentrated acid (1-15) has a much slower action. After keeping the metal for 
18 hours in this acid at 110°, the total loss of metal was only 0-34 per cent. and the 
surface was still bright. W. Guertler and T. Liepus observed no action during 
48 hrs.’ exposure to 10 and 36 per cent. hydrochloric acid ; W. Rohn, that the cold 
10 per cent. hydrochloric acid dissolved only 0-01 per cent. in 24 hrs. in the cold, 
and with the hot acid 0:0015 was dissolved in one hour, and 0-08 per cent. in 24 
hrs. ; W. Lederer, that boiling dil. hydrochloric acid has no action, but the hot conc. 
acid very slowly attacks the metal. H. Moissan found that fused potassium 
chlorate attacks the metal violently. 

H. Moissan found that sulphur has no action on molybdenum at 440°; but 
hydrogen sulphide at 1200° converts the metal into a sulphide closely resembling 
molybdenite. J. Férée found that pyrophoric molybdenum at ordinary temp. or 
when gently heated does not react with hydrogen sulphide. EH. W. Engle found 
that molybdenum is resistant to corrosion by hydrochloric acid. W. Guertler and 
T. Liepus observed no reaction with 10 and 50 per cent. soln. of sodium sulphide— 
with or without alkali. N. Domanicky observed that an ethereal soln. of sulphur 
monochloride readily attacks molybdenum. According to KE. F. Smith and 
V. Oberholtzer, if molybdenum is heated in the vapour of sulphur monochloride, a 
complex Mo;SgCly is formed. L. Storch found that the presence of sulphomolybdates 
prevents the precipitation of copper, cadmium, mercury, and iron Ne aia 
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C. H. Ehrenfeld said that when the metal is heated in sulphur dioxide, molybdenum 
dioxide and a sublimate of sulphur are formed ; whilst J. Férée observed that with 
pyrophoric molybdenum and sulphur dioxide, the mass glows and a sulphide and 
oxide are formed. According to J. J. Berzelius, and C. F. Bucholz, dil. sulphuric 
acid does not act on molybdenum, whilst the hot, conc. acid forms sulphur dioxide 
and molybdenum dioxide if only a small proportion of acid be present, with more 
acid, blue molybdenum oxide is formed. W. Lederer said that dil. and conc. 


sulphuric acid do not attack molybdenum; but A. Rosenheim and H. J. Braun | 


added that molybdenum is attacked only slowly by dil. sulphuric acid, whilst the 
conc. acid quickly forms a bluish-green soln. According to W. Muthmann, an excess 
of conc. sulphuric acid begins to act feebly on molybdenum at 160° and sulphur 
dioxide is evolved ; the grass-green liquid darkens to an olive-green. If the temp. 
is not too high, all the metal dissolves. If the temp. is near the b.p. of the acid, 
the soln. becomes blue and then colourless—the dioxide first formed is oxidized to 
molybdenum trioxide. W. EH. Ruder found that sulphuric acid of sp. gr. 1-30 does 
not attack molybdenum at 110°; but that the conc. acid of sp. gr. 1-82 attacks it 
slowly. Only 0-29 per cent. loss in weight was found after 18 hrs. With elevated 
temp., however (200°-250°), the metal dissolves rapidly to a green soln., with the 
evolution of sulphur dioxide. W. Rohn noted that 10 per cent. cold sulphuric 
acid dissolved 9-006 per cent. after 24 hrs., and only 0-0015 per cent. dissolved in 
the hot acid in an hour, and 0-03 per cent. in 24 hrs. R. H. Adie added that the 
reaction with conc. sulphuric acid begins with the evolution of gas at 115°; sulphur 
dioxide is given off at 135°, and no hydrogen sulphide. A green solid is formed. 
W. Guertler and T. Liepus found that 10 per cent. sulphuric acid does not attack 
chromium during 48 hrs.’ exposure ; and similarly with 20 per cent. H,SOy, sat. 
with sodium sulphate. C. G. Fink found that fused potassium hydrosulphate 
readily attacks the metal. 

A. Vandenberghe observed no reaction between molybdenum and nitrogen ; 
I. Zschukoff said there is a slight reaction at 1000°, and H. Moissan added that no 
combination occurs at 1200°; whilst J. Ferée found no combination with gently- 
heated, pyrophoric molybdenum in nitrogen. EH. Martin studied the occlusion of 
nitrogen, and the formation of nitrides, by the metal. I. Langmuir observed that 
when a molybdenum filament is heated to 2000° or 2400° in nitrogen at 0-3 mm. 
press., the nitrogen is all absorbed. N. R. Campbell made some observations on 
this subject. E. J. B. Willey measured the rate of decay of active nitrogen in the 
presence of a molybdenum filament. The phenomenon is discussed in connection 
with molybdenum nitride—8. 49,12. EH. F. Smith and V. Oberholtzer found that 
ammonia has no action on molybdenum at temp. up to a red-heat. The action 
at high temp. was studied by C. H. Kunsman; EH. 8. Lamer and W. E. Deming, 
and C. H. Kunsman and co-workers discussed the catalytic effect of molybdenum on 


the decomposition of ammonia. W. Guertler and T. Liepus observed no reaction, 


during 8 hrs.’ exposure to 10, 50, and 70 per cent. aq. ammonia ; but C. Matignon and 
G. Desplantes observed that when shaken up at ordinary temp. in a flask containing 
10 c.c. of aq. ammonia (1:4), molybdenum is oxidized; C. H. Ehrenfeld, that 
methylamine is also inactive—the trace of hydrogen cyanide which is formed is due 
to the decomposition of the amine; and F. W. Bergstrom found that a soln. of 
potassamide in liquid ammonia acts very slowly or not at all. According to 
C. H. Ehrenfeld, when molybdenum is heated in nitrous oxide, it forms molybdenum 


——— 


trioxide ; and likewise also with nitrie oxide. F.Emich said that with finely-divided _ 


molybdenum in nitric oxide, at the beginning of a red-heat, there are formed succes- 
sively MoO.,, Mo.03, Mos049, and finally MoOs. C. H. Ehrenfeld also observed 
that in nitrogen peroxide, molybdenum trioxide is formed. J. Férée found that 
pyrophoric molybdenum glows in nitrogen peroxide, forming oxide and nitride. 
J. J. Berzelius, and C. F. Buchloz observed that nitric acid attacks molybdenum 
with the development of nitrous fumes ; with a large proportion of acid molybdenum 
trioxide is formed ; with less acid, the dioxide. W. Lederer said that dil. nitric acid 
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does not attack the metal immediately in the cold, but with the hot acid, the liquid is 
coloured yellow, brown, and blue, and a protective layer of molybdenum trioxide 
forms on the metal ; with cone. nitric acid this layer is formed at once—vide supra, 
passive molybdenum. C.Montemartini observed that molybdenum is attacked by 3 
to 70 per cent. acid without the formation of ammonia. Conc. acid (70 per cent.) 
attacks the metal but slowly ; a much more vigorous action occurs with a less conc. 
acid (50 per cent.), and a reddish soln. and residue are obtained. The soln. reduces 
permanganate, so that the metal is not immediately converted into molybdenum 
trioxide by 50 per cent. acid, but a nitrate is first formed ; 70 per cent. acid at once 
gives molybdenum trioxide. The quantity of nitric oxide produced in the reaction 
between nitric acid and molybdenum decreases as the conc. of the acid increases ; 
nitric peroxide is the main gaseous product with 50 per cent. acid. Neither nitrogen 
nor nitrous oxide is formed. W. Guertler and T. Liepus found that 10 and 50 per 
cent. HNOs have no action on molybdenum in 8 hrs., and similarly with aqua regia. 
W. EH. Ruder said that conc. nitric acid of sp. gr. 1-40 dissolves molybdenum slowly 
forming molybdenum trioxide,which deposits on the surface of the metal and retards 
the action; but a more dil. acid of sp. gr. 1-15 attacks the metal rapidly. Aqua 
regia dissolves the metal rapidly, particularly when hot. W. Rohn added that 10 
per cent. nitric acid in the cold dissolved 5-2 per cent. in 24 hrs., and the hot acid, 
1-8 per cent. in one hour. J. J. Berzelius, C. F. Bucholz, H. Moissan, and 
W. Lederer found that mixtures of sulphuric, hydrofluoric, or hydrochloric acid 
with nitric acid quickly attack molybdenum. lL. Marino, and W. EH. Ruder said 
that molybdenum is rapidly attacked by hot aqua regia. F. W. Bergstrom found 
that the metal is slightly attacked by a soln. of ammonium nitrate. W. Lederer, 
C. G. Fink, and H. Moissan found that fused potassium nitrate oxidizes molyb- 
denum rapidly though less violently than the fused chlorate; and similarly with 
sodium nitrate. Purified molybdenum does not unite with phosphorus at the 
m.p. of glass. When the metal is gently heated with phosphorus pentachloride, 
a volatile chloride is formed which rapidly acquires a blue colour when exposed to 
moist air. Most molybdenum compounds give this reaction and therefore it may 
be used as a test for molybdenum. W. Rohn found that a cold 10 per cent. of 
phosphoric acid dissolved 0-03 per cent. of molybdenum in 24 hrs., and the hot acid, 
0-009 per cent. in one hour. W. Guertler and H. Schack found that if a rod of 
molybdenum be placed in a mass of fused antimony trisulphide, it dissolves to the 
disulphide liberating an eq. quantity of antimony. 

H. Moissan observed that when a mixture of molybdenum and boron is heated 
in the electric furnace, a crystalline boride is formed; and silicon, under similar 
conditions, furnishes a crystalline silicide. When the metal is heated with carbon 
at about 1500°, it undergoes cementation, and becomes hard enough to scratch 
glass, and if heated at 300° and suddenly cooled in water, it becomes brittle and 
will still scratch glass. If carboniferous molybdenum is heated with the dioxide, 
at a temp. much below its m.p., the carbon is removed. The phenomenon is said 
to be connected with the volatility of the oxide. The reaction with carbon was also 
studied by G. Tammann and K. Schénert, A. Westgren and G. Phragmen, T. Takei, 
and K. Nischk—»de carbides. W. Lederer also observed that molybdenum 
becomes harder when heated with carbon, and that gaseous hydrocarbons are 
decomposed with the separation of carbon. §8. Hilpert and M. Ornstein found that 
the carbide is formed when the powdered metal is heated at 600°-1000° in a mixture 
of hydrogen and methane (1:1); HE. F. Smith and V. Oberholtzer found that 
carbon monoxide has no action on molybdenum at a red-heat ; but 8. Hilpert and 
M. Ornstein obtained the carbide Mo,C by heating the powdered metal in an atm. 
of carbon monoxide, and J. Férée found that carbon monoxide acts on pyrophoric 
molybdenum with a slight rise of temp., and a sudden glowing of the metal with 
the absorption of oxygen and the separation of carbon. A. Vandenberghe observed 
that molybdenum (and its lower oxides) reduces carbon dioxide, forming carbon 
monoxide; the reaction is reversible: Mo+38CO,=3CO-+MoOs, since, under 
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suitable conditions, the trioxide is reduced to the metal by carbon monoxide. 
J. Férée found that pyrophoric molybdenum at ordinary temp. acts on carbon 
dioxide with a slight rise of temp. W. Guertler and T. Liepus observed no action 
on molybdenum by water sat. with carbon dioxide during 8 hrs.’ exposure. 8. Meds- 
forth studied the action of molybdenum on the nickel catalyst in the hydrogenation 
of carbon monoxide or dioxide; and A. Korczynsky, in reactions with organic 
compounds. EK. F. Smith and V. Oberholtzer observed that at 150° to 200°, 
carbonyl chloride forms a liquid sublimate which yields a gelatinous mass on cooling 
—it is a mixture of MoOCl, and Mo(CO)Cl,. C. Beindl used molybdenum 
as catalyst in the synthesis of hydrocyanic acid from nitrogen, hydrogen, and. 
carbon monoxide; and O. Schmidt, and R. Hocart, as a hydrogenation catalyst. 
W. Guertler and T. Liepus observed no reaction during 48 hrs.’ exposure of the metal 
to soln. of citric acid and tartaric acid. HE. W. Engle said that molybdenum is 
markedly attacked by the weaker organic acids. W. Rohn added that after 24 hrs.’ 
action by cold 10 per cent. acetic acid, 0-02 per cent. of metal was dissolved ; 
whilst 0-003 per cent. dissolved in the hot acid in an hour. 

The alloys of molybdenum with the metals are discussed below. J.J. Berzelius, 
and C. F. Bucholz found that a boiling soln. of potassium hydroxide does not 
oxidize molybdenum; whilst the fused hydroxide slowly attacks the metal, and, 
according to J. von Liebig, converts it into the trioxide. W. Guertler and T. Liepus 
observed no reaction with less than 8 hrs.’ exposure to 10 and 50 per cent. NaOH. 
H. Kuessner found that molybdenum goes into soln. anodically in N-KOH as 
sexivalent molybdenum, and at low temp. some oxygen is evolved. W. H. Ruder 
observed no action by soln. of potassium hydroxide, but the metal is soluble in 
the fused alkali. M. Leblanc and O. Weyl observed that between 550° and 660° 
fused potassium hydroxide has a slight action on fused potassium hydroxide, forming 
traces of potassium and hydrogen. 

K. F. Smith and co-workers observed that molybdenum precipitates copper 
incompletely from soln. of copper salts. According to H. Moissan, silver fluoride 
reacts with molybdenum without forming volatile products. J. 8. de Benneville 
observed that molybdenum dissolves in a soln. of silver nitrate with the separation 
of silver, and, added EK. F. Smith and co-workers, the soln. becomes turbid owing 
to the separation of molybdic acid. The turbidity is not produced with an ammoni- 
acal soln. of silver oxide or chloride. The reaction is quantitative, one gram-atom 
of molybdenum precipitates six gram-atoms of silver. Hence, in the case of 
chloride, the dark brown soln. must contain molybdenum hexachloride. This is 
also formed with a soln. of gold chloride, for a gram-atom of molybdenum preci- 
pitates two gram-atoms of gold. H. Moissan found that solid zine fluoride reacts 
with molybdenum without forming a volatile product. According to E. F. Smith 
and co-workers, soln. of cadmium salts are not affected by molybdenum. Molyb- 
denum reduces a neutral soln. of mercuric chloride to mercurous chloride and 
eventually to mercury. W. Guertler and T. Liepus observed that a 1 : 500 mercuric 
chloride soln. at 90° is stable with molybdenum ; whilst a magnesium chloride soln. 
does not attack the metal in 8 hrs. H. Moissan observed that the reaction with 
lead fluoride resembles that with silver fluoride. HE. F. Smith and co-workers 
observed no reaction with acidic, neutral, or alkaline soln. of lead salts ; nor 
is there any reaction with bismuth salts. HE. F. Smith and H. C. Burr, and 
C. H. Ehrenfeld found that molybdenum reduces ferric chloride to the ferrous salt, 
and from the amount of iron reduced it follows that the molybdenum forms the 
hexachloride. E. F. Smith observed a partial reduction to metal with soln. of 
platinum, palladium, and rhodium salts. 

Some reactions of analytical interest.—General observations on the analysis 
of mixtures containing molybdenum were made by A. A. Noyes and W. C. Bray,? 
and EK. Knoevenagel and E. Ebler. A cone. soln. of an alkali molybdate gives a 
white precipitate when treated with dilute acids. The precipitate is soluble in 
excess. According to F. von Kobell,3 O. Maschke, and L. Schénn, if a trace of 
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a molybdenum salt mixed with conc. sulphuric acid is evaporated nearly to dry- 
ness the mass is coloured intensely blue. If antimony or tin be present, the mixture 
should be first evaporated to dryness with phosphoric acid before heating it with 
sulphuric acid. P. Truchot added that if vanadic acid be present, a green colour 
may be produced. If the molybdenum soln. be treated with hydrogen sulphide, 
the liquid becomes blue, and molybdenum trisulphide is gradually precipitated 
as a brownish-black solid which forms a brown soln. with alkali or ammonium 
sulphide. The trisulphide is reprecipitated by acids. The molybdenum sulphide 
is oxidized by hot sulphuric or nitric acid, or by roasting in air, to white molybdenum 
trioxide. Molybdenum sulphide is not attacked by a soln. of oxalic acid whereas 
tin sulphide is dissolved. Hydrogen and ammonium sulphides act similarly on 
salts of the lower oxides; and, it might be added, the salts of the lower oxides 
furnish precipitates with alkali hydroxides and carbonates which are soluble in 
an excess of the carbonate soln. As shown by E. Dohler, KE. H. Miller, etc., the 
precipitation of molybdenum as sulphide from acidic soln. by hydrogen sulphide 
atm. press. is imperfect. If the soln. be sat. with hydrogen sulphide and heated 
in a sealed bottle on a water-bath, the precipitation is complete. If a soln. of a 
molybdate be treated with a reducing agent—e.g., zinc and hydrochloric or sul- 
phuric acid, stannous chloride, mercurous nitrate, ferrous sulphate, sodium hypo- 
phosphite, sulphur dioxide, etc.—the liquid is coloured blue, then green, and finally 
brown. L.A. Munro found that the reaction when used as a test for tin in stannous 
chloride is sensitive to 1 : 1,423,000. According to EK. Kafka,5 if to the neutral soln. 
of either compound is added a drop of sat. soln. of mercurous nitrate, then 1 c.c. 
_ of conc. hydrochloric acid, and further an excess of potassium iodide, a precipitate of 
mercurous iodide will form and redissolve, mercury will deposit, and the supernatant 
liquid will gradually turn blue—very dil. soln. of molybdic acid are, however, 
not affected. To distinguish between tungsten and molybdenum, potassium 
thiocyanate is added, when in the case of molybdenum the blue colour will change 
to blood-red. If potassium thiocyanate be added to an acidic soln. of a molyb- 
denum salt, there is no perceptible change, but if the soln. be then treated with 
zinc, stannous chloride soln. or hydrogen sulphide,® a blood-red coloration appears. 
Unlike the case with iron, this coloration occurs in the presence of phosphoric acid. 
The presence of tartaric and other organic acids hinders the reaction. If the red 
soln. be shaken with ether, the coloured compound passes from the aq. to the 
ethereal layer. A few drops of a soln. of sodium phosphate added to a nitric acid 
soln. of a molybdate slowly furnishes a yellow precipitate of ammonium phospho- 
molybdate. The precipitation occurs more quickly with hot soln. Arsenates 
produce an analogous precipitation. Salts of the lower oxides also give precipitates 
_ with alkali phosphate. According to M. Siewert, molybdenum compounds give 
a red or plum coloured reaction with xanthic acid. 8. L. Malowan recommended 
applying the test as follows: Absolute alcoholic potash is shaken with excess of 
carbon disulphide until no more of the latter is dissolved. To the soln. so obtained, 
30 per cent. acetic acid is added until it shows a slight yellow turbidity, and the 
reagent is added drop by drop to the soln. to be tested. If molybdenum is present, 
an intense red colour develops, which is quite stable in water, and the intensity 
of which is proportional to the quantity of molybdenum present. The sensitiveness 
of the reaction is such that 0-000005 grm. of molybdenum in 0-0007 per cent. soln. 
can be detected with certainty in presence of other elements. The coloured product 
is readily soluble in ethyl or amyl alcohol, ether, or chloroform. less easily in 
petroleum and benzene. It is readily extracted from its reddish-violet ethereal soln. 
by alkalies, from which acids precipitate it. The ethereal soln. decomposes on keep- 
ing, with formation of molybdenum sulphide. The reaction is not given by 
vanadium, tungsten, titanium, or uranium; chromates give a dark coloration 
with xanthic acid, and should be reduced, if present, before the test is made. The 
reaction can be used for the colorimetric estimation of molybdenum, the coloured 
product being extracted with a mixture of 65 per cent. ether and 35 per cent. light 
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petroleum, and a mixture of 30 per cent. ether and 70 per cent. light petroleum 
used for dilution for comparison with the standard soln. If pure ether is used, 
decomposition takes place too rapidly for accurate determinations to be made. 
The process was studied by J. Koppel,’ and D. Hall. Neutral soln. of molybdates 
give with mercurous nitrate a white precipitate soluble in nitric acid ; lead acetate 
precipitates white lead molybdate soluble in nitric acid; potassium ferroycanide, 
in a soln. acidified with hydrochloric acid, gives a reddish-brown precipitate. 
Salts of the lower oxides also give precipitates with potassium ferrocyanide and 
ferricyanide. KE. Lecocq obtained an indigo-violet coloration with an alcoholic 
soln. of diphenylearbazide ; L. Spiegel and T. A. Maass, and M. E. Pozzi-Escot, a 
wine-red coloration with an acetic acid soln. of phenylhydrazine ; L. Lévy observed 
a number of colour reactions with alkaloids ; E. Kedesdy, and M. E. Pozzi-Escot, 
a brown colour with tannin ; and many other colour reactions with organic sub- 
stances have been reported. F. Steidler studied the colours produced by molyb- 
denum salts on silk dipped in turmeric or a-nitroso-B-naphthol with a view to 
the microdetection of the element. J. H. Muller 8 found that salicylic acid gives 
a yellow coloration but no precipitate with soln. of the alkali molybdates. 
H. J. H. Fenton observed a red or brown colour is produced by molybdates and 
dihydroxymaleic acid; and J. H. de Boer, a violet coloration with alizarinsulphonic 
acid. Like titanic acid soln., molybdates give a yellowish colour with hydrogen 
dioxide. | 

Some uses of molybdenum.—Several patents have been taken for the use of 
molybdenum filaments in the incandescent lamp industry.9 The Gebriider Siemens 
u. Co. used molybdenum as an ingredient in the preparation of arc-light electrodes. 
Preparations of molybdenum have been recommended in photographic work ; 1° 
in dyeing 11 silks, woollens, and leather,12 and rubber; in the preparation of blue 
colours,!8 and for producing red and yellow pottery glazes and glasses 14 for colour- 
ing artificial emeralds ; 15 and as a catalytic agent in chemical operations 16 molybdic 
acid has been tried as a depolarizing agent in place of nitric acid ; 17 various com- 
pounds are used as chemical reagents ; and as a preservative for smokeless powder 
in hot climates.18 Molybdenum trisulphide has been recommended as a solder for 
lamp-filaments.19 Molybdenite is used as a rectifier in wireless telegraphy. Molyb- 
denum wire has been recommended as resistance wire in electric furnaces.2° It is 
used as a substitute for platinum and platinum-iridium alloys 21 in various make- 
and-break contact devices; in dentistry; in the manufacture of X-ray tubes ; 
and as a wire for supporting the filaments of incandescent lamps,2? and as a support 
for refractory materials.22 The most important application of molybdenum is in 
the preparation of alloys, and particularly of special steels—molybdenum steels. 
When compared with other alloy-steels, and tempered by heat to the same tensile 
strength, A. H. Hunter 24 said that molybdenum steels have a slightly higher 
elastic limit, and elastic ratio; a higher elongation or greater ductility; and a 
higher reduction of area or greater toughness. The molybdenum steels are used 
for motor-car frames, shafts, and rods for motor-cars, and aeroplanes; high- 
pressure boiler-plates, linings for big-guns ; rifle barrels ; armour plate and armour- 
piercing projectiles ; steel-balls for grinding mills; permanent magnets ; etc. 
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§ 6. The Atomic Weight and Valency of Molybdenum 


The valency of molybdenum has been discussed by H. Kauffmann! In many 
ways the valency of molybdenum is analogous with that of chromium. The 
element appears to be bivalent in the dichloride, but, according to W. Muthmann 
and W. Nagel, this valency is disguised by the polymerization of the salt to MosClg. 
Molybdenum is probably tervalent in MogO3, Mo(OH)3, MoCls, etc. G. Carobbi 
discussed the isomorphism of tervalent iron and molybdenum salts. According to 
A. Rosenheim, the complex thiocyanate, Mo(SCy)3.3KSCy.4H,0, is analogous to 
the corresponding chromium salt. It is probable that the element is qguadrwvalent 
in the dioxide, MoO,; the tetrachloride, MoCl,; the complex oxalates of 
H. M. Spittle and W. Wardlaw; and the MoClk.6PyHCl of J. Sand and 
A. K. H. Burger. When MoCy,.4KCy.2H,0O is titrated with potassium per- 
manganate, A. Rosenheim said that it consumes as much oxygen as if the salt 
were quinquevalent. The element is quinquevalent in MoCl;, in the complex 
salt MoOCl3.2RbCl, and in the oxide Mo,O, of P. Klason, and I. Nordenskjéld. 
In the molybdenum hexafluoride of O. Ruff and F. Hisner, the element is probably 
sexwvalent, and this is possibly also the case with the compounds MoOF, and MoO, F,, 
as well as with the trioxide, MoOs, and the molybdates. W. Muthmann and 
W. Nagel also consider that the element is sexivalent in the permolybdates, but, 
possibly, it is septivalent in these compounds—vide infra. L. Pauling discussed 
the co-ordination number. 
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Molybdenum compounds were analyzed by M. H. Klaproth,? and C. F. Bucholz, 
and from these results, J. J. Berzelius inferred that the sulphide has the mol. ratio 
Mo: S=1: 2, and molybdic anhydride Mo : O=1: 3, using the present-day system 
of at. wts. He also said that chromic and molybdic anhydrides have a similar 
composition. This conclusion makes the at. wt. of molybdenum approximate 
to 96. This is in agreement with H. Debray’s observation on the density 
of molybdenum pentachloride, and of A. Vandenberghe on the vap. density of 
molybdenum trioxide. It is also in agreement with W. Muthmann and W. Nagel’s 
observations on the mol. wt. of MogClg from its effect on the b.p. of alcohol; and 
with A. Vandenberghe’s observation on the mol. wt. of the pentachloride from its 
effect on the b.p. of carbon tetrachloride, and with the mol. wt. of MoO(OH),Cl, 
from its effect on the b.p. of alcohol, acetone, and ether. The at. wt. 96 also fits 
in with the sp. ht. rule at ordinary temp.—vide supra; it also fits in with the 
isomorphism observed by J. G. Gentele, and R. Funk with the sulphates, chromates, 
selenates, and molybdates, and the isomorphism observed by F. Ullik with the 
ammonium magnesium complex salts; with the chemical equivalent observed by 
K. F. Smith in the precipitation of silver or gold salts by molybdenum ; and with 
the electrochemical equivalent observed by L. Marino, and H. Kuessner. The 
position assigned to molybdenum in the periodic table of at. wts. is also in harmony 
with the at. wt. 96; and the same remark applies to the at. number obtained by 
H. G. J. Moseley, and J. Malmer from the frequency of the X-ray spectral rays. 

For the at. wt. of molybdenum, J. J. Berzelius calculated 95 from the ratio 
Pb(NOsz)g: PhMoO,. In 1837, H. Rose made ani unsatisfactory attempt to calculate 
the at. wt. from the ratio Mo: 5Cl1; M. Delafontaine also obtained some unsatisfac- 
tory resultsin 1865. L. von Meyer calculated 96-2 from L. P. Liechti and B. Kempe’s 
analyses of the molybdenum chlorides. In 1848, L. F. Svanberg and H. Struve 
calculated 92 from the ratio MoO, : CO, ; and 93 to 95 from the ratio MoS, : MoOg. 
N. J. Berlin obtained 96-5 from the ratio 3(NH,),.Mo0,4.4H,MoO,: MoO, ; O. F. von 
der Pfordten, 96:1 from the ratio 3(NH,).Mo0,.4H,MoO,: Mo; E. F. Smith and 
P. Maas, 96-03 from the ratio NagMoO,:2NaCl; and K. Seubert and W. Pollard, 
95°92 from the ratio 2AgCl: MoO,. J. B. A. Dumas calculated from the ratio 
Mo: MoOs, 95-9; H. Debray, 95-4; C. F. Rammelsberg, 96:2; K. Seubert and 
W. Pollard, 95-97; A. Vandenberghe, 96:06; and J. H. Miiller, 96-02 to 96-05. 
F. W. Clarke computed 96-029 for the best representative value for date up to 
1910; and J. Meyer, 96-04 up to 1919. The International Table for 1926 gave 96 
for the best representative value. 

The atomic number is 42. F. W. Aston 3 found that molybdenum has seven 
isotopes with mass numbers, and approximate proportions respectively 92 and 14-2 ; 
94 and 10:0; 95 and 15-5; 96 and 17-8; 97 and 9-6; 98 and 23-0; and 100 and 
9-8. The packing fractions of Mo®8 and Mo! are both approximately —5-5 giving 
an at. wt. of 95-97. M. Gerber considers that his neomolybdenum—wide supra— 
is an isotopic form. N. Bohr’s view of the electronic structure is symbolized 
(2) for the K-shell ; (4, 4) for the L-shell ; (6, 6, 6) for the M-shell ; (4, 4, 4) for the 
N-shell; and (2) for the O-shell. The subject was studied by O. Feussner, 
R. Ladenburg, H. Lessheim and R. Samuel, C. D. Niven, J. N. Frers, J. D. M. Smith, 
and H.C. Stoner. According to E. Rutherford and J. Chadwick, and H. Pettersson — 
and G. Kirsch, the atomic disruption of molybdenum by a-particles has not yet 
been proved. The subject was discussed by G. I. Podrowsky. 
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§ 7. Alloys and Intermetallic Compounds of Molybdenum 


Alloys of molybdenum with some of the metals have been prepared by the 
fusion of the mixed metals, by reducing the mixed oxides in the electric furnace 
(C. L. Sargent1), or by the alumino-thermite process (A. Stavenhagen and 
EK. Schuchard). 

L. Rolla and G. Piccardi studied the ionization produced by mixtures of 
molybdenum and sodium. L. P. Hamilton and E. F. Smith reported that a 
molybdenum and copper alloy can be formed by 
heating a mixture of the two metals in an electric 
furnace at 1600°, but their product contained 78-53 
per cent. Cu; 8-53, Mo; 2°71, Fe; 2-42, C; and 
8-02, gangue. W. Lederer also prepared cupro- 
molybdenum as indicated above, but C. L. Sargent 
could not get copper to alloy directly with molyb- 
denum. According to L. F. Dreibholz, if purified 
metals are employed no alloy is formed. The 
elements are immiscible. He considers that the 
thermal diagram of the two elements has the form 
shown in Fig. 8. L. Jordan and co-workers ob- 
served that silver does not alloy with molybdenum ; 
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/ 000°\ 1 7 UR a but, added L. F. Dreibholz, at 1600°, it may dis- 
Per cent Mo solve about 5 per cent. of molybdenum—this is re- 

Pa 8. ee ae jected during solidification. — There is no evidence 
of the Bice yt wr of molybdenum dissolving silver at 1600°; at this 


temp., globules of molybdenum float in the silver. 
Similarly with gold, L. F. Dreiholz observed that a little molybdenum may be dis- 
solved at 1500°, but on solidification the molybdenum is rejected. No alloys with 
the alkaline earths, or with beryllium have been prepared. N. J. Tram found 
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that magnesium reacts explosively when heated with molybdenum trioxide, and he 
added that the product develops hydrogen when treated with water. Alloys of 
molybdenum and zine, or with cadmium, have not been formed. G. Tammann 
and J. Hinniiber found the solubility of molybdenum in mercury to be too 
small for measurement. <A. S. Russell and co-workers found that between 10~> to 
5105 grm. per gram of mercury passes into soln. at room temp. G. Tammann 
and J. Hinniiber, A. Chilesotti, and R. E. Myers obtained molybdenum amalgams 
by the electrolysis of acidic soln. of molybdic acid with a mercury cathode. Accord- 
ing to J. Férée, hydrochloric acid of sp. gr. 1-18, sat. with molybdic acid, is diluted 
with nine times its vol. of water, and electrolyzed with a mercury cathode and a 
platinum anode, the current being about 5 ampéres for each sq. cm. of mercury 
surface. After some time, the mercury is dried and filtered through chamois 
leather, when it yields a solid amalgam, molybdenum enneamercuride, MoH 25, 
which is but slightly affected by moist air. When it is subjected to a press. of 
200 grms. per sq. cm., it yields another amalgam, molybdenum dimercuride, 
MoHgz, and if this is broken up and again compressed, it yields a third compound, 
molybdenum hemitrimercuride, Mo,Hgs, which alters rapidly in moist air. The 
decomposition of the amalgams under press. is the inverse of the phenomenon 
observed by W. Spring—l. 13, 17. A. S. Russell found that the order of the 
removal of metals from amalgams by oxidizing agents is Zn, Cu, Cr, Fe, Mo, Co, 
Hg, Ni, and W. 

Alloys of molybdenum and aluminium were prepared by F. Wohler and 
F. R. Michel, H. Moissan, H. Reimann, and H. Schirmeister. H. Reimann worked 
with molybdenum disulphide in place of the tri- 
oxide. C. Combes was not very successful in /#0° 
preparing alloys by the action of aluminium on 
molybdenum chloride and sulphides. According 
to L. Guillet, alloys are obtained by the alumino- 
thermite process, and from the elements. Mixtures 
of 5 gram-atoms of molybdenum, as MoOs, and 
one gram-atom of aluminium furnish molybdenum 
icositaluminide, AlMogo9, in well-formed crystals 
which develop no gas with hydrochloric acid ; 
molybdenum tetritaluminide, Mo,Al, from2gram- 4° 
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chloric acid. With the atomic proportions Mo: Al Curve of Mo-Al Alloys. 
=1: 3 fibrous crystals of molybdenum aluminide, cis 
AIMo, are formed; whilst 1: 1-mixtures furnish crystals of molybdenum dialuminide, 
Al,Mo. LL. Guillet obtained molybdenum tetraluminide, Al,Mo, in lamellar crystals 
from the 1:1 mixture; and F. Wohler and F. R. Michel, from a mixture of dry 
molybdenum fluoride, cryolite, potassium sodium chloride, and aluminium in the 
proportions 1:2:2:1. The microscopic prisms are black, or iron-grey. They are 
soluble in hot hydrochloric or nitric acid. L. Guillet prepared crystal aggregates 
of molybdenum heptaluminide, Al;Mo, by reducing molybdenum trioxide with 
a large excess of aluminium. There is here nothing to show that any of these 
products isa chemical individual. H. Reimann said that it is highly probable 
that molybdenum tritaluminide, Al,Mo, exists as a chemical compound ; and he 
gave Fig. 9 as a probable equilibrium diagram for mixtures with up to 50 per cent. 
of molybdenum. 

Alloys of molybdenum with thallium or with tin have not been reported. 
L. Rolla and C. Piccardi studied the ionization produced by mixtures of thallium 
and molybdenum. P. J. Hjelm said that lead alloyed with a little molybdenum 
is whiter and harder than ordinary lead, whilst with more molybdenum, the alloy 
becomes black and brittle. A. Stavenhagen and E. Schuchard obtained an alloy 
by the alumino-thermite process; but L. Ott did not obtain it by the electrolysis 
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of # en mixture of sodium carbonate and molybdate by means of a molten lead 
cathode. 

J. J. Boericke prepared alloys of molybdenum and vanadium made by reducing 
a mixture of a molybdenum or vanadium compound with aluminium in the presence 
of the alloying metal and a large quantity of an indifferent flux. W. von Bolton 
obtained alloys with tantalum. W. Lederer, 0. L. Sargent, and E. Haynes found 
that alloys of chromium and molybdenum can be readily prepared. The alloys 
were discussed by W. Guertler. EH. Siedschlag found that molybdenum dissolves 
readily in molten chromium until the mass contains 25 per cent. of the former ; in 
investigating alloys richer in molybdenum, the finely-powdered metals were mixed 
and compressed into briquettes, which were then heated, but for proportions of 
molybdenum above 50 per cent., the initial solidification temp. could not be 
measured. The curve, Fig. 10, shows a eutectic at 1460°, 22-7 per cent. Mo. The 
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liquid is homogeneous, but no mixed crystals are formed below 22-7 per cent. Mo, 
the solid consisting of chromium crystals and the eutectic mixture; above this 
proportion, the solid consists of Mo crystals containing 2-5 per cent. Cr, and the 
eutectic. The alloys are not likely to be mechanically useful; those rich in Cr 
cut glass with remarkable ease. The system copper-molybdenum is heterogeneous 
in both the liquid and solid states, whilst chromium and copper form no mixed 
crystals, and are only partly miscible in the liquid state. In the ternary system, 
Cu-—Cr—Mo, the three metals remain separate in the solid state. When electrolytic 
copper is melted with powdered chromium and molybdenum, no mixed crystals 
can be detected ; the solids consist of the three metals with the Cr—Cu, and the 
Cr—Mo eutectics. Alloys of copper with up to-38 per cent. of Cr should dissolve 
up to 8 per cent. of Mo, whilst chromium-molybdenum mixtures should dissolve 
up to 7 per cent. of copper. 
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§ 8. Molybdenum and Molybdic Oxides 


According to J. J. Berzelius,! molybdenum monoxide, or molybdous oxide, 
MoO, is formed as a purple or violet powder when zine and hydrochloric acid are 
allowed to act for a long time on fused or sublimed molybdenum trioxide ; but the 
product is probably molybdic oxide. W. Muthmann and W. Nagel could not 
prepare this oxide. C. W. Blomstrand thought that molybdous hydroxide, 
Mo(OH)s, is formed as a black solid by the action of conc. potash-lye on molybdenum 
dibromide, but he later represented it as Mo3(OH),g. W. Muthmann and W. Nagel 
found that the hydrogen is given off while the black precipitate is being formed, 
and they find that it is molybdic hydroxide, Mo(OH)3. The same product is 
obtained by the action of potash-lye on molybdenum dihydroxytetrabromide, 
Mo3(OH).Br,+4KOH +3H,0=3Mo0(OH),+4KBr+3H. This makes it doubtful 
if a bivalent molybdenum compound has yet been prepared. 

What J. J. Berzelius 2 called molybdous oxide was shown by C. W. Blomstrand, 
and C. F. Rammelsberg to be hydrated molybdic oxide, or molybdenum sesquioxide, 
or molybdenum hemitrioxide, Mo,03. J. J. Berzelius obtained the hydrated 
oxide by the action of reducing agents on a soln. of a molybdenum salt or of 
molybdic acid. Thus, by treating a hydrochloric acid soln. of molybdenum chloride, 
_ standing over mercury, with liquid potassium amalgam, added drop by drop, the 

soln. becomes greenish, and then black and opaque. As soon as the oxide begins 
to separate, the soln. is decanted, and the hydroxide is precipitated by ammonia, 
washed, dried over sulphuric acid in vacuo, and heated out of contact with air. 
If an excess of hydrochloric acid be not present, a higher dark brown oxide is 
precipitated instead of the black molybdic oxide. As indicated above, this oxide 
was also obtained by the prolonged action of hydrochloric acid and zinc on fused 
or sublimed molybdenum trioxide ; and also by the action of zinc on a conc. soln. 
of ammonium or alkali molybdate in an excess of hydrochloric acid so that the 
molybdic acid first precipitated is redissolved. The soln. becomes blue, then 
reddish-brown, and finally black. It is then poured off the zinc and mixed with 
enough aq. ammonia to precipitate the molybdic oxide alone. The precipitate 
is washed with dil. aq. ammonia to remove the zinc oxide, and afterwards with cold 
water. It is then pressed, dried over sulphuric acid in vacuo, and heated out of 
contact with air. M. Guichard found that the hydrated form alone exists because, 
when the black product Mo(OH)s; is dehydrated, internal oxidation occurs, and the 
composition is not Mo,O3. Modifications of this process were used by J. Sopp, 
A. Atterberg, C. F. Rammelsberg, A. C. Chapman and H. D. Law, D. L. Randall, 
M. Guichard, A. Chilesotti, A. Werncke, F. Pisani, andI. Macagno. C. W. Blomstrand 
used magnesium, zinc, or zinc coated with cadmium, and sulphuric or hydrochloric 
acid, washing out the zinc salts by very dilute hydrochloric acid. F. von Kobell 
boiled lead molybdate with hydrochloric acid and copper; C. F. Rammelsberg, 
and H. Hirzel used ammonium molybdate or molybdic acid. C. Paal and 
H. Biittner found that the reduction of ammonium molybdate by colloidal palladium 
at ordinary temp. yields hydrated molybdenum dioxide, but at 50° to 60°, under 
a slight press., hydrated molybdic oxide is formed. If the reduction occurs in the 
presence of a protective colloid—sodium protalbinate—colloidal molybdenum 
trihydroxide is formed. L. F. Svanberg and H. Struve obtained this oxide by 
heating molybdenum trioxide in dry hydrogen—vide supra, the preparation of 


molybdenum—and EK. F. Smith and W. S. Hoskinson, E.T. Wherry and E. F. Smith, 
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and EK. ¥. Smith obtained molybdic hydroxide, Mo,03.3H,0, or Mo(OH)s, by the 
electrolysis of a neutral soln. of ammonium molybdate, or a soln. acidified with 
sulphuric acid. J.J. Berzelius, and C. W. Blomstrand also obtained the hydrated 
oxide by adding potash-lye to a soln. of molybdenum dichloride or dibromide, and 
W. Muthmann and W. Nagel found that hydrogen is simultaneously evolved. 

Molybdic oxide is pitch-black, and is slowly oxidized by exposure to air. In 
some cases J. J. Berzelius observed that when heated in vacuo, it may show a feeble 
calorescence—vide 5. 33, 10. P. Sabatier and J. B. Senderens found that when 
heated to about 500° in nitrous oxide, it yields a mixture of molybdenum dioxide, 
and trioxide ; and in nitric oxide, molybdenum dioxide. J. J. Berzelius observed 
that it is insoluble in soln. of potassium hydroxide, ammonia, or ammonium car- 
bonate. Acids do not dissolve the anhydrous oxide ; and the hydroxide is dissolved 
with difficulty to form molybdic salts. F. Isambert said that soln. of the oxide in 
acids are black. The salts of tervalent molybdenum were studied by F. A. Gooch 
and O.8. Pulman, F. Pisani, C. F. Rammelsberg, and W. Wardlaw and W. H. Parker. 
G. Unger, G. Reissaus, and E. Miiller studied the electrometri¢ oxidation of soln. 
of tervalent molybdenum with permanganate. R. Montequi, and J. Koppel 
prepared compounds with the xanthates—e.g. (C.H;0CS,)4Mo0,0s. 
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§ 9. Intermediate Oxides—Mo0, to MoO, 


C. F. Bucholz1 prepared molybdenum dioxide, MoO., by gently heating the 
metal for a short time in air; and J.J. Berzelius found that the lower oxide, free 
from zinc oxide, burns with a feeble glow when it is heated in air. L. F. Svanberg 
and H. Struve obtained this oxide by heating molybdenum trioxide ; and H. Rose, 
and L. F. Svanberg and H. Struve, by heating ammonium molybdates. 
C. F. Rammelsberg said that the product is not homogeneous. C. F. Bucholz 
also heated ammonium molybdate in a covered crucible, and J. J. Beraelius added 
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that the dioxide so produced is contaminated with molybdenum trioxide which can 
be removed by potash-lye, or by hydrofluoric acid. According to EK. Uhrlaub, 
this product, as well as that obtained by J. J. Berzelius—by igniting in a covered 
crucible a mixture of sodium molybdate and ammonium chloride, and washing 
the products with water—contains nitrides (q.v.). The dioxide was also obtained 
by L. F. Svanberg and H. Struve, D. K. Tuttle, N. J. Berlin, W. Muthmann, and 
M. Guichard by heating a mixture of ammonium molybdate and molybdenum 
trioxide, or a mixture of sodium molybdate and ammonium chloride, and washing 
the residue with aq. ammonia, and then with hydrochloric acid. F. Mauro and 
R. R.. Panebianco obtained crystals of the dioxide by heating a mixture of 
14-4 orms. MoOs, 14 grms. K,COs, and 7 grms. ByOz for 3 or 4 hrs. at a high temp., 
and washing the cold mass successively with aq. ammonia, water, hydrochloric 
acid, and water. W. Muthmann obtained the dioxide by fusing a mixture of 
anhydrous ammonium molybdate, molybdenum trioxide, potassium carbonate, 
and boric acid in the proportions 8:7:14:7 by weight. H. Debray obtained an 
oxide, possibly the dioxide, by heating molybdenum trioxide in a mixture of steam 
and hydrogen. L. P. Liechti and B. Kempe reduced the trioxide to dioxide by 
heating it in a current of hydrogen. M. Guichard studied the equilibrium con- 
ditions in the balanced reaction : Mo-+-2H,0=Mo00,.+ 2H,—vide supra. C. Friedheim 
and M. K. Hoffmann also reduced molybdenum trioxide with hydrogen at 450°, 
and removed the unchanged trioxide as volatile oxychloride by heating the 
product in a current of hydrogen chloride. H. Debray also used a mixture of carbon 
monoxide and dioxide as the reducing agent. L. F. Svanberg and H. Struve obtained 
the dioxide by heating to redness for several hours an alkali molybdate in hydrogen 
and washing the product; F. Ullik heated a mixture of sodium trimolybdate and 
zinc, and washed product with a soln. of potassium hydroxide and then with 
hydrochloric acid. C. Paal and H. Biittner reduced ammonium molybdate with 
colloidal palladium at ordinary temp. and obtained molybdenum dioxide. 
W. Piittbach obtained the dioxide by heating molybdenum dioxydichloride in 
carbon dioxide or in hydrogen ; and KH. Friederich and L. Sittig by heating to about 
1200° a mixture of 4-8 grms. of molybdenum powder and 14:4 grms. of molybdenum 
trioxide. H. Buff, and M. Guichard obtained the dioxide by the electrolysis of 
fused molybdenum trioxide, or potassium molybdate ; and L. Ott, by the electro- 
lysis of molten sodium or barium molybdate using a high current density. 

Analyses in agreement with the formula MoO, were made by J. J. Berzelius, 
C. F. Bucholz, F. Ulik, and M. Guichard. Molybdenum dioxide is described by 
L. F. Svanberg and H. Struve as a brownish-black powder; L. Ott, as a violet 
crystalline powder ; and F. Ullik, as forming dark bluish-violet prisms which appear 
pale violet-red in transmitted light. F. Mauro and R. R. Panebianco said that the 
bipyramidal crystals are tetragonal with the axial ratio a:c=1:0-5774; but 
S. Stevanovic showed that the pseudotetragonal crystals are monoclinic prisms with 
the axial ratios a:b: c=0-9869 : 1: 0-5765, and B=91° 34". V. M. Goldschmidt 
and co-workers, M. L. Huggins, and L. Pauling discussed the lattice-structure. 
The X-radiogram shows that the space-lattice is of the rutile-type with a=4:86 A., 
and c=2:79 A., so that a:c=1:0-573. 8S. Stevanovic gave for the sp. gr. 6-34, 
and F. Mauro and R. R. Panebianco, 6-44. W. Biltz studied the mol. vol. 
N. Parravano and G. Malquori gave for the dissociation press., log p=—27-843 at 
600°. W. G. Mixter gave 142-8 Cals. for the heat of formation from its elements. 
_ B. A. Dima studied the photoelectric effect of the oxide. J. Vrede observed that 
the dioxide has no value as a radio-detector. F. Ullik, and M. Guichard observed 
that it is a good electrical conductor; H. Friederich and L. Sittig gave 40-0 x 10~4 
ohm for the resistance of a metre wire 1 sq. mm. cross-section at 1000°; and the 
temp. coeff. is negative ; and EH. Wedekind and C. Horst found that its magnetic 
susceptibility is greater than that of the metal, being 0-33 x 10-6 mass unit at 19-5°. 
S. Berkman and H. Zocher gave 0-09 x 10~® mass unit. 

M. Guichard found that the oxide is reduced by hydrogen to the metal without 
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the formation of intermediate oxides—a subject discussed by G. Martin. The 
equilibrium conditions were studied by M. Guichard—vide supra. G. Chaudron 
studied the equilibrium conditions in the reaction: 2H,0-+-Mo=Mo00,+2H, over 
the temp. range 700° to 1100°. H. Debray found that water vapour at a red-heat 
oxidizes the dioxide to the trioxide; H. Rose found that chlorine converts the 
dioxide into the dioxydichloride; and A. Vandenberghe, and C. Friedheim and 
M. K. Hoffmann, that it does not volatilize when heated in hydrogen chloride. 
J. J. Berzelius found that the dioxide is not soluble in hydrofluoric, hydrochloric 
or sulphuric acid. W. R. E. Hodgkinson and F. K. 8. Lowndes found that if a 
little dioxide be added to molten potassium chlorate, oxygen and chlorine are 
evolved. J. J. Berzelius said that a little dioxide dissolves in boiling, conc. sul- 
phuric acid; and it dissolves slowly in fused alkali hydrosulphate. It is converted 
by nitric acid into the trioxide. C. Friedheim and M. K. Hoffmann observed that 
the dioxide is decomposed when heated in carbon dioxide; and A. Michael and 
A. Murphy, that carbon tetrachloride converts it into molybdenum tetrachloride. 
W. Skey, and EH. Péchard observed that thiocyanates produce a red coloration 
with the dioxide. J. J. Berzelius found that the dioxide does not dissolve in a 
boiling soln. of potassium hydrotartrate. G. Rauter found that silicon tetra- 
chloride has no action on the dioxide. J.J. Berzelius found that the dioxide is 
insoluble in soln. of alkali hydroxide or carbonate. F. Ullik observed that a crystal 
of molybdenum dioxide in a soln. of copper sulphate, and in contact with zine, 
quickly becomes covered with a film of copper. E. F. Smith and O. L. Shinn 
found that a mol of the dioxide liberates two gram-atoms of silver from an 
ammoniacal soln. of silver nitrate: MoO,+2Ag’—+Mo03-+-2Ag, etc. ; salts of copper 
and mercury are not so reduced. C. Friedheim and M. K. Hoffmann found that ferric 
sulphate oxidizes the dioxide to trioxide. The electrometric oxidation of soln. of 
quadrivalent molybdenum by permanganate was studied by G. Unger, E. Fricke, 
G. Reissaus, and HK. Miller. C. Engler and L. Wohler discussed molybdenum 
dioxide as a catalytic agent. M. Guichard was at first inclined to believe that the 
dioxide does not form salts, although J. J. Berzelius, H. Rose, and others have 
described a series of salts. 

J. J. Berzelius, H. Rose, and C. F. Rammelsberg described what they con- 
sidered to be hydrated molybdenum dioxide, obtained by adding alkali-lye to soln. 
of more or less reduced molybdic acid. P. Klason showed that in all probability 
these products are impure molybdenum pentahydroxide, and that the tetra- 
hydroxide does not exist. 


This remark applies to the so-called monohydrate, MoO,.H,0, of E. Péchard, produced 
by the electrolysis of a hydrochloric or oxalic acid soln. of ammonium molybdate ; or by 
adding alkali-lye to a hydrochloric acid soln. of alkali molybdate mixed with potassium 
iodide ; and to the dihydrate, MoO,.2H,O, reported to be formed by adding ammonia to 
a hot hydrochloric acid soln. of acid ammonium molybdate and potassium iodide. 
O. W. Gibbs obtained some complexes with tungstic acid—e.g. 5K,0.12WO;.Mo0O,.16H,O. 
The trihydrate, MoO,.3H,O, was said by F. J. Faktor to be produced by the action 
of sodium thiosulphate on a soln. of ammonium molybdate; and G. Kriss obtained the 
hemiheptadecahydrate, 2MoO,.15H,0, by the action of cone. alkali-lye on the oxysul- 
phide, (NH,)H.Mo,0,8,. 


C. Paal and co-workers, however, found that a soln. of ammonium para- | 


molybdate in the presence of a little colloidal palladium is reduced at room temp. 
by hydrogen at normal press. to form a greenish-black precipitate approximating 
the monohydrate, MoO ,.H,0, or MoO(OH)>, when dried at ordinary temp., and it 
yields the dioxide, MoOs, if dried at a higher temp. If the reduction occurs in the 
presence of a protective colloid—sodium protalbinate—colloidal molybdenum 
tetrahydroxide is formed at ordinary temp. H. Freundlich and W. Leonhardt 


\ 
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found that the monohydrate obtained by E. Péchard—by precipitation with alkali — 


hydroxide from the soln. produced by the action of potassium iodide on hydro- 


chloric acid soln. of alkali molybdate or by the electrolysis of hydrochloric or — 
oxalic acid soln. of molybdic acid—behaves towards water like a colloid. The — 
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coagulated dioxide shows differences in the readiness with which it undergoes 
peptization, in that the sol form is more readily produced from coagulates which 
have been precipitated by the less active electrolytes. Low temp. is also favourable 
to the re-formation of the sol. The coagulation by electrolytes depends on the 
cation. 

According to W. Muthmann, the compound magnesium hypomolybdate, 
2MgO0.3MoO,, is formed by fusing sodium trimolybdate with magnesium oxide ; 
and zinc oxide similarly furnishes zinc hypomolybdate, 2ZnO0.3MoOg. 

J. J. Berzelius digested in a stoppered flask, at 40°-60°, a mixture of powdered 
molybdenum and a soln. of molybdic acid ; the soln. became dark blue, and finally 
green. The addition of ammonium chloride to the green soln. precipitates an olive- 
green oxide which redissolves in water—presumably as a peptized colloid. A soln. 
of the brown and blue molybdenum oxides in hydrochloric acid precipitates a green 
oxide on the addition of ammonia. OC. F. Bucholz obtained a pale blue oxide which 
J. J. Berzelius supposed to be the same as the green oxide. W. Muthmann could 
not prepare an olive-green oxide of constant composition. J. Reich obtained the 
blue soln. by the action of lead on a soln. of molybdic acid ; and the green soln. by 
the electrolysis of a soln. of 2 grms. of molybdenum trioxide in aq. ammonia mixed 
with sulphuric acid and diluted with water, by means of platinized platinum 
electrodes and a current density of 0-5 amp. per sq. dm. Many blue oxides have 
been reported, and the differences in the analysis probably turn on the presence 
of variable proportions of molybdenum trioxide. M. Guichard added that if the 
trioxide be removed by successive washing with soda and hydrochloric acid, 
molybdenum dioxide is the sole oxide formed by the action of heat on a mixture of 
molybdenum trioxide and ammonium molybdate, or by the electrolysis of fused 
molybdenum trioxide. 

According to W. Muthmann, the blue oxide which is formed by the action of 
reducing agents on soln. of molybdic acid, or by boiling molybdenyl sulphate with 
powdered molybdenum, is molybdenum tritoctoxide, Mo,0,. The olive-green 
oxide prepared by J. J. Berzelius is probably a mixture of this oxide with the 
tetrahydroxide, Mo(OH),. If a soln. of molybdenum in conc. sulphuric acid be 
heated to a high temp., a mixture of the tritoctoxide and trioxide is formed. 
A. Rogers and F. H. Mitchell obtained the tritoctoxide by adding stannous chloride 
to a soln. of ammonium molybdate slightly acidified with nitric acid ; washing the 
precipitate as quickly as possible; and drying it at 100°. According to 
L. A. Munro, by the addition of excess of stannous chloride, a green and then brown 
soln. can be obtained due to further (reversible) reduction. Molybdenum-blue 
forms a (negative) colloidal soln. which can be bleached by animal charcoal, partly 
by absorption and partly by oxidation. It can also be obtained in the crystalloidal 
form by dialyzing the colloidal soln., precipitating the hydrogel with ammonium 
chloride, and evaporating the remaining soln. EK. J. Millard obtained the blue 
oxide by adding a soln. of ammonium molybdate and a little sulphurous acid to a 
soln. of hypophosphite ; H. Buff, by the electrolysis of molten molybdenum trioxide 
with platinum electrodes ; C. F. Rammelsberg, by heating ammonium molybdenum 
dioxymolybdate in a closed vessel ; C. Barwald, by melting a mixture of ammonium 
peroxymolybdate and molybdenum trioxide in a closed vessel; and N. J. Berlin, 
by melting a mixture of ammonium 3: 7-molybdate and molybdenum trioxide in 
a covered crucible, and washing the product with aq. ammonia—H. Uhrlaub said 
that the product is contaminated with nitride. Analysesin agreement with Mo30g 
were made by W. Muthmann, C. Barwald, N. J. Berlin, and C. F. Rammelsberg. 
L. A. Munro found that the formula obtained by analysis of the hydrogel is approxi- 
mately Mo303.H.O, but since the substance is readily soluble in alcohol the water 
is probably not combined as hydrate; hence the true formula is MogOg. This 
oxide was said by H. Buff to form copper-red crystal plates ; and by C. Barwald, 
a bluish-violet crystalline powder. H. Buff observed that the oxide is a good 
conductor of electricity, and that in air it acquires a bluish film. A. Rogers and 
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F. H. Mitchell said that the oxide is more easily reduced by hydrogen than is 
molybdenum trioxide. W. Muthmann said that the tritoctoxide is not attacked by 
hydrochloric and sulphuric acids, or by aq. ammonia ; it is easily oxidized by nitric 
acid ; and it is decomposed by alkali- -lye. According to J. Duclaux and R. Titéica, 
molybdenum blue is an acid comparable in strength with mineral acids, the 
colloidal anion of which contains molybdenum in two states of oxidation and is 
capable of union with metallic ions to form salts. Molybdenum-blue is peculiar in 
its solubility in a large number of organic solvents, whilst it is insoluble in all 
liquids of low dielectric constant. When certain organic solvents are shaken with 
an aq. soln. of molybdenum-blue, the aq. soln. is almost immediately decolorized, 
the molybdenum compound passing into the organic liquid phase. This is the first 
example recorded of a colloid passing from one solvent into another; glycerol 
appears to be the best solvent. The solubility in butyl alcohol provides a 7 
means of purifying molybdenum-blue by extraction of the aq. soln. 

H. Hofer 2 described a complex molybdenum oxide which he found embedded in 
the barytes and wulfenite at Bleiberg, Carinthia. It appeared to have been formed 
by the decomposition of the metal molybdates by acidic waters. W. T. Schaller 
suggested that it is formed by the alteration of molybdenite, jordisite, wulfenite. 
and molybdosodalite. H. Hofer called the mineral isemannite—after 
J. C. Ilsemann. IJsemannite is bluish-black or black, and cryptocrystalline. It 
becomes blue on exposure to air, and it has been called natural molybdenum blue. 
It forms a deep blue soln. with water; and the aq. soln. yields blue crystals on 
evaporation. H. Hofer considered it to have the composition of J. J. Berzelius’ 


MoO,.4Mo00, ; C. F. Rammelsberg gave the formula Mo,0;, or MoOg.MoOs. - 


W. Muthmann said that its composition is not Mo;0,,4, as supposed by H. Hofer, 
but is nearer to MogOg. More probably, ilsemannite is a mixture. F. Cornu repre- 
sented it as colloidal molybdenum tritoctoxide, Mo,0 g.nH,O, and added that it is 
the only reversible colloid occurring in nature. The subject was discussed by 
A. Himmelbauer, HE. Dittler, F. L. Hess, H. F. Yancey, and C. W. Greenland. 
W. T. Schaller obtained from Ouray, Utah, a mineral of the composition 
Mo03.803.5H20, which he called ilsemannite, but H. F. Yancey did not agree that 
this represents the composition of ilsemannite. EH. Dittler supposed ilsemannite 
to be an oxidation product of molybdenite. When molybdenum sulphate soln. 
are treated with ferrous sulphate, free molybdenum trioxide separates. This when 
washed contains no iron or sulphate, but is reduced to Mog0g.H,O. Some varieties 
are free from iron, so that W. T. Schaller’s hypothesis is based on samples in which 
the sulphate was an accidental constituent. 

W. Biltz® prepared colloidal molybdenum tritoctoxide, and found that the 
hydrosol passes to the anode on electrolysis. A. Dumansky showed that when 
molybdenum trioxide suspended in water, is heated on a water-bath with a large 
excess of powdered metallic molybdenum, a soln. of the oxide Mo3,QOg is obtained, 
which, according to cryoscopic measurements, contains unpolymerized mols. of 
the oxide. On addition of ammonium chloride, barium chloride, and other salts 
to this soln., polymerization takes place, and the oxide passes into the colloidal 


form. W. Biltz found that the colloid is adsorbed from its sol by fibres of cotton, 


wool, and especially silk. C. Winssinger observed that the absorption spectrum is 
similar to that produced by colloidal molybdenum sulphide. 

C. F. Bucholz prepared what appears to have been the colloidal pentah ydrate 
of molybdenum tritoctoxide by exposing moist molybdenum, or the hydrated 
trioxide to air for a long time, or boiling these substances with water in an open 
vessel. He also made it by boiling in water a mixture of molybdenum with twice 
its weight of molybdenum trioxide, and evaporating the blue soln. out of contact 
with air, or in contact with molybdenum. J.J. Berzelius prepared this hydrate 


by mixing a soln. of molybdenum dioxide in hydrochloric acid with a soln. of 
ammonium 3: 7-molybdate, and collecting the precipitated oxide which is washed, 


first with water containing ammonium chloride, and then with alcohol or cold water. 
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It is dried in air. O. Maschke dissolved calcium molybdate in warm, dil. hydro- 
chloric acid and added sucrose or glucose, boiled the mixture for a few minutes, 
added a soln. of sodium or calcium chloride, and washed the precipitate first with 
the precipitant and then with a little water. G. Marchetti dissolved molybdenum 
in conc. aqua regia, and after all the nitric acid had been expelled by evaporating 
the soln. on a water-bath, with the addition of hydrochloric acid, diluted the 
filtered soln., and reduced it by an electric current. The dark blue liquid yields 
crystals of the pentahydrate. C. F. Bucholz described his product as a dark 
indigo-blue powder ; and G. Marchetti obtained dark blue, almost black, triclinic 
crystals. J. J. Berzelius said that all the water can be driven off by heating the 
erystalsin vacuo. C. F. Bucholz said that the salt is fairly soluble in water forming 
a blue soln. which, according to G. Marchetti, does not give a precipitate on adding 
ammonium chloride. Cryoscopic determinations show that in aq. soln. the penta- 
hydrate is neither ionized nor polymerized. J. J. Berzelius said that the aq. soln. 
becomes paler in air owing to oxidation. Alcohol dissolves a little of the hydrated 
oxide. O. Maschke found that the aq. soln. is easily decolorized by alkalies, 
chlorine, nitrous acid, hydrogen dioxide, permanganic acid, etc. L. Schénn said 
that the blue soln. is first decolorized by hydrogen dioxide, and then forms a yellow 
liquid. According to G. Marchetti, aq. ammonia, and alkali-lye extract molybdenum 
trioxide and leave the dioxide ; whilst very dilute alkali-lye dissolves all the oxide, 
and when the soln. is boiled, it deposits molybdenum dioxide. Acids do not appear 
to form salts. C. F. Rammelsberg obtained ammonium dimolybditetramolybdate, 
(NH,),0.2Mo00,.4Mo003.9H,0, or (NH,),0.(Mo30g)5.9H,O, as brown crystals under 
the blue precipitate by allowing a mixed soln. of molybdenum dioxide and 
ammonium molybdate in hydrochloric acid to stand for some time. The brown 
crystals form a brown soln. with water, and the addition of silver nitrate to the 
soln. gives a yellow precipitate soluble in nitric acid. The salt gives off water and 
ammonia when heated. 

According to C. F. Rammelsberg,* the precipitate formed on mixing a hydro- 
chloric acid soln. of molybdenum dioxide and molybdic acid, when washed with an 
alcoholic soln. of ammonium chloride, and dried over sulphuric acid, is the tri- 
hydrate of molybdenum hemipentoxide, Mo,0;.3H,O, or MoO(OH)s. J. Reich 
said that the electro-reduction of a soln. of 2 grms. of molybdenum trioxide in 
11 grms. of sulphuric acid, and 100 c.c. of water with a current density of 0-005 amp. 
per sq. dm., and 0-49 volt gives a blue deposit of the hemipentoxide. P. Klason 
made it by adding exactly three mols of ammonia to an aq. soln. of a mol of 
ammonium molybdenyl chloride. The precipitate resembles freshly-precipitated 
ferric hydroxide, only it is brighter in colour; sodium acetate can also be used as 
a precipitant. It is soluble in water to the extent of 2 parts in 1000, but insoluble 
in the presence of ammonium chloride ; it has no acid properties, since it does not 
dissolve in aq. alkali hydroxides, and is only slightly soluble in ammonia and alkali 
carbonates. If in its preparation an excess of ammonia be used, the hydroxide is 
partially decomposed, and the filtered soln. contains much molybdic acid, as stated 
by H. Debray. P. Klason added that molybdenum blue does not contain molybdenum 
dioxide as assumed by M. Guichard, but rather the hemipentoxide. The anhydrous 
oxide, Mo,0;, was obtained by C. F. Rammelsberg, by dehyrating the hydrate in 
vacuo ; or, in a current of carbon dioxide. E. Péchard obtained it by heating a 
mixture of ammonium molybdate, potassium iodide, and hydrochloric acid. 
EK. Friederich and L. Sittig obtained the hemipentoxide by heating to about 1200° a 
mixture of 2:4 grms. of molybdenum powder and 18 grms. of molybdenum trioxide. 
K. Friederich gave 9-5 ohms for the resistance of a metre wire 1 sq. mm. cross- 
section. KE. F. Smith and V. Oberholtzner treated the trioxide at 105°-120° with 
dry hydrogen iodide, and obtained a blue hemitrihydrate, Mo,O05.1°5H,O0, which 
was stable in air, and at a red-heat furnished brown hemipentoxide. W. Wardlaw 
and F. H. Nicholls obtained molybdenum hemipentoxide, Mo,0;, by heating the 
oxysulphate, Mo,0(SO4).—>Mo.05;-++-280z, or the oxyoxalate, Mo,0(C204)2—>Mo.0; 


532 INORGANIC AND THEORETICAL CHEMISTRY 


-+4CO. In opposition to the statement of M. Guichard, the pentoxide is almost 
unchanged when boiled five successive times in aq. ammonia, washed with distilled 
water, and dried at 100°. A little molybdenum passes into soln., but there is no 
evidence that the product is impure dioxide. J. Vrede found the oxide has no value 
as a radio-detector ; and W. Meissner, that it is not a super-conductor. EH. Friederich 
and L. Sittig, found the sp. resistance of the dark violet hemipentoxide to be 
9-5 x 10~4 ohm at 1000°, and the temp. coeff. is negative. A. Schulze discussed the 
super-conducting qualities of the oxide. KE. Newbery and J. N. Pring found that the 
pentoxide is reduced to the monoxide by hydrogen at 2000° and 150 atm. press. 
The violet-black powder, said E. Péchard, is easily soluble in water, and when 
hydrogen dioxide is added to the dark blue aq. soln., the colour becomes green, and 
then yellow. P. Klason, and W. Wardlaw and F. H. Nicholls, said that the hemi- 
pentoxide dissolves with difficulty in hydrochloric and sulphuric acids, and this 
the more slowly, the higher the temp. of preparation. G. Reissaus, EH. Fricke, 
G. Unger, and E. Miiller studied the electrometric oxidation of soln. of quinque- 
valent molybdenum with permanganate. 8S. Ghosh and N. R. Dhar studied the 
sensitization of the negative colloid, by other colloids. G. A. Barbieri studied the 
action of molybdenum hemipentoxide on formic and oxalic acids. P. Sabatier 
and A. Mailhe, and J. N. Pearce and A. M. Alvarado studied the dehydrating 
action on ethyl alcohol. P. Sabatier and A. Mailhe, and J. N. Pearce and 
A. M. Alvarado observed that this oxide acts catalytically in decomposing formic 
acid into carbon dioxide, carbon monoxide, water, and hydrogen; and formalde- 
hyde, into carbon dioxide and water. The hemipentoxide was also prepared by 
F. Mawroff and M. Nikoloff, who also observed that when the violet molybdenum 
oxyhypophosphite is rubbed with aqua ammonia, the yellowish-brown precipitate 
can be washed and dried. It dissolves sparingly in water, and the aq. soln. has a 
neutral reaction. If dissolved in acids, and precipitated by ammonia, and washed 
with dil. aq. ammonia and then with absolute alcohol, the residue has the com- 
position of ammonium molybdenum hemipentoxide, NH,Mo,0;.3H,O, which, 
when ignited in a current of carbon dioxide, yields molybdenum pentoxide. If 
sodium hydroxide soln. be used in place of ammonia, sodium molybdenum hemi- 
pentoxide, NaMo,0;.3H,0, is formed, and this, on ignition, yields the anhydrous 
form NaMo,0O;. Similarly also with the hydrate barium molybdenum hemi- 
pentoxide, BaMo.0;.3H,O, and the anhydrous BaMo,O;. 

J. J. Berzelius > obtained what he regarded as molybdenum pentitatetradeca- 
oxide, Mo;0,,, or MoO,.4MoOs, by heating molybdenum or one of the lower oxides 
in air for a short time. C. F. Rammelsberg obtained the hexahydrate by allowing 
an aq. soln. of molybdic acid to stand in contact with reduced molybdenum for 
some days, and then shaking up the filtered, blue liquid with an excess of 
molybdenum for some days. M. Guichard said that this compound is best 
obtained by mixing cold, dil. hydrochloric acid soln. of molybdenum dioxide and 
ammonium molybdate ; the hydrochloric acid should be that of sp. gr. 1-18 diluted 
with 9 parts of water, this bringing about complete precipitation without decom- 
position. A more conc. acid decomposes the oxide. The product thus obtained 
is nearly insoluble in cold water, although that prepared by C. F. Rammelsberg, 
by precipitation at 50°, is easily soluble ; an aq. soln. of the oxide is readily obtained 
by leaving molybdenum trioxide and metallic molybdenum in contact in water. 
The oxide obtained by precipitation is a dark blue powder of sp. gr. 3-6 at 18°; 
by the evaporation of its soln., it is obtained in vitreous, faceted fragments, which 
yet are not truly crystalline. It dissolves in water at 50°, but is insoluble in sat. 
soln. of ammonium, sodium and calcium chlorides, and potassium iodide and 
nitrate ; sodium and magnesium sulphate do not alter its solubility. It dissolves 
in 95 per cent. alcohol, although it is insoluble in most organic solvents. When heated 
in vacuo or an inert gas, it loses part of its water at 100°, and the rest near a 
red-heat, a non-homogeneous mixture of molybdenum dioxide and trioxide being 
formed. Hydrogen ultimately reduces it to the metal ; chlorine yields the volatile 
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oxychloride, MoO,Cl,, and molybdenum trioxide. Contrary to J. J. Berzelius’ 
statement, it slowly oxidizes in the air, and at a red-heat oxygen rapidly converts 
it into the trioxide. Gaseous hydrogen chloride at a red-heat and superheated 
steam decompose it, giving mixed dioxide and trioxide; gaseous ammonia gives 
initially the same result, but at a red-heat reduces the oxides to the metal. Acetic 
acid does not affect it ; by cone. hydrochloric acid, it is dissolved to a yellowish-red 
soln. of molybdenum tetrachloride, but the action is a reversible one, since, on 
diluting with water, the blue oxide is precipitated. With sulphuric acid, a like 
result is obtained. K. von der Heide and K. A. Hofmann reported ammonium 
molybditetramolybdate, (NH,).0.Mo0,.4Mo003.6H,O, to be formed by heating an 
aq. soln. of ammonium molybdate with half its weight of hydroxylamine hydro- 
chloride on the water-bath until the orange precipitate which is at first formed is 
dissolved, and a greenish-brown soln. is obtained ; this soln. is then rapidly filtered, 
protected from access of air, and allowed to cool. The compound separates in dark 
red crystals belonging to the triclinic system ; dissolves gradually in water with a 
reddish-yellow coloration; and is fairly stable. It gradually reduces Fehling’s 
soln. in the cold and quickly when heated. With copper sulphate, it gives a 
beautiful, blue coloration; with mercurous and mercuric salts, a flesh-coloured 
precipitate ; with lead nitrate, a yellowish-white precipitate ; and with potassium 
thiocyanate, an intense red coloration. It is gradually decomposed by dil. acids, 
and it reduces ammoniacal silver soln. with the separation of metallic silver. Other 
ammonia derivatives with the lower oxides of molybdenum, analogous to the 
chromammine bases, could not be prepared. 


P. Klason ® obtained a soluble oxide Mo,,.0,,.21H,O, or Mo,O;.18M00;3.21H,0, by 
exposing an aq. soln. of ammonium molybdenyl chloride to air. The solid furnishes a 
blue soln. with water, and it is precipitated by adding ammonium chloride. According to 
W. Muthmann, the oxide Mo;0 5, first described by N. J. Berlin, is obtained by heating a 
mixture of ammonium molybdate with twice its weight of molybdenum trioxide. The 
product is repeatedly extracted with ammonia, and finally with conc. hydrochloric acid to 
remove a compound of molybdenum and nitrogen. This oxide is not attacked by alkali-lye, 
but it dissolves in. warm conc. sulphuric acid, forming a green soln., which easily parts with 
sulphur dioxide, and turns blue. Nitric acid, aqua regia, and chlorine-water convert 
Mo,;0,, into the trioxide. H. O. Schulze obtained Mo,0,,, or Mo,03.2Mo0O,, by heating 
a mixture of potassium iodide and molybdenum trioxide; G. Bailhache, the hexahydrate 
by the action of barium molybdate on the oxysulphate, Mo,0;.280,; G. Bailhache, 
Mo,,0,,.18H,O, or 2Mo0,03.2Mo0,0,,.18H,O, by the action of barium 3: 7-molybdate on 
Mo,0,;.2SO, ; A. Junius, Mo,O,,, by the electrolysis of a hydrochloric acid soln. of 
ordinary ammonium paramolybdate, or of sodium molybdate; and P. Klason, 
Mo,,0,,.24H,O, or Mo,0;.24M00,.24H,O, by exposing an aq. soln. of ammonium 
molybdenyl chloride to oxidation by air for several months. There is nothing to show 
that these products are not merely arbitrary intermediate stages in the reduction of 
molybdenum trioxide. Some suggestions have been made for the use of the blue oxides 
of molybdenum as pigments—vide supra, the uses of molybdenum. Hydrosols of molyb- 
denum blue were found by P. Lal and P. B. Ganguly to be coagulated by ultra-violet light. 
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§ 10. Molybdenum Trioxide and its Hydrates 


D. L. G. Karsten! recognized a yellow earth associated with the molybdenite 
at Nummedalen, Norway, as a mineral species which he called molybdic ochre 
—Wasserblevocker, and Molybddnocker ; J. F. L. Hausmann said that the essential 
constituent is molybdenum oxide; and J. J. Berzelius, and F. von Kobell, 
molybdenum trioxide. R. P. Greg and W. G. Lettsom called it molybdin, and 
A. Breithaupt, molybdite. It appears as an oxidation product of molybdenite. 
W. T. Schaller represented the composition of samples from California; West- 
moreland, New Hampshire; Telluride, Colorado; and Renfrew, Ontario, by 
Fe,03.3Mo003.74H,0O—wide infra, ferric molybdate; and F. N. Guild, that of a 
sample from Santa Rita Arizona, by Fe,03.3Mo003.7H,0. D. D. Owen had 
previously suggested that the molybdic ochre from Nevada City, California, is a 
ferric molybdate, but F. A. Genth regarded this sample as a molybdic ochre mixed 
with limonite—P. P. Pilipenko called the ferruginous mineral ferrimolybdite 
—vide infra, ferric molybdate. 

Occurrences have been noted at Caldbeck Fell, Cumberland, by R. P. Greg and 
W.G. Lettsom ; at Mount Coryby and Tulloch, Scotland, by R. P. Greg and W. G. Lettsom, 
and M.F. Heddle; at Creux and Vaubry, Saint-Léonard, Vilati, etc., France, by A. Lacroix ; 
near Porto, Portugal, by C. F. A. Tenne and S. Calderon ; in Novara, and Sardinia, Italy, 
by W. P. Jervis, and D. Lovisato ; in Glarus, Switzerland, by HE. Stohr, and G. A. Kenngott ; 
at Pfitsch, Tyrol, by C. C. von Leonhard, and J. F. L. Hausmann ; at Berggiesthiibel, and 
Altenberg, Saxony, by A. Breithaupt, and A. Frenzel; at Schlaggenwald, by V. von 
Zepharovich, at Nummedalen, Norway, by D. L. G. Karsten; at Linnas, and Bispberg, 
Sweden, by C. C. von Leonhard, W. Hisinger, and J. F. L. Hausmann ; Pitkaéranta, Finland, 
by A. Breithaupt ; on the Adun-Chalon Mountains, Siberia, by J. D. Dana; in Victoria, 
and Tasmania, by G. H. F. Ulrich, and W. F. Petterd; in St. Fernando, Chile, by 
I. Domeyko ; in Huaylas, Peru, by A. Raimondi; in Mexico, by C. F. de Landero; in 
Nevada, Texas, Georgia, North Carolina, Pennsylvania, and New Hampshire, United States, 
by D. D. Owen, F. A. Genth, W. E. Hidden and J. B. Mackintosh, W. T. Schaller, 
F. N. Guild, T. S. Hunt, P. Groth, and J. D. Dana; and in Quebec, and Ontario, Canada, 
by G. C. Hoffmann. 


The end-products of the oxidation of molybdenum, and, naturally, of the lower 
oxides, is molybdenum trioxide, MoO,. J.J. Berzelius obtained the trioxide by 
roasting molybdenum sulphide in air. According to H. V. Regnault,? it is formed 
when steam acts on the red-hot metal, or on a lower oxide; and, according to 
J. von Liebig, when heated potassium hydroxide acts on the metal—in that case, 
hydrogen is evolved. J. J. Berzelius obtained the trioxide by the action of an 
excess of nitric acid on molybdenum or its lower oxides, and either evaporating 
the soln. to dryness and igniting, or allowing the soln. to evaporate spontaneously. 
C. W. Scheele also obtained molybdenum trioxide by the action of nitric acid on 
molybdenite. The extraction of molybdates from molybdenite or wulfenite has 
been previously described, and J. J. Berzelius, and G. C. Wittsteim obtained 
molybdenum trioxide from the ammonium salt by heating it in an open crucible 
at a temp. below the fusion point. In the roasting of ammonium molybdate the 
residual molybdenum trioxide is more or less reduced, and L. Ott, and W. Muthmann 
said that it should be heated to dull redness for 4 or 5 hrs. in a current of oxygen. 
R. Stierlin obtained the trioxide by sublimation from ammonium phosphato- 
molybdate ; and F. Elias heated molybdenum phosphate with a soln. of phosphoric 
acid in a sealed tube at 140° and obtained microcrystalline molybdenum trioxide. 
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The purification of molybdic acid is described in connection with the recovery of 
molybdenum from laboratory residues where the trioxide is associated with more 
or less phosphoric acid. P. Klason found commercial molybdenum trioxide of 
the composition NH3.3Mo003.4H,0. H. Debray found commercial molybdenum 
trioxide associated with sodium salts and sulphuric acid. He purified it by 
admixture with ammonium chloride; and washing with water, and oxidizing 
the product by roasting it in air, or by treatment with nitric acid. The purifica- 
tion of the trioxide by sublimation frees it from metallic impurities, tungsten 
trioxide, silica, and phosphates. L. Rolla and G. Piccardi, for instance, purified 
the trioxide by sublimation in a current of air in a quartz tube. According to 
L. Wohler and W. Engels, the precipitation which occurs when soln. of molybdates 
are acidified is due to the presence of tungstates. The readiness with which 
precipitation takes place is dependent on the proportion of tungstic acid present, 
and when this is present in very small amount, the temp. may be raised to nearly 
100° before a precipitate is obtained. The precipitation is primarily due to the 
tungstic acid in the soln., and when this separates out, molybdic acid is simul- 
taneously removed from the soln. A. Arnfeld observed that commercial 
molybdenum trioxide contains some of the lower oxides which are converted into 
the trioxide by roasting at a red-heat. In order to prepare the trioxide free from 
ammonia, M. Liebert boiled 50 grms. of ammonium molybdate in 100 c.c. of aqua 
regia until the liquid no longer gave a sign of the presence of ammonia when tested 
with Nessler’s reagent. The product was then evaporated a number of times with 
nitric acid, and finally dried at 180°. W. D. Collins and co-workers discussed 
the impurities in commercial molybdic acid. The so-called ‘“ molybdic acid, 85 
per cent.” consists largely of ammonium molybdate. 

The analyses of J. J. Berzelius,? J. B. A. Dumas, H. Debray, C. F. Bucholz, 
L. Ott, K. Seubert and W. Pollard, C. F. Rammelsberg, J. H. Miller, and 
A. Vandenberghe, are in agreement with the formula MoOs. From the effect 
of molybdenum trioxide on the b.p. of sulphuric acid, E. Beckmann calculated 
the mol. wt. to be in accord with the formula (MoOs3)>, or Mo,0,. Molybdenum 
trioxide has a platy or talcose structure, and it is colourless and non-pleochroic. 
The mass which has been fused is greyish- or yellowish-white with a radiating fibrous 
structure, whilst the sublimed trioxide furnishes colourless, transparent, thin plates, or 
needles which, according to A. EH. Nordenskjéld, belong to the rhombic system; the 
crystals have the axial ratiosa :b : c=0°3872 :1:0°4792. P. Groth said that the 
crystals are probably isomorphous with those of tungsten trioxide. The (100)-, (010)-, 
and (001)-cleavages are distinct. The optical character is positive. A. des Cloizeaux 
gave for the optic axial angles at 13°, 2H)—117° 15’ for red-light, 119° 33’ for yellow- 
light, and 127° for blue-light. A. Lacroix found the natural crystals from Corsica 
to be pleochroic—a and 6 are pale yellow, whilst c is nearly black. P. Niggli dis- 
cussed the electronic structure ; and H. EH. Buckley, the effect of molybdates on 
the growth of crystals of sodium chlorate. 

A. Breithaupt gave 4:49 to 4:50 for the specific gravity of molybdic ochre ; 
T. Bergman, 3-46 for molybdenum trioxide; V. Hggertz, 4:5 for the sub- 
limed oxide; EH. Wedekind and C. Horst, 4:50 at 19-5°; and A. Safarik, 4-39 
at 21° for the trioxide which had been fused. W. Biltz, D. Balareff, and C. del 
Fresno studied the mol. vol. The hardness of molybdic ochre is 1 to2. J. Maydel 
discussed the specific heat. 'T. Carnelley gave 759°-+-2° for the melting point of 
the trioxide ; F. Hoermann, and F. M. Jager and H. C. Germs, 795°. E. Groschuff 
said that it melts without decomposition at 791°. When molybdenum trioxide is 
heated, it becomes lemon-yellow, and the original colour is restored on cooling. 
W. D. Bancroft and H. B. Weiser observed that when the trioxide is introduced 
in the oxyhydrogen flame, the flame gives a bright, lustrous, metallic mirror 
on a cold surface. It fuses at a red-heat to a brownish-yellow liquid. C. Zenghelis 
obtained evidence of a slight volatilization at ordinary temp. In covered vessels, 
it volatilizes at a high temp. only, but when exposed to air, even at its m.p., it 
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volatilizes forming white fumes which condense above the fused mass to form a 
crystalline sublimate. EK. Groschuff said that sublimation begins in the vicinity 
of the m.p. P. H. M. P. Brinton and A. KE. Stoppel found that the trioxide is 
non-volatile below 500°, and volatilizes only slightly between 500° and 600°. 
G. Merz, and C. F. Plattner noticed that the trioxide volatilizes before the blowpipe 
flame which is coloured a greenish-yellow; W. R. Mott made some observations 
on the volatilization of the trioxide in the electric arc. A. A. Read said that the 
trioxide. gives off oxygen at 1750°; and K. W. G. Kastner, that it is reduced to 
metal in the oxyhydrogen blowpipe flame. W. G. Mixter gave for the heat of 
formation when the metal is oxidized by sodium dioxide, (Mo,30)=181-5 Cals. 
at constant vol., or (MoOQ,,0)=38-7 Cals. 8. M. Delepine gave (Mo,30)=166-14 
Cals. at constant vol., and 167-00 Cals. at constant press.; W. Lederer gave 
168-675 Cals. at constant vol.; J. E. Moose and 8. W. Parr, 1829 cals. per gram. 
The subject was discussed by A. Berkenheim. 

R. Stierlin referred to das wunderbare Farbenspiel which occurs when the crystals 
are examined by polarized light. H.L. Nichols and B. W. Snow found the fractional 
reflecting power, #, for light of wave-length, A, to be: 


Ascgehos .. 7530 6685 6080 5570 4920 4685 4500 4340 
R 25° 2.0 — 0-695 0-613 0-517 0:309 0-139 0-068 0:045 
21923 0720 0:596 0°465 0:335 0-101 — 0-040 — 


The reflected light is partly made up of mainly white light reflected from the 
surface, and partly, of light reflected from the interior, and this determines the 
colour of the reflected light. D.Gernez showed that molybdic acid, and the alkali 
molybdates, though optically inactive, can augment the optical activity of other 
substances—e.g. tartaric acid. L. W. Andrews examined the action with malic 
acid; and C. N. Riiber and J. Minsaas, with galactose. G. A. Dima studied the 
photoelectric effect. T. W. Case said that no electrical conductivity is to be observed 
when molybdenum trioxide is exposed to light. J. M. Eder, unlike T. L. Phipson, 
observed that a sulphuric acid soln. of molybdic acid is not reduced by exposure 
to light provided organic matter be absent. M. Jungck observed that the soln. 
of ammonium molybdate used in analytical chemistry suffers photolysis. R. Robl 
observed but a faint luminescence in ultra-violet light; EH. Tiede and A. Schleede, 
the phosphorescence of molybdenum trioxide in active nitrogen; J. Ewles, the 
cathode luminescence, but no ultra-violet fluorescence with X-rays was observed 
by J. O. Perrine; H. T. Meyer, the K-series of the X-ray spectrum ; and H. Nisi, 
the Raman effect. 

F. Beijerinck found that molybdic ochre is a non-conductor of electricity ; 
and T. W. Case observed that the trioxide is also a non-conductor, whilst L. Bleekrode 
said that it is a good conductor. A. Miolati studied the electric conductivity of 
mixtures containing molybdic acid. KE. Friederich calculated 7-8101° ohms for 
the resistance of a metre wire | sq. mm. cross-section. H. Buff, and M. Guichard 
found that molten molybdenum trioxide is a good conductor, and on electrolysis 
furnishes crystals of the tritoctoxide at the cathode; K. W. G. Kastner 
obtained the metal. T. de Grotthus observed that when a soln. of molybdic 
acid in sulphuric acid is electrolyzed, the liquid about the cathode is coloured 
blue. G. Gore made a similar observation with respect to soln. in hydrofluoric 
acid ; and J. Terwelp found that water with molybdenum trioxide in suspension 
becomes blue about the cathode when it is electrolyzed. lL. Schicht also noticed 
the blue soln. formed when a soln. of ammonium molybdate is electrolyzed, and 
J. G. Gahn observed the separation of what he thought to be molybdenum at the 
cathode. G. Gore obtained a black deposit on electrolyzing fused molybdic acid. 
HK. Péchard found that the electrolysis of a soln. of ammonium molybdate in hydro- 
chloric or oxalic acid gives a soln. of molybdenum dioxide, which, with strongly 
ammoniacal soln., gives a deposit of MoO,.H,O on the cathode. A. Chilesotti found 
that the electrolysis of a feebly acid soln. of molybdic acid in sulphuric acid gives 
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a quantitative separation of molybdenum at the mercury cathode, but not so 
with a 3N-H,SO, soln. The electrolysis of a hydrochloric acid soln. of molybdenum 
trioxide or of a soln. of ammonium molybdate in dil. sulphuric acid using a mercury 
cathode gives a soln. of tervalent molybdic chloride or sulphate. J. Férée also 
obtained molybdenum amalgam at the mercury cathode when a soln. of molybdic 
acid in hydrofluoric acid was electrolyzed—current density 5 amp. per sq. cm. The 
electrolysis of these soln. was also studied by R. EH. Myers, E. F. Smith and 
co-workers, and A. Chilesotti and A. Rozzi. According to A. Chilesotti, when 
a soln. of molybdic acid is electrolyzed, part of the hydrogen at the cathode reduces 
the molybdic acid, and part escapes as a gas, so that the current efficiency for any 
period can be calculated by comparing the amounts of hydrogen produced in the 
cell, and in a voltameter in the same circuit. When the reduction is completed, 
the current efficiency is zero. With a soln. containing 3-5 per cent. of molybdenum 
trioxide in 9N-HCl, and a mercury cathode, and high current densities, a large 
fraction of the current is employed in liberating hydrogen, but the time required 
for complete reduction is short. Increasing the conc. of the molybdic acid 
increases the current efficiency; with the 9N-HCl, the current efficiency is at 
first 100, it afterwards falls regularly to zero. With 4N-acid, the curve again 
begins at 100, but soon falls very rapidly to about 10 and then rises slowly to a 
maximum at 29, thereafter falling to zero. With more dil. acid, the curve follows 
a similar course, but the maximum occurs sooner and at a much higher value of 
the current efficiency. The probable explanation is that a film of oxide is first 
formed on the cathode, which acts as a diaphragm and prevents reduction ; later 
this film is dissolved or reduced to metal and metallic molybdenum amalgam is 
formed on the surface of the cathode, the reducing action of the amalgam being 
much greater than that of the mercury alone. It is known that molybdenum 
amalgam is formed in presence of dil. acid, but not in cone. acid. - Rise of temp. 
increases the current efficiency considerably. The material of the cathode has a 
greater effect on the current efficiency. Using a soln. of 3-5 per cent. of molybdenum 
trioxide in 4N-HCl, a current density of 0-042 amp. per sq. cm. at 10°-20°, the 
average current efficiencies were, with platinized platinum, 10-6 per cent., mercury, 
18-9 per cent., smooth platinum, 51-7 per cent., tin, 66-9 per cent., and lead, 74:5 
per cent. In 9N-HCIl, tin gave the best result, lead and platinum slightly worse 
results, and mercury was worst of all. The behaviour of these metals has obviously 
no connection with the overvoltage required to liberate hydrogen in their surfaces ; 
rather would it appear to be connected with their solubility, both lead and tin 
being found in soln. after the electrolysis, which was not the case with platinum 
and mercury. The molybdic acid is always reduced to tervalent molybdenum 
compounds except when a platinized platinum cathode is used; in this case, 
the reduction stops at the quinquevalent stage. Soln. in sulphuric and oxalic 
acids gave similar results, the tin cathode being insoluble in the oxalic acid soln., 
and the lead cathode insoluble in the sulphuric acid soln. gave results similar to 
those obtained with platinum. 

A. Chilesotti also measured the potential difference between platinum and the 
soln. at different stages of the reduction. It was found that in all cases the same 
general result was obtained. The potential difference increases slowly as the 
reduction proceeds, until the whole of the molybdenum is in the quinquevalent 
condition ; it then rises very suddenly to a higher value, after which it again 
increases slowly until the molybdenum is almost reduced to the tervalent state, 
when a further rather sudden increase occurs. During the first stage of the 
reduction, the potential is doubtless conditioned by the process MoO,”+8H' + @ 
=Mo’+4H,0; during the second stage, the main change is probably the 
reduction of quinquevalent to tervalent molybdenum. The final increase is 
due possibly to the formation of bivalent molybdenum ions. With regard to 
colour, the soln. in 7N- to 9N-HCl first becomes emerald-green owing to the 
formation of the complex compound of the oxychloride, MoOCl, ; they then become 
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brown and finally orange-red, and contain complex compounds of the formula 
(MoCls,nHCl). The soln. in more dil. hydrochloric acid change, when the reduction 
is almost complete, from a brownish-red colour to a deep olive-green colour. The 
green soln. are unstable ; they decompose water, taking up oxygen and becoming 
brownish-red again. Both the red and the green soln. contain molybdenum 
trichloride, and it is supposed that they are related in the same way as the green 
and violet soln. of chromic chloride. The soln. in sulphuric acid behave similarly. 
The change from one modification to the other is due possibly to the presence 
of traces of molybdenum dichloride. J. Terwelp found that the electrolysis of 
10 per cent. soln. of (NH,)g,Mo70,.4H,O, and of 2 to 10 per cent. soln. of normal 
sodium molybdate without diaphragms gives only a small cathodic deposit of 
indefinite composition ; with a diaphragm, the former salt gives with a small 
anode current density a deposit of (NH,),.Mo,O9.8H,0, and a yellow anode liquid 
of molybdic acid. L. Ott found that the electrolysis of fused sodium or barium 
polymolybdate gives molybdenum dioxide, whilst with fused normal sodium 
molybdate oxygen is given off at the anode and a pulverulent mixture of the lower 
oxides is deposited. L. Ott also studied the electrolysis of soln. of molybdenum 
trioxide, and of the sodium molybdate. According to F. Férster and co-workers, 
the fact that soln. of molybdic acid in dil. hydrochloric acid can only be reduced 
to the quinquevalent stage, whilst soln. in more conc. hydrochloric acid can be 
reduced electrolytically to the tervalent stage, is explained by assuming that the 
next stage to quinquevalent molybdenum is Mo’-ions, which in the presence of 
a high conc. of Cl’-ions immediately form complex ions and the static potential 
of the soln. is reduced below that necessary for the generation of hydrogen from 
platinized platinum electrodes. If the conc. of chloride-ions is low, however, 
comparatively few complex ions are formed, and the static potential of the soln. 
remains higher than that necessary for the evolution of hydrogen. If polished 
platinum electrodes are used, however, owing to the much higher potential necessary 
for the evolution of hydrogen, the tervalent stage can be reached even in dil. . 
hydrochloric acid soln. The electrolytic reduction of molybdenum shows changes 
of potential parallel with those occurring in vanadium and titanium soln. under 
similar conditions. L. Rolla and G. Piccardi found that molybdenum trioxide, 
completely freed from bases by sublimation, has an electro-affinity of 2-73 volts, 
calculated on the assumption that no dissociation occurs at 1970° K. 

According to H. T. 8. Britton and W. L. German, the electrometric titration 
curve of soln. of sodium molybdate with hydrochloric acid shows an inflexion at 
pu=4:8, corresponding with the formation of 3Na,0.7MoOs (or 5Na,O0.12Mo0s). 
By boiling the soln. or ageing it prior to measuring the py-curve furnishes a 
sharper inflexion corresponding with Na,0.4Mo03. In acidified soln. the sodium 
polymolybdate, which is first formed, gradually decomposes and yields a highly 
ionized polymolybdic acid, which causes the py of the soln. to assume slightly 
lower values than would be produced by the hydrochloric acid. A further addition 
of acid causes the ionization of the poly-acid to be thrown back until only non- 
ionized molybdenum trioxide remains in soln.; only from relatively conc. soln. 
is the trioxide precipitated on boiling. The changes of conductivity during the 
titration in general confirm the results obtained by the electrometric method. 
The addition of a weak acid, such as acetic or phenylacetic, to a sodium molybdate 
soln. causes the formation of a stable polymoiybdate, Na,O0.3MoOs, which is not 
further decomposed by the weak acid ; in soln. containing monochloroacetic acid, 
the salt formed has a composition between Na,O0.3Mo003 and Na,0.5MoO3. In 
soln. of molybdic acid there probably exists an equilibrium of the type H,[O(MoQs3)q,| 
=2H’+[O(Mo0Os),,|, where » is about 4. Observations were also made by 
A. Travers and L. Malaprade, by A. Dumansky and co-workers, W. F. Jakob and 
W. Trzebiatowsky, and D. D. Peirce and L. F. Yntema. 

J. Reich found that the olive-green liquid obtained by the electrolysis of a 
soln. of molybdenum trioxide in sulphuric acid—vide swpra—has a potential of 
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—0-76 volt with smooth platinum, and —0-91 volt with platinized platinum against 
a mercurous sulphate electrode. A. Iléeff studied the thermoelectric force of 
powdered molybdenum trioxide compressed into pastilles. HE. Wedekind and 
C. Horst found the magnetic susceptibility to bé 0-876 x 10-6 mass unit at 19-5°. 
S. Berkman and H. Zocher gave 0-12 x 1076 mass unit. 

G. C. Gmelin 4 discussed the physiological action of salts of molybdic acid. 
T. G. y Arnal studied the reactions of molybdic acid with various salts of the 
metals. The ready reduction of molybdenum trioxide was discussed by 
W. Muthmann,5 and O. F. von der Pfordten, and the formation of complex anions, 
by R. Abegg and G. Bodlander. Complex salts with the oxides of phosphorus, 
arsenic, antimony, bismuth, and other oxides have been prepared by O. W. Gibbs, 
etc. K. W. G. Kastner observed that when molybdenum trioxide is heated in 
hydrogen, it is reduced to the metal. E. W. Engle noticed that the reduction 
commences at about 300°; and M. Guichard added that it is reduced to MoOg 
between 300° and 470°, without forming intermediate oxides, and over 500°, it 
is reduced to the metal: MoO.+2H,=2H,0+Mo—wide supra. F.R.M. Hitchcock 
noticed that in the reduction of molybdenum trioxide by hydrogen, a gas, 
probably impure nitrogen, is formed. The tendency to form a little nitride when 
one of the lower oxides molybdenum is heated in air has been observed by 
HK. Uhrlaub. G. Canneri studied the reduction of molybdates with hydrogen. 
K. W. G. Kastner found that in the presence of hydrochloric acid and potassium 
amalgam, or zinc, or copper—or several other metals—molybdenum trioxide 
is reduced to a blue soln. of a salt of a lower oxide. \C. Reichard also observed 
that in the presence of zine and dil. hydrochloric or sulphuric acid, molybdenum 
trioxide gives a brown coloration which soon becomes pale green; and that 
molybdates give a transient reddish-brown coloration and then a greyish-brown 
precipitate. EH. Wrede found molybdenum trioxide not so good as tungsten trioxide 
as a target for indicating the magnetic separation in a stream of unimolecular 
hydrogen. From the conductivity of flames charged with molybdenum trioxide, 
L. Rolla and G. Piccardi calculated the electronic affinity potential to be 2-73 
volts. W. H. Rodebush and W.. A. Nichols found that atomic oxygen, like 
atomic hydrogen, reduces the trioxide. For the action of water, wide fra. 
The aq. soln. has a sharp metallic taste, and reddens litmus, and, according to 
G. C. Wittstein, and A. Miller, it turns turmeric brown, especially in hydrochloric 
or nitric acid soln. For the action of hydrogen dioxide, wide infra, permolybdic 
acid. H. Spitalsky and A. Funck discussed the homogeneous catalytic decom- 
position of hydrogen dioxide by sodium molybdate. J. A. Hedvall and N. von 
Zweigbergh found that barium dioxide begins to react at about 200°—vwde the 
molybdates. 

H. Rose found that dry chlorine converts molybdenum trioxide into the dioxy- 
chloride less readily than is the case with the dioxide; H. HE. Quantin, that at a 
dull red-heat, a mixture of chlorine and carbon monoxide forms molybdenum penta- 
chloride. The attack by chlorine was studied by R. Wasmuth ; and the attack by 
chlorine trifluoride, observed by O. Ruff, and H. Krug, proceeds with incandescence. 
H. Debray observed that hydrogen chloride at 150°—200°, forms the white dihydro- 
chloride, MoO3.2HCl; and K. W. G. Kastner, that boiling hydrochloric acid 
forms a blue soln. with the evolution of oxygen, and with boiling hydriodic 
acid, iodine separates and a green and then a blue soln. is formed. B. Kalischer 
found that when molybdenum trioxide is digested with alcoholic hydrochloric 
acid, a green soln. is obtained which does not yield a crystalline substance, but on 
evaporation, it furnishes a gelatinous, dark green mass which dissolves partially 
in water to form a brown soln. The original green soln. gives a double salt with 
pyridine hydrochloride. With alcoholic hydrobromie acid, no smell of aldehyde 
can be observed, and a yellowish soln. is obtained which behaves something like 
that obtained with the hydrochloric acid soln. Aqueous hydrobromic acid forms 
with molybdenum trioxide a deep brown soln. which becomes blue when water is 
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added. No definite salt can be isolated from the soln., but if it be sat. with hydro- 
gen bromide, it gives a brown, granular mass with pyridine hydrobromide. 
H. O. Schulze found that molybdenum trioxide decomposes potassium iodide 
especially in the presence of air, similarly also with the alkali bromides and chlorides. 
The reaction was also studied by C. F. Schonbein. W. R. E. Hodgkinson and 
F. K. 8. Lowndes found that if a little molybdenum trioxide be added to molten 
potassium chlorate, oxygen and chlorine are evolved. 

According to K. W. G. Kastner, a little hydrogen sulphide in the presence of 
water, or by the aid of heat, forms sulphur dioxide and sulphur, and sulphuric 
acid and a blue oxide. KH. Uhrlaub observed that with an excess of hydrogen 
sulphide under similar conditions, molybdenum sulphide isformed. E. Abel studied 
the catalytic effect of the trioxide on the reaction between hydrogen dioxide and 
sodium thiosulphate. R. D. Hall observed that when heated with sulphur mono- 
chloride, the molybdenum oxide dissolves in the liquid and a volatile oxychloride 
is formed. 

E. Uhrlaub found that when the trioxide is heated with ammonia, it is decom- 
posed—vide nitrides, 8. 49, 12 and 21. TT. Curtius and F. Schrader said that 
hydrazine hydrate is vigorously decomposed forming molybdenum dioxide ; 
and W.F. Jakob and W. Kozlowsky studied the reaction whereby quinquevalent 
molybdenum and nitrogen are formed. C. H. Ehrenfeld, and P. Sabatier and 
J. B. Senderens observed no reaction with nitric oxide at 500°. K. W.G. Kastner 
found that in the presence of water, and nitrous acid, the blue oxide is formed. 
R. Hac and V. Netuka studied the reduction of nitric acid to nitric oxide by ferrous 
chloride in an acidic soln. with molybdic acid as catalyst. P. Kulisch found that 
molybdenum trioxide is slowly attacked by phosphine in the cold and more rapidly 
when heated, a blue oxide being formed ; C. H. Ehrenfeld said that purple MoO, is 
formed. A. Michaelis observed that it is coloured blue by phosphorus trichloride, 
and in a sealed tube at 160°, it reacts: MoO3+PClz,=Mo0,+POCIl,; and with 
phosphoryl chloride: 2POCI,+-3Mo00,=3Mo00,Cl,+P.0;. H. Schiff found that 
with phosphorus pentachloride, molybdenum trioxide is coloured blue and then 
violet, heat is developed, and white and red vapours are given off—molybdenum 
oxychloride is formed. ©. H. Ehrenfeld added that molybdenum pentachloride, 
mixed with some lower chlorides, is produced. According to J. J. Berzelius, with 
phosphoric acid, a lemon-yellow complex salt is formed—vde infra, the phospho- 
molybdic acids. When fused with microcosmic salt, molybdenum trioxide forms a 
colourless mass in the oxidizing flame, and in the inner flame a blue or grey mass. 
C. H. Ehrenfeld found that arsine acts like phosphine. 

J. J. Berzelius observed that an aq. soln. of boric acid dissolves molybdenum 
trioxide; and fused borax dissolves molybdenum trioxide forming a clear glass 
in the oxidizing flame, but in a reducing flame, brown flecks of molybdenum 
dioxide are formed. K. W. G. Kastner observed that when the trioxide is heated 
with carbon, it is reduced to the metal. When the reduction is performed under 
definite conditions a factor can be obtained which represents the result with a 
known amount of molybdate, and, keeping rigorously to the same conditions, 
it can be assumed that the reduction proceeds to the same extent, and the factor 
can be employed to determine the amount of molybdenum in a given soln. 
H. Moissan, and H. N. Warren observed that with calcium carbide, a molybdenum- 
calcium alloy is formed. F. Gébel reduced molybdenum trioxide to a brown or 
violet-brown oxide by heating it in carbon monoxide, and W. Muthmann observed 
that the trioxide is successively reduced to Mo;01;2—>MoO.-> and finally the metal. 
K. Chakravarty and J. C. Ghosh studied the catalytic action on the reaction 
between carbon monoxide and hydrogen. J. J. Berzelius observed that carbon 
dioxide does not unite with molybdenum trioxide. C. H. Hhrenfeld found that 
ethylene reduces the heated trioxide to bronze-coloured Mo,Os5 ; similarly also with 
acetylene, but in addition a molybdenum carbide is formed; methane reduces 
the heated trioxide to the dioxide and the metal; ethane has no action. 
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J. Milbauer found that when the trioxide is fused with potassium thiocyanate, 
molybdenum disulphide, potassium thiomolybdate, and potassium cyanide are 
formed. A. Rosenheim and M. Koss obtained a deep red soln. by boiling an excess 
of molybdenum trioxide with a 10 per cent. aq. soln. of thiocyanic acid. On 
adding pyridine or quinoline, complex salts are deposited. G. A. Barbieri found 
that if an excess of ammonium or potassium ferrocyanide, followed by a large 
excess of an ammonium salt, is added to the soln. of a molybdate acidified with 
acetic acid, a lemon-yellow precipitate, (NH,) )gFe(CN) ¢ .2Mo003.3H,0, is obtained 
which is so sparingly soluble in conc. soln. of ammonium salts that the separation 
of molybdic acid is almost quantitative. H. EH. Quantin passed the vapour of 
carbon tetrachloride over heated molybdenum trioxide, and obtained molybdenum 
oxychloride ; at a red-heat, molybdenum pentachloride i is formed ; P. Camboulives 
added that this reaction occurs at 510°, but A. Michael and A. Murphy said 
at about 280°, and added that with a mixture of chlorine and carbon tetrachloride 
vapour at 200°, a yellowish-green oxychloride is formed, mixed with unchanged 
molybdenum trioxide; at 225°, a mixture of MoO,Cl, and MoOCl, is produced ; 
and at 240°, molybdenum pentachloride. According to A. Benrath, an aq. soln. 
of ammonium molybdate when diluted with an equal vol. of either ethyl alcohol 
or methyl alcohol and exposed to sunlight changes to blue after a short exposure, 
and a reddish-brown substance is deposited on the side of the flask on which the 
light falls. This compound has the formula (NH,4)2.MoO,.2Mo03.2Mo0,.6H,0. 
In this formation only the complex acid group, MoO.s, and not the neutral 
ammonium molybdate, is reduced. Colloidal molybdic ‘acid is rapidly reduced 
by alcohol to the blue oxide, Mo304; and 8. Ghosh and A. K. Bhattacharya studied 
the photochemical reduction of molybdic acid by ethyl alcohol. lL. Fernandes 
studied compounds of molybdenum trioxide with gallic acid, pyrocatechol, and 
pyrogallol; E. Darmois, and T. 8. Patterson and C. Buchanan, the effect of the 
sodium salt on the optical activity of malic acid, and tartaric acid. O. E. Guignet 
found molybdic acid to be a solvent for prussian blue. M. D. de Plaza studied the 
action of ammonium molybdate on potassium isobutylxanthate. H. N. Warren 
said that molybdenum trioxide is easily reduced when heated with silicon. 
L. Kahlenberg and W. J. Trautmann observed that a good reaction occurs when a 
mixture of molybdenum trioxide and silicon is heated in the electric arc furnace. 
G. Rauter found that when heated with silicon tetrachloride, chlorine, silica, MoCl,, 
MoOCl,, and MoO.Cly, are formed ; C. H. Ehrenfeld observed no reaction when the 
two compounds are heated together. K. Fuwa studied the colouring action of 
molybdenum compounds on glass. 

J. L. Gay Lussac.and L. J. Thénard, and K. W. G. Kastner found that potassium 
or sodium, when heated with molybdenum trioxide, reduce it with incandescence 
to the metal. H. N. Warren found that when the trioxide is heated with molten 
magnesium, a violent detonation occurs; and C. H. Ehrenfeld found that with 
powdered magnesium in air, the hemitrioxide is formed, and in hydrogen, the 
dioxide; with zine, in air, the hemipentoxide is formed; and in hydrogen, Mo,0; 
and with aluminium, the blue oxide is formed in air, and in hydrogen, no action 


occurs, probably because the trioxide is reduced by the hydrogen before the © 


aluminium can act—vide supra, the preparation of molybdenum. It is generally 


supposed—W. A. Noyes and KE. D. Frohman, D. L. Randall, C. Reinhardt, W. Scott, . 


and B. Glassmann—that when a soln. of say ammonium molybdate is reduced 
by zine and dil. sulphuric acid, out of contact with air, a salt of the oxide, Mo,0s, 
is formed, and volumetric methods for determining molybdenum, by the titration 
of the reduced oxide back to MoOs, have been based on this assumption. It is, 
however, very difficult to drive the reduction until all the MoO, is reduced to Mo,Osg. 
E. H. Miller and H. Frank, and A. A. Blair and J. E. Whitfield, said that an acid 
soln. of the trioxide is reduced by zinc to Mo.4037 ; O. F. von der Pfordten said 
Mo;0,; and A. Werncke, O. 8. Doolittle and A. Eavenson, and C. Jones, Mo,20j9, 
whilst C. B. Dudley obtained slightly different results. HE. Berger and L. Delmas 
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found that the presence of molybdenum trioxide facilitates the combustion of 
carbon in air. According to A. C. Chapman and H. D. Law, molybdenum trioxide 
is completely reduced to the molybdic oxide by the action of zinc or magnesium 
in sulphuric or hydrochloric acid soln. ; zinc coated with nickel, silver, cadmium, 
or platinum also effects complete reduction ; the action is fastest with zinc coated 
with cadmium. C. Boulanger studied the reduction of soln. of molybdenum salts 
by zinc, and aluminium. A. Chilesotti found that mercury, tin, and lead reduce 
a hydrochloric acid soln. of molybdenum trioxide to form molybdenum trichloride. 
G. Cannerei studied the reduction with tin. J.J. Berzelius said that molybdenum 
has no action when heated with the trioxide, but G. E. Uhrlaub observed that 
molybdenum reduces molybdenum trioxide suspended in water to a blue soln. 
K. Someya found that bismuth and lead amalgams reduce molybdates to quin- 
quevalent molybdenum. According to M. Guichard, when a soln. of the com- 
pound MoOs3.SOs, containing not less than 560 grms. H,SO, per litre, is placed in 
contact with a large excess of powdered molybdenum in a closed vessel for a 
period of several months, a brown soln. is obtained which contains a salt of the 
oxide Mo,O;, and not of the oxide MoOg, as stated by C. F. Rammelsberg. This 
fact, taken in conjunction with the results obtained by G. Bailhache, and P. Klason, 
renders it probable that the oxide MoO, does not form salts. G. EH. Uhrlaub 
found that stannous chloride reduces molybdenum trioxide to a blue oxide; and 
EK. D. Campbell said that the reduction of a hydrochloric acid soln. of the trioxide 
forms molybdenum pentachloride, which can be titrated back by a soln. of 
‘potassium dichromate. A. Geuther observed that the vapour of ferric chloride 
is absorbed by red-hot molybdenum trioxide to form ferric oxide and molybdenum 
oxychloride. According to R. H. Bradbury, an aq. soln. of potassium chromate 
reacts: 2K,CrO,+Mo0,;=K,Cr,0,+K,Mo00,; and with molten potassium 
dichromate, potassium chromatotrimolybdate is formed. The catalytic effect 
of molybdenum oxide in the oxidation of ammonia, and sulphur dioxide is discussed 
in connection with these compounds ; C. Killing discussed the effect of molybdenum 
oxide in thoria gas mantles (q.v.)._ H. Brintzinger and F. Oschatz studied the electro- 
metric titration of molybdates with chromium dichloride, following the reaction 
down to the formation of trivalent molybdenum. D. Balareff and N. Lukowa ex- 
_ amined the effect of molybdenum trioxide on the boiling temp. of calcium carbonate. 
According to T. Graham,® a soln. of sodium molybdate can be decomposed 
_by the gradual addition of an excess of hydrochloric acid without an immediate 
precipitation of molybdenum trioxide. The acid liquor may gelatinize in a few 
hours on a dialyzer, but it again passes into the sol-form as the salts diffuse away. 
After repeated additions of hydrochloric acid, and a dialysis of several days, about 
60 per cent. of the oxide remains as a colloid solution of molybdic acid. During 
the dialysis, endosmosis is great, so that the acid soln. in the dialyzer increases 
2 or 3 times its original volume. The consequent dilution makes the purification 
slow. The colloidal soln. is yellow; it has an astringent taste, and is acidic to 
test-paper. It is fairly stable, and the acid can be dried at 100° without losing 
its solubility. The dry acid is more or less vitreous like gum or gelatin, and some- 
times adheres so strongly to the surface of the evaporating basin as to detach 
portions of it. When heated short of its volatilizing temp., the powder all dissolves 
in a soln. of potassium carbonate or hydrocarbonate with the evolution of carbon 
dioxide. The colloid forms crystalline salts with the alkalies; and it becomes 
insoluble when heated for some time with hydrochloric acid or other strong acids. 
A. Sabanéeff, C. E. Linebarger, and A. Lottermoser obtained a similar product ; 
and probably also F. Ullik—oide infra. 

A. Sabanéeff found that when the dialyzed soln. is evaporated over sulphuric 
acid, in vacuo, it leaves transparent, hygroscopic, gum-like crusts, soluble in water 
without change, but on heating the soln. a white precipitate separates, and on 
evaporating to dryness an insoluble residue is left. Immediately after preparation, 
the salt contains 11-2 per cent. of water; after drying for several weeks over sul- 
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phuric acid, only 6-92 per cent. With the time of drying, the solubility of molybdic 
acid in water is found to decrease, and after some time it becomes insoluble. The 
depression of the f.p. for soln. containing 1-6-5-1 parts in 100 parts of water gives 
a mol. wt. of 608-631, the number calculated for (MO3), being 576. According to 
A. Rosenheim and I. Davidsohn, the soln. prepared by T. Graham’s method pro- 
bably contain no colloidal acid, since the addition of electrolytes does not cause 
precipitation. Colloidal molybdic acid was obtained by evaporating a soln. of the 
dihydrate over sulphuric acid, under reduced press., at 20°, or by warming a soln. 
of a mol of sodium molybdate and 4 mols of hydrochloric acid. The vitreous mass 
so obtained is readily soluble, forming an opalescent liquid, from which-electrolytes 
readily precipitate the colloidal acid. A. V. Dumansky and co-workers found that 
the conductivity curve, and the curve for the lowering of the f.p. on adding acid 
to a soln. of sodium molybdate, show well-defined maxima and minima correspond- 
ing with the formation of intermediate complexes before colloidal particles of 
molybdic acid are formed, say Na,Mo0,+2HCI=2NaCl+H,Mo0,, and 
H.Mo00,+Mo0,”=H,0+[Mo0,.Mo03]”. When small proportions of hydro- 
chloric acid are successively added to a soln. of sodium molybdate, the free acid 
acts in successive stages: Na ,MoO,+H,Mo0O,—Na,O(MoO3),+H,0, etc. ; this 
is indicated by the electrolytic and cryoscopic methods. The two salts, NagO(MoOs)q 
and Nag,O(MoOs)g, were synthesized. The colloidal particles appear only when the 
octomolybdate is formed. The colloid was not coagulated either by cooling or 
heating or addition of electrolytes, and had an apparent mol. wt. of 1139; it thus 
could be classed with the semi-colloids. A second modification of the colloid— 
a suspension of the oxide MoO3, which has much larger particles, exhibiting 
Brownian movement—also exists. G. Wegelin prepared colloidal soln. by a pro- 
longed grinding of the powder in an agate mortar. 

G. Bruni and N. Pappada observed no variation in the vap. press. of colloidal 
soln. They applied the term semi-colloid to colloidal molybdic acid prepared by 
T’, Graham’s process, because it readily passes through a dialyzer, and gives small 
depressions of the f.p. which are quite appreciable, and proportional to the con- 
centration. True colloids do not really dissolve, but they remain suspended in 
the liquid in a fine state of subdivision, and they have a constant f.p. On freezing 
true solutions there are three co-existent phases—ice, soln., and vapour—the system 
is mono-variant ; whilst in the case of a soln. containing a solid in suspension, 
there is another phase and the system is non-variant. L. Wohler and W. Engels 


confirmed G. Bruni and N. Pappada’s observation that with a 3 weeks’ dialysis 


of T. Graham’s soln., all the molybdic acid diffuses through the parchment. 
H. Picton and 8. E. Linder also found that T. Graham’s colloidal soln. does not 
show ‘T'yndall’s effect. The ultramicroscopic observations of L. Wohler and 
W. Engels show that soln. of molybdic acid can be obtained in the colloidal or non- 
colloidal state. By acidifying a soln. of a molybdate, the molybdic acid poly- 
merizes but the particles are so small that the soln. behaves as an electrolyte in 
diffusing through a parchment membrane; whether or not the particles coalesce 
further depends on the age of the soln., the presence of electrolytes, the temp. 
and other physical conditions. W.von Behren and I. Traube studied the colloid 
—>crystal transformation. §. Ghosh and N. R. Dhar, and D. N. Chakravarti and 
N. R. Dhar measured the viscosity of colloidal soln. of molybdic acid. R. Wintgen 
found that the sp. gr. and refractive index of the colloidal soln. are linear functions 
of the conc. ; and the sp. vol., v, and the product of the sp. vol. and the refractive 
index, jz, are linear functions of the percentage content, p, of the disperse phase so 
that v=1-00289—0-0079682p, and y=1-33630—0-008403p. W. Reinders dis- 
cussed the distribution of the colloid between two liquids; and EH. F. Krause and 
A. V. Novoseloff, the adsorption of the colloid by the membrane in ultrafiltration. 

C. F. Bucholz? found that 100 parts of cold water dissolve 0-2 part of molyb- 
denum trioxide; and H. Debray, 0-18 part of cold water and less in hot water ; 
and C, Hatchett said that 100 parts of hot water dissolve 0-104 part of the trioxide. 
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The soluble molybdice acid of F. Ullik is probably identical with T. Graham’s 
colloidal molybdiec acid. IF. Ullik prepared it by treating a thin mush of barium 
molybdate with enough sulphuric acid to precipitate the barium as sulphate. The 
filtrate is treated with barium chloride and hydrochloric acid, and again with 
sulphuric acid. The colourless soln., when evaporated over sulphuric acid, dries 
to an amorphous powder. This is soluble in water when freshly prepared, but 
with ageing it becomes insoluble. If the soln. be evaporated on a water-bath, and 
dried at 100°, or if magnesium molybdate be treated with an excess of nitric acid, 
and the washed powder dried at 100°, the composition of the product approximates 
Mo03.nH,0, where x lies between 0-20 and 0-22. L. 8. Bhatia and co-workers, and 
W. V. Bhagwat and N. R. Dhar studied the coagulation of colloidal molybdie acid. 
K. F. Krauze and A. V. Novoseloff considered that the adsorption of molybdic acid 
by porous clay tubes covered with collodion is a mechanical process in which large 
aggregates are held in the pores. The adsorption is preceded by a process of 
complex formation. ! 

J. J. Berzelius obtained small, silky, crystalline scales by the spontaneous 
evaporation of a soln. of molybdenum or one of its lower oxides in an excess of 
nitric acid. The product lost on ignition about 2 per 
cent. of water. The existence of two definite hydrates 
has been established. G. F. Hiittig and B. Kurre 
measured the dissociation temp. of the hydrates, start- 
ing from the yellow precipitate from a nitric acid soln. 


of ammonium molybdate. The results, plotted in Fig. 12, SN ‘ 
show that these two hydrates exist as chemical indi- ‘s 
viduals. The white a-monohydrate differs from the 
yellow dihydrate, even in aq. soln. A. Mazzucchelli and NS /’ 


- M. Borghi showed that the a-monohydrate is readily 
obtained by treating methyl molybdate with water. Its = 
behaviour with tartaric acid and hydrogen dioxide is O° 50° 100° 150° 200° 
analogous to that of the yellow acid, but the rotary p. 49. Dissociation 
powers of soln. of the same composition are different, Temperatures of the Hy- 
and the maximum corresponds with the existence of a  drates of Molybdenum 
compound 04,H,0¢.5(Mo03.H,0.), thus affording a further ‘Trioxide. 

proof of the difference between the two acids. 

The monohydrate of molybdic oxide, MoO3.H,O, is considered to be a kind of 
metamolybdic acid, H,MoO,, because the X-radiograms of H. C. Burger show that 
the angles of reflection are different from those of molybdenum trioxide. F. Ullik 
prepared this hydrate by treating a mol of magnesium molybdate with 2 mols of nitric 
acid, and allowing the white powder to stand for some time when prismatic crystals 
are formed. LL. C. A. Vivier found that white crystals of this hydrate separated 
from a soln. of ammonium molybdate in nitric acid, and from a soln. of an ordinary 
molybdate on standing for several days at 50° to 60°. F. Ephraim and M. Brand 
obtained the monohydrate as a precipitate on mixing a soln. of a mol of normal 
lithium molybdate with 7 mols of nitric acid of sp. gr. 1-20, while warmed on a water- 
bath. A. Rosenheim and A. Bertheim obtained it by warming the dihydrate to 
70°. A. Rosenheim and I. Davidsohn designate this the 6-monohydrate to dis- 
tinguish it from the a-monohydrate which is formed in asbestos-like, white needles 
when a soln. of the dihydrate is kept at 40°-50°. The 6-form occurs in small white 
needles. The a-form differs from the f-hydrate in having a more definite crystal 
habit, and in the rapidity with which it settles from a suspension in water. The 
a-hydrate is also said to lose its water of crystallization more readily than the 
_ B-form. lL. C. A. Vivier said that the monohydrate forms crystals which are 
probably hexagonal. A. Rosenheim and I. Davidsohn found the solubility of the 
a-monohydrate, S grms. MoO, per 100 germs. of water: 

14-8° 24-6° 368° 450° 520° ~— 600° 70-0° 80-09 

fo are - 02117. 0-2619 0-3085 0-3661 0°4184 0°4685 0°4231 0-5212 
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At about 60°, there is a break in the curve, indicating that the a-monohydrate 
is transformed into the B-variety. The mol. conductivity, ~ mhos, of the soln. 
of the a-monohydrate closely resembles that of methyl molybdate. For soln. with 
a mol of the a-monohydrate in v litres, at 25°, 


v . ey O13 62-6 125-2 250°4 500-8 1001-7 
ph ; pial bee: 5 89°4 95-2 96:9 100-3 104:1 


Cryoscopic determinations show that the molybdic acid in the a-monohydrate has 
a smaller mol. wt. than is the case with the dihydrate. The rate of hydrolysis 
of methyl molybdate shows that the a-monohydrate is a weaker acid than the 
dihydrate. 

According to A. Travers and L. Malaprade, cold, aq. soln. of the mono- or 
di-hydrate of molybdenum trioxide differ from soln. made at 100° and cooled, both 
in colour, and in their reactions with potassium ferrocyanide. It is assumed that 
both molybdic acid, H,[MoO,], and tetramolybdic acid, H,[4Mo0 3.0], are present 
in the soln., and that the latter ionizes: H,0.4Mo0,.=2H +[4Mo0Oz.0]. This 
is confirmed by the neutralization curve which shows inflexions at 4Mo03.K,0 
and MoO;.K,0, the first resulting from the complete neutralization of the acid 
4MoOz.H,O, and the second from the decomposition of the salt formed first by the 
alkali. In support of this, the reactions of the tetramolybdate are found to be 
quite different from those of the neutral salt. From the analogy with the tungstic 
acids, 4Mo03.H,O is called metamolybdic acid. 8. J. Diatschkovsky and 
A. V. Dumansky showed that with soln. of 10 eq. of sodium molybdate and 10 eq. of 
hydrochloric acid, the complex tetramolybdate, Na,O(M0Os),, was formed; with 
12 eq. of acid, NagO(MoOs)g was produced. This soln. does not coagulate at 100° 
nor when electrolytes are added. 

M. Jungck, and 8. Kern made some observations on the yellowish crystalline 
substance which separates when a soln. of an alkali molybdate in nitric acid is 
allowed to stand fora time. F. Parmentier showed that the deposit is the dehydrate 
of molybdic acid, MoO 3.2H,0, or, if HgMoOg be orthomolybdic acid, it can be 
regarded as paramolybdic acid, H,MoO;, although the term para-molybdate is 
usually applied to a salt of another molybdic acid. The dihydrate is not formed 
in hydrochloric acid soln. of the alkali molybdates. J.H. Graham, and A. A. Blair 
and J. EK. Whitfield also found that the yellow deposit from the nitric acid soln. 
of alkali molybdate is dihydrated molybdenum trioxide. J. Terwelp obtained 
the dihydrate in the anode chamber during the electrolysis of soln. of molybdates. 
A. Rosenheim obtained it by pouring a soln. of 15 grms. of commercial (3 : 7)- 
ammonium molybdate in a litre of water with constant stirring to 29-30 per cent. 
nitric acid (300 c.c. of nitric acid of sp. gr. 1-42 diluted to a litre), and allowing the 
soln. to stand at 20°-25° for 8 to 10 days after inoculation with a crystal of the 
dihydrate. F. Parmentier, and L. C. A. Vivier observed that the lemon-yellow, 
prismatic crystals are monoclinic ; and A. de Schulten added that the axial ratios 
are a:b:¢: =1-0950: 1: 1-0664, and B=90° 41’. The angle between the basal 
plane and the orthopinacoid, 7.e. (001) : (100), is 89° 19’, making the crystals 
appear at first glance as though they were cubes. The sp. gr. is 3:124 at 15°. 
F. Parmentier said that the crystals are efflorescent and lose half their water over 
sulphuric acid, in vacuo ; and at 200°, they lose all their water. A. Rosenheim and 
A. Bertheim found that the dihydrate cannot be regenerated after it has been 
converted at 70° into the monohydrate. 

HK. Bruchhaus examined the reduction of ammonium molybdate by hydrogen. 
The solubility, S grms. of MoO3 in 100 germs. of water, is, 

18° 23° 40° 50-2° 60° 70° 75° 79° 
S  . 01066 00-1856 0-4761 0:6873 11-2057 2:0550 2:0920 2-1064 


There is a marked break in the solubility curve at 70° corresponding with the 
transformation of the dihydrate into the monohydrate. A. Rosenheim and 
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I. Davidsohn found that the solubility curves of the dihydrate and the a-mono- 
hydrate intersect at 32°; and A. Rosenheim and A. Bertheim showed that there 
is a change in the direction of the solubility curve of the dihydrate at 50°, and 
possibly below 18° another change of direction occurs. The solubility determined 
by saturating at a particular temp. is lower than that obtained by saturating at 
a higher temp. and then cooling in contact with solid. This anomalous behaviour 
seems not to be due to the formation of a colloidal soln., because the apparently 
supersaturated soln. diffuses quite readily. The cryoscopic observations of 
A. Rosenheim and A. Bertheim showed that the mol. wt. approximates (MoO,), ; 
and those of A. Mazzucchelli and G. Zangrilli, (MoOz)g. The solubility of the 
dihydrate is greatly increased by the addition of ammonium salts; e.g. with a 10 
per cent. soln. of ammonium hydrosulphate, the solubility, S orms. of MoOg per 
100 germs. of solvent, is 1-927 at 29-6°; 2-753 at 31-5°; 3-436 at 41-8°; and 3-769 
at 49-7°. This is taken to mean that the dihydrate is not a colloid. The mol. 
conductivity, w mhos, of soln. with a mol of the dihydrate in v litres of water, at 
25°, 1s 


v . - 16°56 33-12 66°24 132-48 264-96 529-92 1059-84 
pte bee - /98:28 130-10 150-0 159-7 163°5 168-7 180°3 


Acetic acid and boric acid exert scarcely any influence on the conductivity of © 
molybdic acid soln. ‘Tartaric acid, malic acid, and mannitol greatly increase the 
conductivity, and this is attributed to the formation of a complex molecule. On 
account of hydrolysis of the complex molecule at high dilution, the increase of the 
conductivity diminishes somewhat with the dilution. Oxalic acid and iodic acid, 
which form complex molecules with molybdic acid, which can be isolated, diminish 
the conductivity, but this may be due to the complex ion having a smaller speed 
of migration. Phosphoric acid also increases the conductivity, the maximum 
being reached when phosphodecamolybdic acid is present. The ionization constant 
of the acid in soln. of the dihydrate was found by A. Rosenheim and A. Bertheim 
to be k=0-052 at 25° when calculated from the velocity of hydrolysis of methyl 
acetate which is 0-88. These results all show that the acid is greatly ionized in 
aq. soln. Cryoscopic measurements indicate that in the soln., an octomolybdic — 
acid, H,MogQgs, is present, and these are supported by the fact that on adding 
ammonium salts, ammonium octomolybdate, (NH,4).Mog0.5.13H,0, separates. 
Ki. Darmois and A. Honnelaitre, and A. Honnelaitre made a study of complexes of 
molybdic and malic acids ; and E. Rimbach and P. Ley, mixtures of molybdic and 
hydroxy-organic compounds which were found to augment the acidity. of molybdic 
and boric acids. R. F. Weinland and co-workers also studied this subject. 
_ F. Parmentier observed that the dihydrate is sparingly soluble in water and acids 
at different temp.; it dissolves completely in soln. of alkali hydroxides and car- 
bonates, and, on evaporation, these soln. furnish ordinary molybdates. K. von der 
Heide studied the action of hydroxylamine, and of potassium cyanide. The soln. 
in aq. ammonia remains clear when magnesia mixture is added, and precipitates 
molybdenum trioxide when nitric acid is added to the aq. soln. EH. Miller, 
H. H. Willard and F. Fenwick, and O. Tomicek studied the electrometric reduction 
of soln. of sexivalent molybdenum by titanous salt soln. R. Hac and V. Netuka 
studied its catalytic action on the reduction of nitric acid by ferrous chloride. 
According to F. Mylius, no solid orthomolybdic acid, HyMoOg, exists corre- 
sponding with orthotelluric acid, HgleO,g. The colourless molybdic acid obtained 
in aq. soln. corresponds with adlotelluric acid, with which it agrees in having an 
indefinitely large solubility in cold water, complex composition, in being soluble in 
alcohol, in being precipitated in the form of acid salts, and in precipitating solutions 
of proteids. Of the solid forms of molybdic acid, the yellow acid, H3sMoO,, has the 
greatest solubility in water, and is slowly formed when soln. of molybdates or 
molybdic acid are treated with nitric or hydrochloric acid. As indicated above, 
the dihydrate, H,MoOs, is considered by A. Rosenheim and A. Bertheim to be an 
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octomolybdic acid, H,MogQy5, and it is assumed that in passing from one hydrated 
form to another, various complex intermediate polymerides of molybdie acid are 
formed—vde in fra. 

G. Jander and co-workers studied the complex acids, and some of the results 
have been summarized in connection with the electrometric titration of the acid. 
He gives for the condensation products : 


3[MoO,""]+2H’=[Mo,0,,’""|+H,O stable in the region pp=6:1; [Mo,0,,”"]+H° 
=[H(Mo,0,,)’""], called, by F. Ullik, the ‘“ dimolybdate”; 2[H(Mo,0,,)"]+H°™ 
=[H(Mo,0,,)’’’’|+H,.O, stable in the region py=4-5, and called, by F. Ullik, “ para- 
molybdates ”’ ; [H(Mo,091)’""] +H’ =[H(Mo,0,)’"""], ealled, by F. Ullik, the “ tri- 
molybdates ’’; [H,(Mo,0,.,)””’|+H'=[H;(Mo,0,,)’”’], stable with Pu approximately 2-9, 
and called, by F. -Ullik, ‘“ tetramolybdates ” or “‘ metamolybdates ”’ ; 2(H,(Mo, 03) 
+3H’=2[H,(Mo,,0,,)’"]+H,0, called, by F. Ullik, ‘‘ octomolybdates ” ; 2[H, (Mo 120 41)”I 
+H’ =[H,(Mo,,0,,)'”"]+4H,0, called, by F. Ullik,“‘ decamolybdates ” ; [H, (Mo 4079)” 
+2H’=[H,(Mo,,0,,)’’’], called, by F. Ullik, “‘ hexadecamolybdates ”’ ; and fH, (Mo.jO7e) 
+38H’*=H,,(Mo.,0,73), where py approximates 0-9. 
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§ 11. The Monomolybdates—Normal Molybdates 


The action of liquid ammonia on molybdenum trioxide furnishes amides and 
imidies as indicated 8. 49, 21. Normal ammonium molybdate, (NH,).MoO,, 
crystallizes from conc. soln. of molybdenum trioxide in warm, conc., aq. ammonia 
during cooling, or on the addition of alcohol. The salt was obtained in this way 
by L. F. Svanberg and H. Struve,! J. C. G. de Marignac, F. A. Fliickiger, and 
A. Rosenheim. A. Werncke obtained it from the mother-liquor in the preparation 
of ammonium phosphomolybdate ; and A. 8. Garnak described a method of pre- 
paring the salt from ferromolybdenum. Analyses in accord with the formula were 
made by L. F. Svanberg and H. Struve, F. A. Fliickiger, A. Werncke, and G. Wempe. 
L. F. Svanberg and H. Struve described the crystals as four-sided prisms. 
J.C. G. de Marignac found that the monoclinic prisms have the axial ratios a: b: ¢ 
=1-9542 : 1: 1-2066, and B=117° 45’. Observations were also made by W. Kefer- 
stein; and G. N. Wyrouboff said that the crystals are isomorphous with those 
of ammonium chromate, and J. W. Retgers, with those of ammonium selenate and 
chromate. J. W. Retgers added that ammonium chromate, selenate, and, molyb- 
date are isodimorphous with potassium sulphate. H. Schroder gave 2-270 for 
the sp. gr. According to J. C. G. de Marignac, the crystals effloresce rapidly in 
air owing to the loss of ammonia; F. A. Flickiger said that if the crystals are freed 
from the mother-liquor they are stable in air. L. F. Svanberg and H. Struve 
found that the crystals are unstable in contact with water and rapidly form an acid 
salt. T. L. Phipson found that the aq. soln. is decomposed in sunlight and 
R. E. Liesegang observed that in light, the salt is decomposed with the separation 
of a blue oxide. The change can be followed titrimetrically so that the soln. can be 
used as a kind of actinometer. The presence of organic substances, like lactic 
acid, makes the liquid more sensitive to light; some salts favour and others 
retard the action. In darkness the original colour is restored by the oxidizing 
action of the air—vde supra, molybdic acid and alcohol. P. Krishnamurti studied 
the Raman effect. W. V. Bhagwat and N. R. Dhar found the eq. electrical 
conductivity of ammonium molybdate to be for an eq. of the salt in v litres, 
ap 21°, 


v : : 16 32 64 128 256 512 1024 
fsa a - 84:5 96°45 108-8 120-3 128-6 136°9 143-5 


SO that 1410294324705 : 
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F. Krauss and HE. Bruchhaus found that ammonium molybdate in aq. soln., 
and exposed to rays of short wave-length, is reduced by hydrogen. For the 
hydrolysis of aq. soln., wide infra, ammonium paramolybdate. J. W. Thomas 
found that the salt is decomposed by hydrochloric acid; H. P. Cady and R. Taft, 
that ammonium molybdate is insoluble in liquid sulphur dioxide; H. Stamm 
measured its solubility in aq. ammonia and found that soln. with 0-170, 1-192, 
1-750, and 3-382 mols of NHg per 100 grms. of water dissolved respectively 0-333, 
0-268, 0-231, and 0-187 mol of (NH,),MoO,. O. Brunck observed that sodium hypo- 
sulphite precipitates molybdenum sulphide from acid soln; and F. J. Faktor, 
that sodium thiosulphate reduces a soln. of the molybdate to hydrated dioxide, 
and trioxide; and I. F. J. Kupflerschlager, that an excess of nitric acid gives a 
precipitate with a conc. aq. soln. A soln. of ammonium molybdate with an excess 
of nitric acid is used as a reagent for the detection of phosphoric acid. P. Kulisch 
disagreed with A. Winkler’s statement that phosphine does not reduce soln. of 
ammonium molybdate—only in the absence of free acid is a soln. of the molybdate 
little affected by phosphine. O. F. von der Pfordten obtained a dark brown pre- 
cipitate on adding a soln. of titanium dichloride to a soln. of the molybdate ; and 


this is oxidized to a white mass in air. OC. EH. Guignet observed that the soln. of  . 


the molybdate dissolves prussian blue; and 8. M. Jérgensen that it gives a pre- 
cipitate with chromic chloropentamminochloride. 

No normal hydroxylamine molybdate has yet been prepared. G. Canneri 
observed that hydroxylamine added to a soln. of a paramolybdate forms a red 
soln. which deposits yellow molybdic molybdates. If hydroxylamine chloride be 
added to a hot, aq. soln. of alkali molybdate, and the precipitate be washed suc- 
cessively with water, alcohol, and ether, the following salts are formed: yellow 
ammonium hydroxylamine paramolybdate, (NH,),.0.4NH,OH.4Mo0,; yellow 
potassium hydroxylamine paramolybdate, K,0.4NH,OH.4MoO; ; yellow sodium 
hydroxylamine paramolybdate, Na,O.4NH,OH.4Mo0,; and similarly with the 
guanidine salt. V. Kohlschiitter and K. A. Hofmann found that potassium 
hydroxylaminopentahydromolybdate, Mo0,H,(NH,OH)3;(NH,OK)—wide infra—is 
obtained as a salt of what they supposed to be the acid 


(NH,0). \y,,/0H 
(ONH,0),7 °\OH 
by mixing aq. soln. of ammonium molybdate (5 grms.), hydroxylamine hydro- 
chloride (10 grms.), and potassium carbonate, and adding alcohol to the yellow 
soln. The salt reduces Fehling’s soln., or ammoniacal silver nitrate; it decom- 
poses when heated forming a black powder with the liberation of ammonia. The 
salt dissolves in water, and when the pale yellow, neutral, aq. soln. is treated with 
carbon dioxide, hydroxylaminomolybdic acid separates as a yellowish-white, 
flocculent precipitate. If ammonium molybdate (10 grms.) and hydroxylamine 
hydrochloride (7 grms.) be mixed with 50 c.c. of 7 per cent. aq. ammonia at 8°, 
a compound is formed which dissolves with difficulty in water; and develops a 
bluish-green coloration when heated with dil. sulphuric acid. The composition 
of the product is MoO;N3Hg, and it is regarded as dihydroxylamine ammino- 
molybdate, MoO;N3H», or MoO,(NH,OH).NHsg, a salt of what they suppose to 
be the acid : 
(NH0)2\\y,,/ OH 
OWT o<OHive 


C. F. Rammelsberg 3 obtained lithium molybdate, Li,MoO,.2H,O (A. Rosenheim 
and W. Reglin find Li,.Mo0,.3H.O), by boiling a mol each of lithium carbonate 
and molybdenum trioxide, and allowing the filtrate to crystallize. G. Wempe 
obtained the salt in a similar way; and M. Delafontaine, by fusing equimolar 
proportions of lithium carbonate and molybdenum trioxide, and allowing the 
syrupy aq. soln. to stand some days. F.Hoermann measured the f.p. curves of 
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the system: LigMoQ,-MoO3, and the results are summarized in Fig. 13. The 
existence of three unstable acid salts is indicated, namely, lithium di-, tri-, and 
tetramolybdate. W. Zachariassen found that the 
X-radiogram of Li,MoO, agrees with a unit cell 
having 6 mols. and with the dimensions a=8-20 A., 
c=—9-45 A., and @:c=1:1:153; and that the salt 
is isomorphous with phenacite, willemite, lithium 
tungstate, and lithium fluoberyllate. F. Ephraim 
and M. Brand suggest that the water in the pentita- 
dihydrate prepared by both processes is merely 
hygroscopic moisture. M. Delafontaine also ob- 
tained the tritoctohydrate, Li,MoQ4.22H,O, in 
monoclinic or triclinic crystals, from a soln. of an gw 
acid molybdate sat. with lithium carbonate. 
fairly stable. in. air. but they are hygroscopic, ig, 28—Bauilsium Corveso 
; ‘ the System: Li,MoO,—-MoQ 
G. Wempe said that 100 c.c. of the aq. soln. sat. 
at 20° contains 46-13 grms. of the hydrated salt and has a sp. gr. of 1-44. 
F. Ephraim and M. Brand found that the salt is only a little more soluble in 
hot than in cold water. F.Hoermann gave 705° for the m.p. of the salt. A. Rosen- 
heim and W. Reglin found the solubility of Lig.MoO,.?H,O, S grms. Li,MoOs per 
100 grms. of soln., to be: 


1 ria 
0 20 40 60 50 =/00 
Molar per cent.Moo, 


0° 25° 30° 40° 98° 
Sat - 45°24 44°81 44-26 43°84 42°50 


so that the temp. coeff. is negative. A. Rosenheim and W. Reglin also found that 
the salt dissolves readily in a soln. of lithium hydroxide, and on evaporating the 
liquid, non-crystallizable syrups are formed. Solubility is less as the temp. rises. 
The aq. soln. has an alkaline reaction. The aq. soln. of a mol of the salt and 5 mols 
of ammonium chloride yields crystals of ammonium paramolybdate free from 
lithium. The eq. conductivity, A mhos, of a mol of the normal salt in v litres of 
water, at 20°, was found by G. Wempe to be : 


v F ‘ 10 20 40 80 160 320 
A a - 422 524 604 664 736 800 


L. F. Svanberg and H. Struve obtained anhydrous sodium molybdate, Na:Mo0,, 
by melting together equimolar parts of molyb- 
denum trioxide and sodium carbonate, and cooling 
the mass. The salt obtained by heating the 
hydrate to 100° was found by J. G. Gentele, and 
F. HE. Zenker to furnish a molten mass which 
cools to an opaque, white enamel of the anhydrous 
salt. F. Hoermann measured the f.p. curves of the 
system: Na ,MoO,-MoOs, and the results are 
summarized in Fig. 14. The existence of three 
acid salts is indicated, namely, sodium di-, tri-, a 
and tetra-molybdate. EE. Groschuff obtained a 500°, 4 wih fe Lee 
similar curve. The monomolybdate exists in four Molar per cent: Mo; 
modifications. The a-form is stable above about Kicks 1d ce quilibeinemrenen of 
620°; the B-form is stable between 620° and 580°; “in, system: Na,MoO,-Mo0,. 
they- -form between 580° and 410°; and the 6- fort 
below 410°. For the a&f, B&y, and yS6 transition temp. K. Hiittner and 
G. Tammann observed transformations respectively between 620° and 605°, and 410° 
and 380°; H. Ht Boeke gave for the three transformation temp. respectively 6197, 
587° and 431°; E. Groschuff, 609°, 575°, and 408°—Fig. 14; H.8. van Kiooster, 
626°, 580°, Aa SOT! Hiner 621°, 580°, and 423° ; Sad M. Amadori, 616°, 
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580°, and 410° when all are taken on a cooling curve. H.8S. van Klooster found on a 
heating curve the respective values 640°, 592°, and 445°, showing that the transition 
temp. are overstepped. A. Hare gave 440° for the last transformation temp. The 
subject is still further discussed in connection with sodium tungstate. With 10 per 
cent. of molybdenum trioxide associated with the sodium molybdate, E. Groschuff 
found the transition temp. are changed respectively to 614°, 567°, and 412°. 
H. E. Boeke found that with 0-055, 0-40, and 3-00 molar per cent. of Na,SO,, the 
y= transition temp. is lowered from 431° respectively to 396°, 297°, and about 
180°. This depression is much greater than that calculated from the heat of the 
transformation, 3-33 Cals., and the anomaly is explained by H. S. van Klooster 
by assuming that the presence of sodium sulphate considerably augments the 
speed of the transformation. H. E. Boeke found that the binary system 
Na SO,—-Na,MoO, forms a continuous series of solid soln. on solidification. There 
is a minimum in the f.p. curve, Fig. 15. For the binary system: NagWO,-Na Mo0,, 
and the ternary system : Na,SO,-NagWO,—-Na2MoO,, vide sodium tungstate. 
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Fig. 15.—Binary System : Fic. 16.—Solubility Curve of 
Na,MoO,—Na,SO,. Sodium Molybdate. 


The equilibrium conditions in the ternary system: Na ,QO-MoO;—-H,O have 
not been worked out. R. Funk’s solubility curve, Fig. 16, shows that within the 
range of temp. 0° to 100°, there are two hydrates: Na,MoO,.10H,0—=Na.MoQ,. 
2H,O0+8H,0 with a transition at about 10°. L. F. Svanberg and H. Struve obtained 
the dihydrate by crystallizing an aq. soln. of the anhydrous salt, and drying the 
crystals for 24 hrs. over lime and sulphuric acid. F. EH. Zenker evaporated an aq. 
soln. of the paramolybdate mixed with an excess of sodium hydroxide; F. Ullik, 
an aq. soln. of the acid or an acid salt sat. with sodium carbonate ; M. Delafontaine 
used a similar process; and J. G. Gentele allowed the decahydrate to effloresce 
in the cold. According to M. Delafontaine, the rectangular or rhombic plates or 
scales are probably isomorphous with the crystals of normal tungstate. They lose 
all their water at 100°. The molten mass does not expel carbon dioxide from sodium 
carbonate. R. Funk found the ae S grms. of NagMoOy, per 100 grms. of 
solution, to be: 


0° 4° 6° 9° 10° 32° | 51-5° 100° 
S . 80-63 33°83 35°58 38°16 39-28 39°82 41°27 45°57 
Oa eel 
Na ,Mo0O,.10H,0. Na.Mo0O,.2H,0. 


The results are plotted in Fig. 16. The transition temp. is near 10°. J. G. Gentele 
obtained the decahydrate by evaporating the aq. soln. between 0° and 6°. The 
columnar crystals have the appearance of Glauber’s salt. The crystals effloresce 


at about 6°, and are stable below that temp. In a closed vessel, at room temp., — 


the crystals become opaque and gradually form the scaly crystals of the dihydrate. 
M. Delafontaine could not prepare the decahydrate. 
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G. Beck gave 3-28 for the sp. gr. of the salt, and 62-0 for the mol. vol. F. M. Jager 
measured the sp. gr. of the molten salt—D referred to water at 4°—and found : 


698-5° 751° 818-8° 903-8° 989°5° 1078-5° 1171:5° 
Ded wont OG 2°763 2-720 2°667 2°613 2°557 2-499 
Cots 2a 4e0, 208-1 202-4. 195:4 187°7 181-2 1761 
x 376-1 3686 3623 3544 3451 3380 3335 


The results for the sp. gr. between 700° and 1171° can be represented by 
D=2-795—0-000629(8—700)—vide infra, electrical resistance. W. Herz made 
_ some observations on this subject. I. Traube found the sp. gr., D, and mol. soln. 
vol., v, of aq. soln. of the salt, at 15°, to be: 


Na,MoO, 6°31 11-84 19-91 . +22°18 per cent. © 
BD. -  1:0555 1-1085 E1928): 1-2194 
Pee « .02°9 34-4 | 38:1 38:3 


R. Lorenz and W. Herz studied the relation between the critical densities of related 
salts, and they also found that the surface tension at the m.p. and b.p. are respec- 
tively 215-5 and 177-9; G. Jander and co-workers studied the diffusion ; and 
I. Traube found 232 for the drop-weight of molten sodium molybdate when the 
value for water at 0° is 100. F. M. Jager’s values for the surface tension, o dynes 
per cm., and the surface energy, y ergs per sq. cm., of the molten salt, are indicated 
above. J. J. Coleman found that 28, 25, and 17 per cent. of normal soln. of 
sodium molybdate, chromate, and tungstate, respectively, diffused in water 
75 mm. in 30 days at 12-5°. W. Herz gave 0-0002752 for the coeff. of thermal 
expansion. G. Tammann found the lowering of the vap. press. per 100 grms. 
of water to be 24-4, 73-2, and 166-9 mm., respectively. The m.p. of the anhydrous 
salt was found to be 692° by K. Kiittner and G. Tammann, and H, E. Boeke ; 
687°, by L. I. Dana and P. D. Foote; 688°, by M. Amadori; 685°-687°, 
by H. 8. van Klooster; and 686°, by E. Groschuff. The fusion curve with 
sodium sulphate mixtures is shown in Fig. 15. E. Darmois and J. Périn found 
that the mol. wt. is normal when calculated from its effect on the f.p. of decahy- 
drated sodium sulphate. R. Lorenz and W. Herz studied the relation between the 
b.p. and the critical temp. W. G. Mixter gave for the heat of formation (Na,0,Mo,30) 
=263°4 Cals.; (Na O,Mo0,,0)=120-°6 Cals.; and (Na,0,MoO3)=81-936 Cals. 
A. Hare gave 14°6 Cals. per mol for the heat of transformation at about 440°. 
L. Pissarjewsky found for the thermal value of the reaction: H MoOggom. 
+2Na0H=NagMoOygomn, +2H,0+21:728 Cals. A. Hare gave 14-60 Cals. per 
mol for the heat of the transformation at 440°. 

I. M. Jager and B. Kapma found the resistance, R ohms, of fused sodium molyb- 
date to be : 


843° 924-5° 1026° 1122-5° 1217° 1306° 1408° 
Pe 7 Or 1256 1-1105 0:0948 0:0842 0:0752 0-0690 0-0620 
Sp. gr. - 2°705 2°654 2-590 2°529 2-470 2-414 2-350 


and they represented the mol. conductivity, u, at 6° between 543° and 1408°, by 
f4=107-50-+0-183(9 —850). P. Walden found the eq. conductivity, A mhos, of 
soln. of an eq. of sodium molybdate in v litres of water at 25°, to be: 


ie - : 32 64 128 256 512 1204 
ae : er OWS 106-1 111-0 114°6 117°8 120°8 


H. Crossmann gave 114924—M39=22'4 at 25°. J. Terwelp obtained similar results, 
and he found the transport number of the MoO,”’-ion in 0-1N-Na,MoQ, to be 0-58 
at 18°. G. Jander and co-workers studied the electrometric titration of the 
salt. L. Ott found the decomposition voltage of the fused salt to be 1-15 volt ; 
and the cathode deposit is MoO, as well as some metal. J. Terwelp, and A. Junius 
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found that the electrolysis of neutral aq. soln. of sodium molybdate without 
diaphragms, does not produce very marked change since the diffusion of the anodic 
and cathodic products restores the original state of things. A cathodic reduction 
occurs only in acidic soln. In a diaphragmed cell, paramolybdate and trimolybdate 
appear to be formed in the anode compartment—vwide supra, molybdenum trioxide. 
The aq. soln. was found by F. KE. Zenker, and A. Junius to react acid ; but the hydro- 
lysis cannot be very marked because K. Seubert and W. Pollard found that a soln. 
of molybdic acid can be sharply titrated with a soln. of sodium hydroxide using 
litmus or phenolphthalein as indicator—wde infra, ammonium paramolybdate. 
F. Ullik found that the soln. of sodium molybdate is not reduced by tin. 

F. Hoermann found that the f.p. curve of mixtures of lithium and sodium 
molybdates, Fig. 17, showed the existence of an unstable lithium sodium molybdate, 
Li,MoO,.3Na,MoO,. ~ 

L. F. Svanberg and H. Struve prepared potassium molybdate, K,MoO,, by 
evaporating for crystallization a soln. of molybdic acid or an acid molybdate in 
an excess of potassium hydroxide or carbonate. J. Ohly said that the product is 
then liable to be contaminated with potassium carbonate. The formation of the 
acid molybdate can be avoided only by using an excess of alkali. L. F. Svanberg 
and H. Struve treated an acid molybdate with soln. of potassium hydroxide in 


400° 
fe} Lol mates ee? ah inp cee Red ee ier ; 
a OU i MO BR bo 6 Ie st Os a BO BO 30 100 
Molar per cent. NazMo0, Molar per cent. Mo0; 
Fie. 17.—The Equilibrium Curves Fia. 18.—Equilibrium Curves of 
of the System: Li,MoO,—Na,MoQ,. the System: K,MoO,-MoO3. 


95 per cent. alcohol. The oil which separates was washed with alcohol and allowed 
to crystallize first over lime and then sulphuric acid. F. Ullik fused equimolar parts 
of molybdenum trioxide and potassium carbonate, dissolved the productin hot water, 
and allowed the filtered soln. to cool. L. F. Svanberg and H. Struve supposed the 
crystals to be hemihydrated ; and F. Ullik thought they are anhydrous. M. Dela- 
fontaine could not prepare this salt. M. Amadori found that anhydrous potassium 
molybdate separates from its aq. soln. at 25°; and the salt remains anhydrous in 
contact with water at thistemp. G. Wempereported atetritatrihydrate, KzMoO,.2H20, 
to be formed by filtering a boiling soln. of molybdic acid in a cone. soln. of potassium 
carbonate, allowing the filtered liquid to cool on a glass plate, and separating 
mechanically the crystals from the amorphous, gum-like mass. The salt loses its 
water at 120°. F. Hoermann studied the f.p. curve of the system : K,Mo0,—MoOs, 
and the results, summarized in Fig. 18, show the existence of a dimolybdate-only. 
L. F. Svanberg and H. Struve said that the crystals of potassium molybdate, 
K,MoO,, are four-sided prisms. H. 8. van Klooster observed that the cooling 
salt undergoes three transformations: there is the a8 change at 479°; the 
Bp=y change at 454°; and the y=6 change at 327°; M. Amadori gave 475° for 
the af change; and K. Hiittner and G. Tammann, 200° for the y=6 change. 
F, Hoermann gave respectively 480°, 458°, and 323°. J. W. Regters observed that 
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during the crystallization of potassium molybdate there are formed acicular crystals 
supposed to be rhombic or pseudohexagonal and isomorphous with potassium 
permanganate; and prismatic crystals not isomorphous with the salt, and 
supposed to be monoclinic. M. Amadori found that mixtures of potassium 
sulphate and molybdate, and of potassium chromate and molybdate have the 
following f.p. and Ba. transition points : 


K,Mo0, .’ 100 80 70 40 20 0 per cent. 
ole hee . 920° 920° =: 934° 980° 1018° 10662 

241 Trp. . 475° a 484° 525° «558° 583° 
pete, isis . 926° 926° 934° 942° 960° 976° 

oT 4 Te picn.  475° ripe 502° 575° 620° 666° 


The curve, Fig. 19, for the K,MoO,-K,SO, is continuous, and it has a very flat 
minimum 6° below the m.p. of the molybdate, and the m.p. of the mixture with 
45 per cent. of sulphate is equal to that of the molybdate alone. The curve, Fig. 20, 
for the K,MoO,-K,CrO, system is continuous, and with mixtures up to 30 molar 
per cent. of chromate the f.p. is at the f.p. of the molybdate. M. Amadori also 
found the solubility isotherm of potassium sulphate and molybdate is similar to 
that with potassium sulphate and chromate. There is a continuous series of solid 
soln. in which the more soluble salt is in greater proportion in the soln. than in the 
crystals; similarly also with the solubility isotherm of mixtures of potassium 
chromate and molybdate. G. Beck gave 2-91 for the sp. gr. of the salt, and 81-8 
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for the mol. vol. F. M. Jager gave the following values for the sp. gr., D, of fused 
potassium molybdate referred to water at 4°: 


930°6° 1021° 1143° 1273° - 1356° 1452°-8 
yD hak : . 2°362 2:307 2-230 2°144 2:087 2-018 
o. / - 150-5 145-2 138-6 130-0 123-6 116-9 
X- : . $261 3196 3120 3004 2908 2813 


and he represented the sp. gr. at 0° between 694° and 1452° by D=2:342- 
0-0006(6 — 964)-0-000000128(6 —964)2. W. Herz made some observations on this 
subject. I. Traube gave for the sp. gr., D, and mol. soln. vol., v, of aq. soln. of 
potassium molybdate at 15°: 


K,MoO, ./ 2/202 6:76 7:37 15-94 per cent. 
D ‘ 1-0154 1-0548 1-0602 1-138] 
v : . 49-7 52-4 52-2 56-4 


I. Traube gave 198 for the drop-weight of the molten salt when that of water at 
0° is 100. F. M. Jager found the results indicated above for the surface tension, 
o dynes per cm., and the surface energy, y ergs per sq.cm. R. Lorenz and W. Herz 
gave for the surface tensions at the m.p. and b.p. respectively 161-5 and 108:3. 
G. Jander and A. Winkel gave for the diffusion coeff. of the anion 0-58 ; and they 
found the range of stability for [H’] to be 10~4 to 10-62, _K. Hiittner and G. Tam- 
mann, and M. Amadori gave 926° for the m.p. of the salt, and H. 8. van Klooster, 
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919°. The lowering of the vap. press. when 19-62, 56-06, and 111-13 grms. of 
potassium molybdate are dissolved in 100 grms. of water was found by G. Tammann 
to be respectively 24-6, 85-3, and 197-1 mm. R. Lorenz and W. Herz studied the 
relation between the b.p. and the critical temp. P. Blackman found the con- 
ductivity of soln. of an eq. of the salt in v litres at 25° to be: 


v ; a 4 64 128 256 512 1024 
A : ve 123 129 133 138 140 144 


Measurements by W. V. Bhagwat and N. R. Dhar corresponded with pyo24— 
figo=24. E. Blanc found that there is a 0-359 per cent. hydrolysis with a 
0:00975N-soln. of potassium molybdate. L. F. Svanberg and H. Struve, and 
F. Ullik found that the salt effloresces in moist air, and, attracting carbon dioxide 
from the atmosphere, forms other salts. M. Amadori observed that a sat. aq. soln. 
at 25° contains 64:86 per cent. K,MoOQ,. Expressing solubilities in millimols 
per litre, the solubility, S, of potassium sulphate in the presence of potassium 
molybdate is : ; 


K,MoO,: . 69°88 49-04 22°65 12-21 8-60 4°13 0-00 
K,SO, BE MOZOO 19-85 73°35 192-6 417°5 742°8 774-7 


and of potassium chromate in the presence of potassium molybdate : 


K,MoO, . 332°3 204-7 72-68 36°66 25°31 8-74 0-00 
KoCrO7 24s 0-00 162-0 414°3 578-1 694-1 767-9 774-7 


L. F. Svanberg and H. Struve found potassium molybdate to be insoluble in alcohol ; 
and to be precipitated by alcohol from the aq. soln. as an oily liquid. 

F. Hoermann studied the f.p. curve of mixtures of lithium and potassium 
molybdates, and found the existence of lithium potassium molybdate, Li,MoO,. 
K,Mo0,, with a m.p. at 571°. _—*F. Ullik prepared 
potassium sodium molybdate, K,0.2Na,03.MoOs. 
14H,O, or K2Na3MoO3.42H,0, by treating a 
potassium trimolybdate with water and sodium 
carbonate. F. Ullik fused molybdenum trioxide 
sl aAe we cel with sodium and potassium carbonates, and allowed 


ae an aq. soln. of the cold mass to crystallize. 
ae J. C. G. de Marignac described the crystals as 
dihexagonal bipyramidal with the axial ratios 

500° ; a:c=1:1-2839. M. Delafontaine stated that all 
ci iT | © tthe water is expelled at 100°; and the salt fuses 

400° H “a at a red-heat; fused sodium carbonate does not 


pt OS: lose carbon dioxide when treated with the salt. 
F. Ullik found that the salt is soluble in cold 
; oy ee Tien is water, but more easily soluble in hot water; the 
ee soln. has an alkaline reaction. 
ipa arene mat avrnys 8, A. Piccini * prepared normal rubidium molyb- 
date, Rb,MoO,, by calcining rubidium molyb- 
denum trioxytetrafluoride, 2RbF.MoO3F,.H,0O ; and F. Ephraim and H. Hersch- 
finkel obtained the salt by evaporating a soln. of molybdenum trioxide in 
rubidium hydroxide, and washing the deliquescent mass with alcohol. J. W. Retgers 
made a few observations on the crystals of ceesium molybdate, Cs,MoQ,. 

No cuprous molybdates have yet been prepared; and normal copper molybdate, 
CuMoQ,, is not known. H. Debray > obtained, possibly, the normal molybdate by 
roasting cupric sulphomolybdate at a low temp. G. Tammann noted that the 
reaction between cupric oxide and molybdenum trioxide begins about 615°, and 
the heat of formation of CuMoO, is 9-2 Cals. per mol; J. J. Berzelius observed 
that a yellowish-green precipitate is produced by potassium molybdate in soin. 
of copper salts. The precipitate is sparingly soluble in water, and is decomposed 


ee a ee ee ee ae 


MOLYBDENUM 559 


by acids and alkali-lye. H. Struve prepared copper oxymolybdate, Cu0.3CuMoOy,. 
5H,0, by precipitation from a boiling soln. of copper sulphate by a conc. soln. of 
ammonium 2:5: 3-molybdate. The green, amorphous powder loses 3 mols. of 
water at 100°, and the remainder at a higher temp. The dehydrated salt gradually 
recovers its combined water when in contact with water. According to G. Jérgensen, 
if sodium molybdate be treated with an excess of a soln. of copper sulphate, and the 
light green precipitate be dissolved in aq. ammonia, and the soln. treated with 
alcohol, dark blue needles of copper tetramminomolybdate, [Cu(NH;),]MoO,, are 
formed. The crystals readily lose ammonia, and become dark green. 8. H. C. Briggs 
prepared copper diamminomolybdate, [Cu(NHs),|MoO,.H,O, by mixing a soln. 
of 24 germs. of pentahydrated copper sulphate in 30 c.c. of water, 13 grms. of 
ammonium paramolybdate in 15 c.c. of water, and 40 c.c. of conc. aq. ammonia, 
making all up to 350 c.c., and exposing it to air. The deep blue prisms lose ammonia 
at ordinary temp.; and they are soluble in warm aq. ammonia. The salt may be 
recrystallized by allowing the warm soln. in aq. ammonia to cool, or by exposing 
amore dil. ammoniacal soln. to air. H.Struve obtained ammonium copper molyb- 
date, (NH,),.0.Cu0.5MoO3. 9H,0, from the mother-liquor of the oxymolybdate ; and 
by the action of a cold soln. of copper sulphate on an excess of ammonium 2:5:3 
molybdate. The pale blue, microscopic, rhombic crystals lose 4 mols. of water at 
100°; more at a higher temp., and finally water and ammonia are given off. The 
yellow mass melts at a red-heat. It is sparingly soluble in cold water, and soluble 
in boiling water without decomposition. Blue crystals of ammonium copper 
diamminomolybdate, (NH,),Cu(MoO,)..2NH3, were obtained by S. H. C. Briggs 
by exposing to air in an open dish a mixture of 50 grms. of ammonium molybdate 
in 60 c.c. of water, 20 grms. of ordinary copper sulphate in 50 c.c. of water, and 
70 c.c. of cone. aq. ammonia, all made up to 210 c.c. 

According to F. Wohler and F. Rautenberg,® if normal silver molybdate be 
treated with hydrogen at ordinary temp., it is partially converted into silver 
submolybdate, Ag,O.2MoO;. It was also prepared by passing hydrogen into a 
soln. of silver molybdate in conc., aq. ammonia. The reduction begins at ordinary 
temp. as the liquid turns brown ; the action is complete at 90°. The black powder 
consists of octahedral crystals belonging to the cubic system. The salt dissolves 
in nitric acid giving off nitric oxide; with potash-lye, molybdenum trioxide is 
dissolved, and silver suboxide is left as a black powder. W.Muthmann said that the 
alleged silver submolybdate is nothing more than a mixture of silver and the normal 
molybdate. C. W. Scheele, J. B. Richter, and L. F. Svanberg and H. Struve 
prepared silver molybdate, Ag,MoO,, as a white or yellowish-white, amorphous 
precipitate, by adding a silver salt to a soln. of a molybdate. E. F. Smith and 
R. H. Bradbury obtained it in a similar way. H. Debray obtained the salt in cubic 
crystals by allowing an ammoniacal soln. of ammonium molybdate and silver 
nitrate to evaporate spontaneously. W. Muthmann obtained the crystals in a similar 
way. R. W. G. Wyckoff studied the X-radiogram of the crystals, and showed that 
the structure is like that of the spinels or of magnetite. The length of the side of the 
unit cube, containing 8 mols., is 9-26 A. P. P. Ewald studied this subject. Silver 
molybdate is coloured when heated, and it readily melts to a yellow liquid. It 

forms a colloidal soln. with water, particularly when freshly precipitated ; accord- 
ing to H. Rose, it readily dissolves in nitric acid; and, according to E. F. Smith 
and R. H. Bradbury, it dissolves in a soln. of potassium cyanide, or of sodium 
hydroxide. J. Krutwig observed that the fused salt is not attacked by chlorine ; 
and O. Widman, that if the ammoniacal soln. is evaporated in an atm. of ammonia, 
or if the solid salt is treated with ammonia, silver diamminomolybdate, 
[Ag(NH3)2l2MoO,, is formed, in the latter case, as a white powder, and, in the 
former case, crystals which are probably isomorphous with the corresponding 
tungstate. The salt loses all its ammonia at 65°. P. Ray and J. Dasgupta prepared 
a complex with hexamethylenetetramine. 
According to J. B. Richter,’ when potassium molybdate is added to a soln. 
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of auric chloride, orpiment-yellow gold molybdate is precipitated. It is soluble 
in hydrochloric or nitric acid, and sparingly soluble in water. 

W. H. Melville 8 described a greenish mineral which he obtained from the 
Seven Devils mining district, Idaho. It was named powellite—after J. W. Powell. 
It approximates in composition to normal calcium molybdate, CaMoQ,, associated 
with some calcium tungstate. F. Ullik obtained a white precipitate of calcium 
molybdate by adding calcium chloride to a soln. of neutral sodium molybdate. 
The precipitate does not form in cold, dil. soln., nor in the presence of acetic acid. 
The salt was obtained by E. F. Smith and R. H. Bradbury in a similar way. 
A. Kissock obtained it by treating roasted molybdenite with slaked lime; and 
H. C. Maber, by heating roasted molybdenite with calcium carbonate at 600°. F.de 
Carli observed that the reaction between calcium oxide and molybdenum trioxide 
begins at 650°. D. Balarefi, W. Jander, and G. Tammann also studied this reaction. 
G. Tammann found the reaction between molybdenum trioxide and calcium oxide 
begins at about 425° ; and with calcium carbonate above 600°. W. Jander studied 
the dynamics of the heterogeneous reaction CaCO3-+Mo03;—CaMoO,+COs, between 
487° and 550°, and examined the influence of the grain size of the component 
particles. H. Schultze, and L. Michel obtained crystals by melting a mixture of 
sodium molybdate, calcium chloride, and sodium chloride (1 : 3:2), and H. Traube 
obtained crystals as a sublimate when the molybdate is heated with a mixture of 
sodium and potassium chlorides to a high temp. According to T. H. Hiortdahl, 
the crystals are tetragonal bipyramids with the axial ratio a:c=1:1-5457; and 
the sp. gr. is 4-35. From the X-radiograms, F. Zambonini and R. G. Levi gave for 
the dimensions of the unit cell a=3-67 A., and c=5-69 A., and they discussed the 
isomorphism of the molybdates of lead and the alkaline earth metals. EH. Herlinger 
studied the structure of the crystals of the alkaline earth molybdates. A. Kissock 
discussed the use of calcium molybdate in steel making. Crystals of powellite 
were found by W. H. Melville to be tetragonal with the axial ratio a: c=1 : 1:5445. 
F. Zambonini gave 1: 5513—vide infra, the rare earth molybdates. W. Jander 
discussed the lattice-structure. L. Vegard and A. Refsum found that the X-radio- 
eram of powellite corresponded with a space-lattice of the rutile type with aj7=7-4 A.., 
Co=ll-44 A., anda:c=l: 1-546. The radius of the oxygen atom=1:12 A., that 
of the calcium atom, 1:03 A., and that of the positive ion, 1-12 A. The elementary 
cell has 8 mols. The sp. gr. is 4-526, and the hardness 3-5. F.-Zambonini and 
R. G. Levi gave 4:28 for the sp. gr. P. P. Pilipenko gave 4-22 for the sp. gr. of - 
some crystals from western Altai, and 3-5 to 4-0 for the hardness. F. Westphal 
studied the mixed crystals of calcium and ammonium molybdates. W. Jander 
studied the diffusion of the molybdate and tungstate. D. Balareff and N. Lukova 
found that calcium molybdate lowers the dissociation press. of calcium carbonate. 
BE. Cane gave 0166 for the sp. ht. G. Tammann gave for the heat of formation of 
CaMoO,, 26:5 Cals. per mol. E.S. Larsen gave for the refractive indices of powellite, 
Ca(Mo, W)O4, €=1-978, and w=1-968, or «-—w=—0-01 forthe D-line. F. Zambonini 
gave forA=667, e=1-962, a=1-959, and e—w=0-008 ; for A=570, e=1-984, w=1-974, 
and «—w—=0:010; and forA=583, e=1-993, w=1-982, and e-—w=0-011. H. Schultze 
obtained crystals of strontium molybdate, SrMoO,, by fusing a mixture of sodium 
molybdate, strontium chloride, and sodium chloride (1: 2:2). G.Tammann said , 
that the reaction between molybdenum trioxide and strontium carbonate begins 
at about 700°. The tetragonal pyramids were found by T. H. Hiortdahl to have the 
axial ratio a: c=1:1:5738. F. Zambonini and R. G. Levi gave for the dimensions 
of the unit cell a=3-79 A., and c=5-97 A., and they studied the isomorphism of the 
molybdates of lead. and the alkaline earth metals. HE. K. Brock gave a=5-380 A., 
c=11-97 A., a: c=1: 2-226; and the calculated density 4-718. W. Jander dis- 
cussed the lattice-structure ; and the diffusion of the molybdate and tungstate. 
F. W. Clarke gave 4:1554 for the sp. gr. at 20-5°, and 41348 at 21°; F. Zambonini 
and R. G. Levi gave 4:73 ; and V. G. Aranda, 4-6624. HE. F. Smith and R. H. Brad- 
bury found that 100 parts of water dissolve 0-0104 part of salt at 17°. F. Westphal 
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studied the mixed crystals of strontium and ammonium molybdates. F. de Carli 
observed that the reaction between molybdenum trioxide and barium oxide begins 
at 290°. D. Balareff, J. H. Hevdall, and N. von Zweigbergh also studied this 
reaction. W. Jander represented the temp. coeff., 4, of the reaction with calcium 
carbonate and molybdenum trioxide by k=ce~43909/7, and the thermal value of the 
reaction by 21-5 Cals. HEH. Cane gave 0-149 for the sp. ht. L. F. Svanberg and 
H. Struve obtained barium molybdate, BaMoO,, by adding barium chloride to a 
soln. of ammonium molybdate or paramolybdate in an excess of ammonia, and 
washing the product with cold water. H. Schultze obtained crystals by melting 
a mixture of sodium molybdate, barium chloride, and sodium chloride (1: 3: 2). 
G. Tammann said that the reaction between molybdenum trioxide and baryta 
begins at about 290°; and with barium carbonate at 660°—W. Jander studied 
this reaction. The acicular crystals are tetragonal pyramids which, according to 
T. H. Hiortdahl, have the axial ratio a :c=1:1-6232. F.Zambonini and R. G. Levi 
gave for the dimensions of unit cell a=3-96 A., and c=6-53 A., and they studied 
the isomorphism of the molybdates of lead and the alkaline earth metals. L. Vegard 
and A. Refsum gave for the elementary cell, aj=7-858 A., ¢g==12:755 A., and 
a@:c=1:1-623; the radius of the oxygen atom is 1-24 A.; of the barium atom, 
1-02 A.; and of the positive ion, 1-21 A. W. Jander discussed the lattice-structure, 
and the diffusion of the molybdate and tungstate. F. W. Clarke gave 4-659 for the 
sp. gr. at 17-5°, and 4-648 at 19-5°; F. Zambonini and R. G. Levi gave 4:84; and 
V. G. Aranda, 49747. EH. Cane gave 0-113 for the sp. ht. G. Tammann gave 60-1 
Cals. for the heat of formation of BaMoO,. According to E. F. Smith and 
R. H. Bradbury, 100 parts of water at 22° dissolve 0:0058 part of the salt; the 
solubility is augmented by the presence of ammonium nitrate. The salt is soluble 
in acids, and, when ammonia is added to the soln., C. J. Heine said that a basic salt 
is precipitated, but L. F. Svanberg and H. Struve found that the normal salt is so 
formed. L. Kahlenberg and W. J. Trautmann observed no reaction occurs when 
a mixture of barium molybdate and silicon is heated by the bunsen burner, but a 
slight reaction occurs in the electric arc. 

A. Atterberg® found that if equimolar parts of beryllium hydroxide and 
molybdenum trioxide are boiled with water, for a long time, a voluminous pre- 
cipitate consisting of interlaced needles of a basic salt—beryllium oxymolybdate, 
BeO.BeMoO0,.3H,0—is formed. It loses a mol. of water at 100°. G. Tammann 
found that the reaction between molybdenum trioxide and beryllium oxide begins at 
about 400°; and the heat of formation of beryllium molybdate, BeMoO,, is 4:0 Cals. 
per mol. According to A. Rosenheim and P. Woge, the dihydrate, BeMoO,.2H,0, is 
obtained by boiling the theoretical quantity of hydrated beryllium oxide with 
molybdenum trioxide suspended in water. The oily liquid forms an aggregate 
of slender needles if kept for some time in the acid. 

-A. and E. Scacchi !® obtained from an old rock embedded in Vesuvian lava, 
white needles consisting of tetragonal crystals of a mineral which they named 
belonosite—from BeAdvy, a needle—and which was considered to be magnesium 
molybdate, MgMoO,. F. de Carli observed no reaction between molybdenum 
trioxide and magnesia up to 1200°, but G. Tammann said that the reaction begins 
at about 425°, and the heat of formation of MgMoQ, is 7-3 Cals. per mol. F. Ullik, . 
M. Delafontaine, and H. Struve prepared the anhydrous salt by calcining, at not 
too high a temp., the hydrated salt obtained by boiling magnesia in water holding 
molybdenum trioxide in suspension, and evaporating the filtered liquid. 
G. N. Wyrouboft found that rhombic crystals of the heptahydrate are formed at 
about 30°; and F. Westphal also obtained rhombic crystals of the heptahydrate 
which are isomorphous with heptahydrated magnesium sulphate ; and which lost 
five mols. of water at 80°. G.N. Wyrouboff observed that soln. at a temp. exceeding 
30° yield the triclinic pentahydrate. The transition temp. has not been determined 
exactly. EF. Westphal prepared the salt by mixing soln. of magnesium chloride 
and of sodium molybdate. A. and EH. Scacchi described helonosite as a white 
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mineral consisting of minute, acicular crystals of MgMoO,, which are tetragonal with 
the axial ratio a: c=1:0-66054. W. Jander discussed the lattice-structure, and 
the diffusion of the molybdate and tungstate. The triclinic pentahydrate furnishes 
prismatic crystals isomorphous with the pentahydrates of copper sulphate, and 
magnesium sulphate and chromate. The axial ratios were found by G. N. Wyrou- 
boff to be a: 6 : c=0-5264 : 1 : 0-5732, and a=80° 43’, B=98° 52’, and y=107° 28’. 
_ The sp. gr. is 2:208. Three mols. of water are lost at 120°, and the remainder at a 
red-heat without decomposing the molybdate. M. Delafontaine said that the salt 
is readily soluble in hot and cold water. F. Rodolico prepared a complex with 
hexamethylenetetramine, MgMoQ,.X.10H,0. 

F. Ullik prepared ammonium magnesium molybdate, (NH,),.MoO,.MgMo0,.2H.0, 
by evaporating an equimolar soln. of the two salts spontaneously, or on a water- 
bath; and also by adding ammonia to a soln. of magnesium molybdate, and 
crystallizing the filtrate. V. von Zepharovich gave a:b: c=0-851:1:0-436 for 
the axial ratios of the probably rhombic, bipyramidal crystals. The (010)- 
cleavage is well defined ; and the (100)-cleavage less so. When the salt is heated 
F. Ullik observed that water and ammonia are evolved ; the salt is freely soluble 
in water. F. Ullik studied the isomorphism of the molybdates, sulphates, and 
chromates. If mixed soln. of magnesium molybdate and ammonium sulphate, 
or of magnesium sulphate and ammonium molybdate, are allowed to crystallize, 
isomorphous mixtures of the molybdato- and sulphato-complex salts are formed 
in which the ratio MoO, : S03 depends on the proportions of the radicles in the 
soln. With dil. soln. evaporated spontaneously, the salt which separates has a 
small proportion of molybdate, while a large proportion of molybdate is 


present if hot, sat. soln. are mixed. The crystals have the composition — 


(NH,)gMe(MoO,)2--n(SO4)n-6H2O, and are monoclinic like the complex sulphates 
(NH4)oMg(SO,4)o.6H,O. The mixed crystals were also studied by F. Westphal. 
F. Ulhk also found that mixed soln. of magnesium molybdate and ammonium 
chromate also furnish isomorphous mixtures of the two salts. F. Ulhk prepared 
crystals of potassium magnesium molybdate, K,Me(Mo0O,)5.2H,O, by the method 
employed for the ammonium salt. The salt loses water and melts at a dull red- 
heat ; and it is slowly dissolved by cold water, and quickly by hot water. F. Ullik 
found that mixed soln. of magnesium molybdate and potassium sulphate furnish 
crystals of the separate components, but with mixed soln. of molybdates and 
chromates, isomorphous mixtures of K,.Mg(MoQ,),,-2(CrO4)n.2H2O are formed. 

¥. de Carli! observed that a reaction between molybdenum trioxide and zinc oxide 
begins at 270°. R. Brandes obtained a precipitate by adding ammonium molybdate 
to a soln. of a zinc salt, and the yellowish-white powder approximated in com- 
position to zine molybdate, ZnMoO,. W. Jander discussed the lattice-structure ; 
and the diffusion of the molybdate and tungstate. There is an interchange of acid 
radicle in the reactions C1O-+ZnMo0,=CdMo0,+-Zn0 ; MgO+ZnMo0,—=MgMoO, 
+Zn0O ; MgO0+CdMo0,—CdO+MgMo0,; and MgO+MnMo0,—=MgMo0,+Mn0. 
R. Brandes said that zinc molybdate is sparingly soluble in water; and readily — 
soluble in acids. A. Coloriano, and EK. Manassewitsch showed that the product 
obtained by precipitation is really the monohydrate, which does not lose all its 
water at 100°. H. Schultze obtained minute needles of the anhydrous salt by 
fusing together a mixture of sodium molybdate, zinc chloride, and sodium chloride 
(2: 3:6), and washing the cold mass with water. The salt is fusible. F. L. Son- 
nenschein prepared crystals of zinc diamminomolybdate, Zn(NH3),.Mo0,.H.0, by 
evaporating the filtered liquid obtained by digesting zinc oxide with an ammoniacal 
soln. of ammonium molybdate. 

I’. de Carli observed that a reaction between cadmium oxide and molybdenum 
trioxide begins at about 500°. R. Brandes obtained what appears to have been 
cadmium molybdate, CdMoQ,, by precipitation as in the case of the analogous 
zinc salt ; and H. Schultze obtained yellow plates of the anhydrous salt by melting — 
together ‘sodium molybdate, cadmium chloride, and sodium chloride (2:7: 6). 
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The salt was also obtained by the precipitation process by E. F. Smith and 
_ RR. H. Bradbury, A. Junius, and EK. Manassewitsch. E. K. Broch calculated from 
the X-radiograms, the space-lattice with a=5-:138 A., c=11-17 A., a: c=1: 2-174; 
and the density, 5-347. W. Jander studied the diffusion of the molybdate and 
tungstate. The salt is sparingly soluble in water, freely soluble in acids, aq. 
ammonia, and soln. of potassium cyanide. S. H. C. Briggs obtained colourless 
crystals of ammonium cadmium diamminomolybdate, (NH,).CdMo0,(NHs)o, 
from an ammoniacal soln. of cadmium sulphate and ammonium molybdate as in 
the case of the corresponding copper salt. The salt is partially decomposed when 
heated. 

H. Struve 1? treated potassium trimolybdate with mercurous nitrate and washed 
the resulting dimolybdate with water until it formed golden-yellow needles of 
mercurous molybdate, Hg.MoO, ; the change occurs more rapidly if the precipitate 
and mother-liquor be boiled for a long time. C. W. Scheele said that mercuric 
chloride does not give a precipitate with molybdic acid; but J. J. Berzelius, and 
C. Hatchett observed that with potassium molybdate a yellow precipitate of 
mercuric molybdate is produced which is decomposed by nitric acid; 100 parts 
of water dissolve 0-167 to 0-200 part of the salt. According to C. H. Hirzel, finely- 
divided mercuric oxide is rapidly attacked by a conc. soln. of acid ammonium 
molybdate, and after boiling for some hours, a yellowish-white, granular pre- 
cipitate is formed—no ammonia is given off, and no mercury passes into soln. 
The composition of the precipitate was not determined. 

H. Struve,!® and J. G. Gentele were unable to prepare normal aluminium 
molybdate ; nor has gallium molybdate been obtained. The aluminium molybdates 
are discussed below. G. Tammann observed no reaction between alumina and 
molybdenum trioxide below 700°. C. Renz prepared indium molybdate, 
Ing(MoO,)3.2H,O, by the action of ammonium molybdate on a soln. of an indium 
salt; the white precipitate dries to a horn-like mass; it is insoluble in water, 
and soluble in hydrochloric acid. M. Delafontaine prepared thallous molybdate, 
Tl,MoO,, by boiling thallous oxide or carbonate with water and molybdic acid ; 
P. 8. Oettinger, and H. Fleming, by double decomposition of a soln. of a thallous 
salt with a normal molybdate; and F. Mauro, by roasting thallous molybdenum 
dioxytetrafluoride at a red-heat in air. It separates from a hot aq. soln. as a 
crystalline powder, or in tabular crystals. It melts at a red-heat to form a yellow 
liquid, and partial volatilization occurs. The salt is soluble in alkali-lye ; and it 
_ dissolves in hydrofluoric acid to form a soln. which when evaporated over sulphuric 
acid, furnishes crystals of thallous molybdenum dioxytetrafluoride. 

P. Didier 1* prepared cerous molybdate, Ce.(MoQO,)3, by fusing a mixture of 
anhydrous cerous chloride and sodium molybdate; and A. Cossa observed that. a 
soln. of a cerous salt gives a gelatinous white precipitate when treated with sodium 
molybdate ; the precipitate becomes yellow and crystalline. H. Traube obtained 
crystals of cerium molybdate as a sublimate by the method indicated in connection 
with calcium molybdate. G. Tammann said that the reaction between cerium 
dioxide, and molybdenum trioxide begins at about 650°, and Cey(MoQ,)3 is formed. 
The sp. gr. of the salt, which has been fused in an inert atm.,is 4°56. F. Zambonini 
and R. G. Levi gave 5-03 for the sp. gr. According to A. Cossa, the crystals 
are tetragonal and are isomorphous with wulfenite; they have the axial ratios 
a@:c=1:1-558. F. Zambonini found that the air-dried precipitate is the trihydrate, 
Ce2(Mo0O,)3.3H,O. He obtained crystals of the anhydrous salt by fusing the 
precipitated salt in an electric furnace, and slowly cooling the mass; he gave for 
the axial ratio of the rhombic crystals a: 6: c=0°6631 :1:0°8212. The sp. gr. 
of the rhombic crystals is 4-83 at 20°/20°; the mol. vol., 167-4; and the m.p., 930°. 
F. Zamboninialso obtained a tetragonal form by heating the salt dried at 180° to 1050° 
and slowly cooling it from 900°—the axial ratio was a : c=1: 1:5624; F. Zambonini 
and R. G. Levi gave for the dimensions of unit cell a=3-77 A., and c=5-81 A. 
F. Zambonini gave 5-03 for the sp. gr. at 18°/18°; and for the mol. vol., 151-2. 
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HK. Cane gave 0-126 for the sp. ht. The indices of refraction and dispersions for 
A=667, 570, and 533 are respectively w=2-0185, «=2-0067, and w—e=0-0118 ; 
w=2-0403, «=2-0277, and w—e=0-0126; and w=2-0512, «=2-0375, and w—e 
=0-0137. §. Prakash and N. R. Dhar obtained the hydrogel of ceric molybdate. 
The crystal plates obtained in preparing the tetragonal form appear to be cerous Ceric 
or cerosic molybdate, Ce,(MoO,)3.2Ce(MoO,)>. E. Herlinger studied the crystal 
structure. F. Zambonini prepared isomorphous mixtures of tetragonal crystals 
of calcium and cerous molybdates containing up to 59-1 per cent. of cerous 
molybdate. The axial ratios a:c of the tetragonal crystals with 0, 6-5, and 59-1 
per cent. of cerous molybdate are, respectively, 1 : 1-5513, 1 : 1-5492, and 1: 1-5510. 
Isomorphous mixtures of crystals of cerous and strontium molybdates with up 
to 39-7 per cent. of the cerium salt were prepared. The refractive indices for light 
of wave-length A were : 


2:4 per cent. Ce,(Mo0O,)s3. 39-7 per cent. Ce,(Mo0,)s3. 
a ec a NN Qi 
a € w €—w € w eE—w 
667 oO 27, 1:9088 0:0039 1-940 1:937 0:003 
570 : - I1:9258 1:9210 0:0048 1-956 1:952 0-004 
533 . ~) -1'9350 1-9290 0:0060 1-963 1-958 0-005 


F, T. Frerichs and E. F. Smith prepared lanthanum trihydromolybdate, 
LaH3(MoQ,)3, as a precipitate by adding ammonium molybdate to a lanthanum 
salt. F. R. M. Hitchcock obtained the normal lantha- 
num molybdate, La,(MoO,)s, by adding sodium molyb- 
date to a soln. of lanthanum chloride, and dehydrating 
the gelatinous precipitate. H. Traube obtained crystals 
as a sublimate by the method indicated for calcium 
molybdate. F. Zambonini fused the salt and by slow 
cooling obtained tetragonal, bipyramidal crystals with 
oo Jip | the axial ratio a:e=1:1-5504. F. Zambonini and 
Fie. 22 fig, ‘ulibrium in 2,2: Levi gave for the dimensions of the elementary 
eek et a TMOO,)._ Cell, a=3'78 A. andc=5-68 A. F. Zambonini found that 
ystem: La,(MoO,), ? ; f . 

Na,MoO,-H,0. the optical character was negative. The sp. gr. is 4:77 
at 16°/16°; the mol. vol., 158-9; and the m.p., 1181”. 

K. Cane gave 07114 for the sp. ht. G. Carobbi’s study of the ternary system : 
Lag(Mo0,4)3-Na,Mo0,-H,0 at 25°, and the results, Fig. 22, show the existence of 
the two sodium lanthanum molybdates: La.(MoO,)3.NagMo0,.2H,0, and 
Lag(Mo0,4)3.2NagMo0,.3H,0. F. Zambonini found that isomorphous mixtures 
were obtained with lead molybdate (q.v.), with up to 42 per cent. of calcium 
molybdate; with up to 62:5 per cent. of strontium molybdate; and with up to 
86-9 per cent. of barium molybdate. F. T. Frerichs and E. F. Smith obtained 
didymium trihydromolybdate, DiH;(MoO,), as in the case of the lanthanum salt. 
A. Cossa also prepared didymium molybdate, Di,(MoO,)3. H. Traube obtained 
crystals as a sublimate by the method indicated for calcium molybdate in tetra- 
gonal crystals, which, according to F. Zambonini have the axial ratio a: c=1: 1-5489. 
The sp. gr. is 4-96 at 16-5°/16-5°. The m.p. is 1125°, but it is not sharp. The double 
refraction is negative, and there are no optical anomalies. ‘The index of refraction 


La,(Mob,), /ha,Mo0, in solid 


is 2-008 for the B-line ; 2-012 for the C-line; 2-026 for the D-line; 2-039 for the — 


E-line ; and 2-054 for the F-line. Isomorphous mixtures were obtained with lead 
molybdate (q.v.), and with calcium molybdate. The crystals with about 61-2 per 
cent. of calcium molybdate have a feebly positive birefringence. The indices of 
refraction for light of wave-length A are : 


A : - 667 599 570 533 475 

€ . +s F:9869 1-9947 2-0020 2-0094 2-0212 
w . st dAQ902 1:0089 2:0068 2:0139 2:0258 
C=O Me -, 000383 0-0042 0-0048 0:0045 0-0046 


¥.R.M. Hitchcock prepared neodymium molybdate, Nd,(Mo0,)s ; and F. Zambonini i 
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found that the air-dried substance has the composition Nd,(MoQ,)3.4H,0. 
When heated with molten sodium chloride, violet crystals are formed. The axial 
ratio of the tetragonal crystals is a: c=1:1-5480. F. Zambonini and R. G. Levi 
gave for the dimensions of the elementary cell a=3-74 A., and c=5-79 A. 
¥. Zambonini found that the birefringence is negative ; the indices of refraction and 
dispersions for A=667, 570, and 533 are respectively w=2-0052, e=2-0038, and 
w—e=—0:0014; w=2-0239, «=2-0218, and w—e=0-0021 ; and w=2-0313, «=2-0293, 
and w—e=0-0020. The sp. gr. is 5:14 at 18°/18°; the mol. vol., 149-5; and the 
m.p., 1176°—wde infra, lead molybdate. F. R. M. Hitchcock prepared praseo- 
dymium molybdate by precipitation with praseodymium chloride and sodium 
molybdate soln. F. Zambonini found that when dried over sulphuric acid, the 
gelatinous precipitate has the composition Pr.(MoQ,)3.34H,O; and when heated 
with fused sodium chloride, the anhydrous salt furnishes tetragonal bipyramids 
with the axial ratio a: c=1:1:5439. F. Zambonini and R. G. Levi gave for the 
dimensions of the elementary cell, a=3-76 A., and c=5-805 A. F. Zambonini 
found that the sp. gr. is 4-84 at 16-5°/16-5° ; the mol. vol. is 157-3; and the m.p., 
1030°. The birefringence is negative ; and the index of refraction «=1-990, 2-007, 
and 2-016 respectively for A=667, 570, and 533. P.'T. Cleve obtained samarium 
molybdate, Sm,(MoO,)3, in violet, rhombic octahedra, by calcining a mixture of 
samarium oxalate, sodium chloride, and molybdenum trioxide. F.Zambonini and 
R. G. Levi found the dimensions of the unit cell to be a=3-69 A., and c=5-81 A., 
the axial ratio a:c=1:1-5745. The sp. gr. is 5:36. A. Cleve prepared sodium 
samarium molybdate, SmNa(Mo0Q,)s, in pale red needles. The two salts can be 
separated by levigation in water. F. Zambonini prepared yttrium molybdate, 
Y_(Mo0,)3.4H,O, by drying over calcium chloride the precipitate obtained by adding 
a soln. of sodium molybdate to one of yttrium nitrate. When melted, and slowly 
cooled, it furnishes greyish-white or yellow crystal plates which belong to the tetra- 
gonal system, and have the axial ratio a : c=1: 15422; the (001)-cleavage is incom- 
plete; the sp. gr. is 4:79 at 16°/16°; the mol. vol. is 137-4; the m-p. is 1347°; 
and the index of refraction, «, for A=667 is 2:013; for A=570, 2-031; and for 
A=533, 2-043. Isomorphous mixtures with lead molybdate (q.v.), and with calcium 
molybdate were prepared. HE. Cane gave 0-159 for the sp. ht., F. Zambonini found 
that the crystals with 95:3 per cent. of the calcium salt had the respective indices 
of refraction and dispersions «1-986, w=1-978, and «—w=0-008 for A=667 ; 
e=2-002, w=1-998, and «—w=0-004 for A=570; and e=2-012, w=2-003, and 
e—w=0-009 for A=533. It was found that the presence of cerous molybdate 
favours the formation of isomorphous mixtures with higher proportions of calcium. 
Crystals containing 24-7 per cent. of yttrium molybdate, 21 per cent. of cerous 
molybdate and 44:3 per cent. of calcium molybdate had the axial ratio 
a:c=1:1-5436, a positive birefringence, and the indices of refraction for the 
C-, D-, and E-lines respectively «=1-9939, 2-0049, and 2-0208 ; w=1-9905, 2-0004, 
and 2:0163; and e—w=0-0034, 0:0045, and 0:0045. A. Cleve obtained ytterbium 
oxymolybdate, Yb,.0;.Yb,0.(MoO,), as a green crystalline powder, by heating 
ytterbium oxide, molybdenum trioxide, and sodium chloride at a high temp. 

The silicon molybdates, or silicomolybdates, were discussed in connection with 
the silicates—6. 40, 50. For the titanium molybdates, wde infra. O. Kulka 15 
treated a cold, aq. soln. of ammonium paramolybdate with zirconium sulphate, 
and obtained a slimy precipitate which, when washed with hot water, approximated 
to zirconium molybdate, Zr(MoO,)..21H,O. It is insoluble in water, but soluble 
in hot, conc. hydrochloric acid. Zirconium hydroxide is insoluble in an aq. soln. of 
alkali molybdate. §S. Prakash and N. R. Dhar obtained the hydrogel of zirconium 
molybdate. S. M. Tanatar and E. K. Kurowsky prepared zirconium oxy- 
chloromolybdate, ZrCly.mZrz(MoO,)o.nZrOg. J. J. Berzelius obtained thorium 
molybdate as a white precipitate by adding a soln. of an alkali molybdate to one 
of a thorium salt; and J. J. Chydenius, by mixing a feebly acid soln. of thorium 
tetrachloride with an ammoniacal soln. of ammonium molybdate. F. Zambonini 
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obtained the anhydrous salt, Th(MoOQ,)., by fusing partly-dehydrated thorium 
chloride with an excess of anhydrous sodium molybdate. The tetragonal crystals 
have the axial ratio a : c=1 : 0-73565 ; and the sp. gr. 4:92 at 7-5°/7-5°. They form 
isomorphous mixtures with those of cerous molybdate. 8S. Prakash and N. R. Dhar 
prepared the hydrogel of thorium molybdate. 

The blue colour obtained by J. B. Richter 16 by mixing an alkali molybdate 
with stannous chloride, or by the action of tin and hydrochloric acid on molybdenum 
trioxide suspended in water was shown by J. J. Berzelius to be a mixture of stannic 
molybdate and a blue lower oxide of molybdenum. 4H. Schiff said that the blue 
pigment contains no tin,and, according to G. Denigés, it is produced by other reducing 
agents. J. P. Longstaff recommended the reaction as a test for tin. F. de Carli 
observed that a reaction between stannous oxide and molybdenum trioxide begins 
at 400°. J. J. Berzelius obtained stannic molybdate, as a grey powder insoluble 
in water, and soluble in hydrochloric acid with a blue or green coloration ; and in 
potash-lye with a brown coloration. It is not decomposed by nitric acid. 
S. Prakash and N. R. Dhar dialyzed for 2 days a mixture of 1-5M-SnCl, with a 
25 per cent. soln. of potassium molybdate. The clear soln. was mixed with an 
equal vol. of water. It set toa jelly in5 hrs. The viscosities at 30° were: 


Age : 0 3 5 10 20 30 40 60 80 min. 


Viscosity 0:01272 0-01353 0-01471 0-01804 0-02300 0-03032 0-03447 0-04412 0:-07505 


I. Eques a Born!” described a mineral plumbum spatosum flavorubrum from 
Annaberg, and it was also examined by N. J. von Jacquin, and F. X. Wulfen. 
J.B. L. Romé de l’Isle called it plomb jaune ; A. G. Werner, Gelbblererz ; R. Kirwan, 
yellow lead-spar or molybdenated lead ore ; F.8. Beudant, melinose ; and W. Haidinger, 
wulfenite—after F. X. Wulfen. Analyses were reported by J. C. H. Heyer, 
M. H. Klaproth, C. Hatchett, F. Godbel, I. Domeyko, F. Jost, J. L. Smith, 
F. Reinitzer, C. L. Allen, C. Schmidt, C. F. Rammelsberg; G. Rose, J. F. W. John- 
ston, K. Schlier, V. von Zepharovich, A. Schrauf, H. Regnard, and F. Wohler. 
The mineral approximates in composition to lead molybdate, PbMoQ,. The lead 
may be partly replaced by lime forming, according to I. Domeyko, and V. von 
Zepharovich, calcwwm lead molybdate, or else an isomorphous mixture. Specimens 
from Pribram were found by P. Groth to contain chromium—chromowulfenite— 
similarly, A. Schrauf, J. L. Smith, and G. Rose found chromium in specimens from 
Ruksberg, Phoenixville, etc.; and HE. F. Smith, C. F. Rammelsberg, and F. Wohler 
reported samples with vanadium; G. Carobbi, samples with rare earths; and 
H. Regnard, samples with arsenic. The mineral occurs in nature associated with 
other lead ores at Lackentyre, Scotland; Chalanches, and Beaujolais, France ; 
Gorno, Italy; Sarrabus, and Gennamari, Sardinia; St. Luc, Switzerland; Blei- 
berg, Carinthia; Ruskitza, Austria; Rezbanya and Szaska, Hungary; Pribram, 
Czechoslovakia; Moldawa, Banat; Annaberg, Schneeberg, Johanngeorgenstadt, 
and Berggieshtibel, Saxony; Badenweiler, Baden; Kirghiz Steppes, Siberia ; 
Mindouli, French Congo; in Massachusetts, Arizona, New York, Pennsylvania, 
Nevada, New Mexico, and California, United States; Rio Chico, Colombia ; 
Zacatecas, Mexico, etc. The mode of formation of wulfenite was discussed by 
H. Dittler, G. Bischof, A. Himmelbauer, M. Henglein, C. Schmidt, G. Cesaro, 
and A. W. Stelzner-Bergeat. J. F. L. Hausmann observed it as a furnace 
product. 

F. de Carli observed that a reaction between molybdenum trioxide and lead 
oxide begins at 650°; W. Jander said 450°; and G. Tammann, and J. Guillissen, 
460°. D. Balareff said that the maximum effect occurs at 700°. J. J. Berzelius 
prepared lead molybdate by mixing soln. of lead nitrate or acetate and ammonium 
molybdate; G. Wempe, and H. B. Weiser used acid ammonium molybdates ; 
and L. F. Svanberg and H. Struve, T. M. Chatard, E. F. Smith and R. H. Bradbury, 
A. Junius, H. B. Weiser, F. M. Jager and H. C. Germs used sodium molybdates. 
K. Dittler treated white-lead with a soln. of sodium hydroxide containing 6 per 
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cent. of ammonium 5: 12-molybdate for 90 days on a water-bath in an atm. of 
carbon dioxide, and washed out the carbonate with very dil. hydrochloric acid. 
N. 8. Manross melted a mixture of sodium molybdate and lead chloride (1: 6) in 
a closed crucible. F. Zambonini used a similar process. H. Traube obtained 
crystals as a sublimate by the method used for calcium molybdate. H. B. Weiser 
obtained colloidal lead molybdate by precipitation and washing with hot water. 
The colloid is peptized by the selective adsorption of molybdate ions. N. R. Dhar 
and 8. Ghosh found that lead molybdate is peptized by ammonium molybdate. 
The salt was analyzed by J. J. Berzelius, L. F. Svanberg and H. Struve, N. 8. Man- 
ross, H. Dittler, A. Junius, G. Wempe, and H. C. Germs, and the results agree 
with the formula PbMoQ,. ; 

The precipitated salt is a white, or yellowish-white powder, it also appears in 
yellowish-white, six-sided plates, octahedra, and pyramids. The colour of wulfenite 
may be wax-yellow passing into orange-yellow, orange, siskin-green or olive-green, 
yellowish-grey ; greyish-white, or almost white, brown, or bright red. J. L. Smith 
said the red colour is due to vanadates ; G. Rose, to chromium ; P. Groth, to organic 
matter; and H. Dittler, to colloidal molybdic oxide. M. Bamberger and R. Grengg 
said that the colour of the natural crystals is white at —190°. HE. Dittler observed 
no change in colour occurs when red wulfenite is heated to 700° in a current of air ; 
and if the finest powder of brownish-yellow wulfenite is heated to 80°, it becomes 
lemon-yellow. A. Coloriano converted the amorphous 
powder into crystals by a prolonged digestion with 
water; and A. Cossa said that the fused salt furnishes 
microscopic, doubly-refracting pyramids. Wulfenite 
may occur in fine or coarse granular masses, in com- 
pact masses, and in square plates sometimes extremely 
thin with a vicinal pyramid replacing the basal plane. 
The crystals are less frequently octahedral or prismatic. 
The prismatic faces show the characteristic hemi- 
hedrism. H. Dauber said that the crystals of wulfenite 
are tetragonal pyramids with the axial ratios a:c 
Paolo ts i. Mioraabl gave Pr l-5771> Lt Bach, 
1:1-5774; EK. Flint, 1: 1:5746; and V. von Zepharo- 
vich gave 1: 1-5744 for a calcareous variety. The (111)- wig. 23-—Arrangement of 
cleavage is incomplete; and the (001)- and (113)- Atomsin Lead Molybdate: 
cleavages are indistinct. The crystals were examined @ represents lead atom, 
by A. Damour and A. des Cloizeaux, V. von Zepharo- See) Bp eee conusy 
vich, EK. Hunek, F. N. Guild and F. 8. Wartmann, ; 

L. J. Spencer, P. Groth, 8. Koch, E. Flint, P. Comucci, A. Maier, J. Couyat, 
N. von Kokscharoff, E. Artini, L. Fletcher, A. Pelloux, A. Lacroix, E. Re- 
possi, A. Drain, O. G. Padurova, and A. Sigmund. The percussion figures 
were examined by M. Kuhara; and the corrosion figures, by A. P. Honess ; 
R. G. Dickinson inferred from the X-radiograms that the space-lattice is face- 
centred with the atoms so located as to form a diamond arrangement, Fig. 23—the 
sp. gr. is 6-82, and the edge of unit cube with 8 mols. is a=22:8 A. F. Zambonini 
and R. G. Levi found for the dimensions of the elementary cell, a=3-80 A., and 
c=6:00 A., and they studied the isomorphism of the molybdates of lead and ‘the 
alkaline earth metals. F. M. Jager and H. Haga attributed the high symmetry 
shown by the X-radiograms of wulfenite to twinning. lL. Vegard and A. Refsum 
gave dyg=7:656 A., cp=12-079 A., and a: c=1:1-578; the radius of the oxygen 
atom is 1:18 A., of the lead atom, 1:03 A., and of the positive ion, 1-17 A. 
M. L. Huggins discussed the structure of the crystals. D. Vorlander and 
H. Hempel observed no transformation into an isotropic form with rise of temp. 
The sp. gr. of wulfenite ranges from 6:03 to 7-01. C. L. Allen gave 6-7 at 17-5° ; 
and J. L. Smith, 6-95; A. Cossa gave for the artificial crystals 6-62; F. Zam- 
bonini and R. G. Levi, 6:95; V. G. Aranda, 6:6933; and N. 8. Manross, 6-811. 
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J. J. Saslawsky found that the sp. gr. of wulfenite corresponds with a contraction 
of 0-60 to 0-68 during its formation from its elements. The hardness of wulfenite 
‘is 2:75 to 3-0. EH. Jannetaz found the ratio of the heat conductivities of the 
crystals, a/y, to be unity. H. Kopp gave for the mol. sp. ht. of wulfenite from 
Bleiberg, 0:0287 between 19° and 50°, EH. Dittler observed that the m.p. in an 
atm. of carbon dioxide is 1070° and the optical properties of the cold mass are 
the same as before fusion. F.M. Jager and H. C. Germs said that wulfenite from 
Arizona melts at 1064°, from La Cruces, Mexico, at 1060°; and artificial lead 
molybdate at 1065°. F. Zambonini gave 1065° for m.p.; the latent heat is said 
to be small, and the undercooling not more than 2°. E. Cane gave 0-098 for the 
sp. ht. G. Tammann gave 33-1 Cals. for the heat of formation of PbMoQ,. 
L. J. Spencer gave for the indices of refraction, w=2-41, and «=2-32 for yellow 
light. W. Schneider observed no piezoelectric effect. T. W. Case observed no 
electrical conductivity with wulfenite in light or in darkness. EH. EH. Fairbanks 
gave 11-7 for the dielectric constant (water 81). They found that the thermal 
diagram of the system: PbO-PbMoO,, Fig. 24, shows only two compounds, the 
normal molybdate melting at 1065°; and the basic salt or lead oxymolybdate, 


Ce ee / | | 
2 : ® om es 
hes) 0 20 #0 60 a0 100 NA 0,500. FO 60 BO 00. See OO 1205 FOO SSI. HG 
Fer cent. PbMo0, Fer cent. Pb S0, Fer cent. Pb Crt, 
Fic. 24.—Freezing-point Fie. 25.—Freezing-point Fic. 26.—Freezing-point 
Curve in System: Curve in System: Curve in System: 
PbMoO,-PbO. PbMoO,-PbSO,. PbMoO,—PbCrO,. 


Pb,0(MoO,), melting at 951°. There are two eutectics : one at 762° corresponding | 
with 87-5 molar per cent. PbO, and the other at 933° corresponding with 40 molar 

per cent. PbO. In the system: PbSO,-PbMo0O,, Fig. 25, solid soln. are formed 

containing up to 6 molar per cent. of sulphate or 2 molar per cent. of molybdate. 

There is a eutectic at 962° and 57 molar per cent. PbO; and a transition point in — 
the solid soln. at 879°. The thermal diagram of the system: PbCrO,-PbMoQ,, — 
Fig. 26, is largely hypothetical. The composition of the limiting solid soln. on the 
molybdate side is 48 molar per cent. PbCrO, at 830°, the eutectic temp.; and 
transitions occur at 799° for the y- to 6-chromate, and at 697° for the 8 to a-chromate 
solid soln. H. Schultze also obtained tetragonal isomorphous mixtures with up 
to 34 per cent. of lead chromate, and monoclinic mixed crystals with up to 16 per 
cent. The mineral achrematite, or lead oxymolybdatochloroarsenate, 3{3Pb3(AsO,4)2. 
PbCl,}.4Pb.Mo00;, was discussed in connection with the arsenates. 

P. Ites gave for the extinction coeff. of wulfenite for the C-, D-, and H-rays, © 
respectively, 0-0486, 0-0625, and 0-455; and the indices of refraction w—2-4053, 
and «2-283. According to A. des Cloizeaux, the optical character of wulfenite — 
is negative ; and the indices of refraction are w=2-402, and e=2-304 for red light. 
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H. C. Sorby found the mean refractive index to be 2-370, and the refractory power 
0-682. A. Pochettino studied the cathodic luminescence; E. Dittler found that 
ultra-violet light makes the colour of chromiferous wulfenite darker ; and C. Doelter 
observed that no change in colour occurs with radium rays. L. Francesconi and 
co-workers found that wulfenite from Sardinia is radioactive. R. Pohl found that 
when exposed to light, wulfenite becomes electrically conducting. 

HK. Dittler found that water at 100° very slowly dissolves colloidal molybdic 
acid from wulfenite—in 120 hrs. in an extraction apparatus about 5 per cent. was 
dissolved—no lead passed into soln. J.J. Berzelius said that alkali-lye dissolves 
wulfenite, but EH. Dittler added that 0-1N-KOH has no action, but with a cone. 
soln. of the alkali, hexagonal crystals of potassium lead molybdate are formed. 
C. Barwald obtained a complex 14NH3.18M003.3H,0,.18H,0, by the action of 
ammonia and hydrogen dioxide on lead molybdate. As indicated above, calcium 
lead molybdate is represented by the isomorphous mixtures in some specimens Of 
wulfenite. J. J. Berzelius observed that conc. hydrochloric acid dissolves wul- 
fenite, forming a soln. of lead chloride. E. Dittler, and W. Meyerhoffer said that an 
excess of fused sodium chloride does not convert wulfenite into sodium molybdate 
and lead chloride ; and E. Dittler observed no action by a soln. of sodium chloride 
at 100°. The solubility of lead molybdate, S grms. per 100 c.c., in perchloric acid 
at 25°, was found by H. H. Willard and J. L. Kassner to be: 


HClO, . : y . O1M- 0-50/M- 1-0M- 2-0M- 3-0M- 
S: ‘ ; 0-0016 0-0136 .0:0373 0-1176 0:2436 


The effect of the presence of sodium or lead perchlorate is to depress the solubility. 
KE. Dittler found that hydrogen sulphide colours wulfenite brown in a few 
minutes ; and in about 12 hrs. the powdered mineral suspended in water is com- 
pletely converted by hydrogen sulphide into molybdenum and lead sulphides ; 
A. Terreil found that a boiling 10 per cent. aq. soln. of sodium sulphide decomposes 
wulfenite forming a liquid containing thiosulphate and molybdenum. HE. F. Smith 
noted that heated sulphur monochloride dissolves wulfenite. J. J. Berzelius said 
that wulfenite is decomposed by sulphuric acid; and that treatment with warm 
nitric acid results in the separation of yellowish-white molybdenum trioxide. 
H. B. Weiser found that a hot aq. soln. of ammonium nitrate has no solvent action. 
H. H. Willard and J. L. Kassner found that the solubility of lead molybdate in 
0-10M-, 0-50M-, and 1-0M-HNOg, at 25° is 0-0020, 0-0244, and 0-1086 grm. per 
100 c.c. respectively ; the effect of lead or sodium nitrate is to depress the solubility. 
According to K. Dittler, water containing carbon dioxide has very little action in 
the cold, but at 100°, the mineral is decomposed and 3-66 per cent. passes into soln. 
A soln. of sodium carbonate, heated for 6 days on a water-bath, decomposes wul- 
fenite, forming Pbs(OH)2(CO3)2, and some lead and molybdenum pass into soln. 
H. B. Weiser said that acetic acid does not dissolve freshly-precipitated lead 
molybdate, but soln. of ammonium or sodium acetate dissolve a little. H.C. Bolton 
observed that a boiling conc. soln. of citric acid decomposes wulfenite. L. Kahlen- 
berg and W. J. Trautmann observed no reaction occurs when a mixture of silicon 
and lead molybdate is heated by a bunsen burner, but a slight reaction occurs in 
the electric arc. F. Zambonini prepared isomorphous mixtures of lead and cerous 
molybdates. The thermal analysis shows the following f.p. : 


Ce,(MoQ,), 0 20 30 50 70 90 95 100 per cent. 
Beginning 1065° 1074° 1064° 1050° 1024° © 975° 938° Dis, 
mag ey — — 1025° = 1000° — — — 


The eutectic temp. is 938° with 95 per cent. of cerous salt. Some optical observa- 
tions were made on the products. For isomorphous mixtures of lead molybdate 
with molybdates of lanthanum, neodymium, praseodymium, didymium, and 
yttrium, F. Zambonini found : 
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Rare earth salt . 0 20 40 60 80 _ 100 per cent. 
La {Respning - 1065° 1085° 1109° 1139° 11635 1tere 
End . haprie 1078° 13028 ee Lod 1156° a 
Na {Beginning . 1065° 1076° 1088° T115° 1147° 1176° 
\End . ont 1070° 1080° 1105° 1135° eS 
py {Beginning . 1065° 1072° 1068° 1054° 1043° 1030° 
\End . ee 1068° 1064° 1050° 1040° eo 
Di eerie J O65. 1072° 1079° 1106° 1123° 1144° 
End . BoE es TOC 7 CATO TS" 1085° 1100° et 
Sm Sears Jrdhoese 1038° 1016° 1038° 12352 1347° 
End . 1] pies 977° 976° 974° 974° oe 


The arsenic molybdates were discussed in connection with arsenic—9. 51, 22 ; 
and the antimony molybdates, in connection with antimony—-9. 52, 14. Accord- 
ing to J. B. Richter,18 when a soln. of bismuth nitrate is treated with potassium 
molybdate, a lemon-yellow precipitate of bismuth molybdate, presumably 
Big(MoO,)s, is formed which is easily soluble in the strong acids ; whilst 100 parts 
of water dissolve 0-2 part of the precipitate. By fusing an intimate mixture of 
bismuth and molybdenum trioxides, F. Zambonini obtained the salt in tetragonal 
crystals with the axial ratio a:c=1:1-5636, and sp. gr. 6:07 at 15°/15°. The 
mol. vol. is close to those of the molybdates of lead and the cerium metals. The 
m.p. is 643°. W. T. Schaller obtained greenish rectangular crystals of a mineral 
from Schneeberg, Saxony; he called it koechlinite 
—after R. Koechlin—and found the analysis corre- 
sponds with bismuth dioxymolybdate, Bi,O03.MoOs3, 
or bismuthyl molybdate, (BiO),MoO,. The habit 
of the crystals is tabular, but the thin tablets vary 
in shape from square to elongated rectangles with 
diagonal striations. The axial ratios of the rhombic 
crystals are a:b: c=0-9774 : 1: 1-0026. .The (100)- 
cleavage is perfect. Both contact and penetration 
| twinning occurs. The corrosion figures with cold dil. 
bos oh A da hydrochloric acid (1: 5) suggested a deviation from 

fae ae hin 7)” holohedral symmetry. The crystals break readily 
ACBL GER NMOL): under a slight press. The index of refraction is 
Fie, 27.—Freezing-point Curve B=2:55 with Li-light. The crystals are slightly 
i Beach pleochroic when thick. E. F. Smith and R. H. Brad- 
Ore MOO as, bury said that the bismuth salt is insoluble in water. 
Bismuth can be quantitatively precipitated as ammonium bismuth molybdate, 
Bi(NH,)(MoO4)o, from a soln. of bismuth nitrate, feebly acid with nitric acid, by 
means of ammonium molybdate. Thus, EK. H. Miller and F. van Dyke Cruser said 
that the nitric acid soln. of the bismuth is mixed with a large excess of the ordinary 
ammonium molybdate reagent and the liquid is neutralized with dil. aq. ammonia, 
using congo-red as indicator; a drop or two of dil. nitric acid is then added until 
the colour is lilac. The whole is diluted to about 200 c.c. and slowly heated to 
50°-60°. The precipitated bismuth ammonium molybdate is washed with a 3 per 
cent. soln. of ammonium nitrate, and dried in an air-bath at 160°. When ignited, 
there remains a pale yellow mass of BigO.4MoO3. The reaction was studied by 
EK. H. Miller and H. Frank, and H. 8. Riederer. F. Zambonini studied the thermal 
diagram, Fig. 27, of the system Big(MoO,)s-PbMoO,. The curve descends rapidly 
from the m.p., 1065°, of lead molybdate to a eutectic at 615° corresponding with 
about 71-5 mol. per cent. of the bismuth salt. It then rises rapidly to 648°, the 
m.p. of bismuth molybdate. No solid soln. are formed, or else the mutual solubility 
in the solid state is very small. 

The vanadium molybdates have been discussed in connection with vanadium— 
9.54, 14; columbium molybdate, and tantalum molybdate have not been prepared ; 
nor has the normal chromium molybdate been described, although A. Moberg,19 
and J. J. Berzelius, said that an apple-green precipitate is formed when ammonium 


1/00" 
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molybdate is added to a soln. of chromic salt. H. Schultze could not prepare 
chromic molybdates by melting a mixture of chromic chloride and sodium molyb- 
date. §S. Prakash and N. R. Dhar obtained the hydrogel of chromic molybdate. 
The chromatomolybdates are discussed in connection with chromium; and some 
complex chromic dimolybdates are indicated below. The intermediate molybdenum 
oxides previously described can be regarded as molybdenum molybdates—e.g. 
Mo;0,4 can be represented as molybdenyl molybdate ; (MoO).(MoO,)3 ; Mo 1,039 
as molybdenum trimolybdate, (MoO),(Mo30,0)3; Mo jOQo, as molybdenyl para- 
molybdate, (MoO).(Mo70.,) ; Mo7O9 as molybdenum molybdate, Mo.(Mo0,); ; 
Mo47059 as molybdenum trimolybdate, Mo.(Mo3049)5 5 and. Mo370499 as molyb- 
denum heptamolybdate, Mo.(Mo,O.,);.~ For the tungsten molybdates, see the 
molybdenum tungstates. A. Lancien 2° prepared uranium molybdate, U(Mo0O,)s, 
by reducing the paramolybdate with methyl, ethyl, or higher alcohols; and 
C. F. Rammelsberg obtained the trihydrate, as a greenish-black precipitate, by 
adding ammonium molybdate to an excess of uranium tetrachloride, and washing 
the precipitate with hot water. It loses 9-07 per cent. of water when calcined ; 
and when melted, some molybdenum trioxide sublimes. Boiling alkali-lye extracts 
the molybdic acid; hydrochloric acid forms a green soln. which when diluted 
becomes yellow. A. Lancien prepared uranyl molybdate, (UO,)MoQ,, as a pre- 
cipitate by the addition of a soln. of ammonium molybdate to uranyl nitrate 
soln. When prepared in the dark, this compound forms a white, amorphous 
powder, which is reduced by ethyl and methyl alcohols or acetic acid to the green 
uranous molybdate, U(MoO,)s, this is then changed to a brick-red and then con- 
verted into the green oxide by prolonged boiling with alkali-lye and is rapidly 
dissolved with a yellowish-green fluorescence by hydrochloric, sulphuric, and nitric 
acids. When exposed to sunlight for thirty hours, uranyl molybdate becomes 
golden-yellow in colour, insoluble in nitric acid, which merely whitens it, and is 
no longer reduced by alcohol. Uranyl molybdate is radioactive, having an activity 
greater than that of the nitrate and equal to that of radium bromide of activity 40. 
B. Szilard prepared uranyl molybdate using an excess of uranyl nitrate, in one case, 
and, in the other case, an excess of ammonium molybdate, and found the radio- 
activity of both to be the same, and to be quite normal. The uranium molybdate 
obtained by P. P. Pilipenko from Bivongi was shown by G. Carobbi to be ferri- 
molybdate—vide infra: 

J. B. Richter 21 treated a soln. of manganous chloride with potassium molybdate 
and obtained a brownish-white precipitate which dissolved in forty to fifty times 
its weight of water. H. Schultze prepared manganous molybdate, MnMoQ,, by 
melting together a mixture of sodium molybdate, sodium chloride, and manganous 
chloride (1: 2:3), and washing the cold mass with water. Yellow, fusible mono- 
clinic plates remain. The cold mass which has been fused contains reddish-brown 
plates and needles, and yellow crystals. The yellow crystals are soluble in cold, 
dil. hydrochloric acid, whilst the brown ones are not attacked. W. Jander discussed 
the lattice-structure, and the diffusion of the molybdate and tungstate, as well 
as the reaction Mg0+MnMo0O,=Mn0O+MgMoO0,. H. Struve prepared the 
hydrate, MnMoO,.H.O, by treating manganous carbonate with potassium or 
sodium trimolybdate; and A. Coloriano, by treating manganous nitrate with 
ammonium paramolybdate, and boiling the amorphous powder in the mother- 
liquor so that it may crystallize. The white powder consists of microscopic pris- 
matic plates ; it loses no water at 100°; but at a higher temp., it loses water and 
becomes brown. It is sparingly soluble in boiling water. EH. Marckwald obtained 
tabular crystals of the tritapentahydrate by allowing the decahydrate to stand 
exposed to air for some time ; and the decahydrate as a white, amorphous precipitate 
by adding an eq. amount of sodium molybdate to a soln. of manganous sulphate. 

K. Marckwald reported a number of complex salts. Orange-yellow crystals 
of ammonium manganous molybdate, (NH,),.0.Mn0.3M003.24H.O, was obtained 
from a cold, dil. soln. of manganese sulphate (15 grms.) and the eq. proportion of 
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ammonium paramolybdate in 100 c.c. of water ; (NH,),0.3Mn0.6Mn0O3.16H,0, in 
yellowish-white, prismatic crystals, from a soln. of manganese sulphate and ammo- 


nium paramolybdate in a sealed tube at 150° for 5 hrs.; (NH,).0.2Mn0.6Mo03. 


16H,0, in brownish-red needles, from cold soln. of 25 grms. of manganese sulphate 
and an eq. amount of ammonium paramolybdate in 50 c.c. of water; (NH4),0.2Mn0. 
12M003.22H,0, in hexagonal, yellow plates, from the mother-liquor of the preceding 
-salt ; and sodium manganous molybdate, 2Na,O.Mn0.6Mo003.19H,0, in yellowish- 
white needles by the action of cold soln. of sodium dimolybdate and manganese 
sulphate. Our knowledge of the complex manganous molybdates is thus in an 
unsatisfactory state. 

‘By boiling ammonium manganic molybdate with manganic hydroxide, treating 
the product with water, and evaporating the brown soln., H. Struve obtained 
brown, amorphous, manganic molybdate, 2Mn,O3.Mo0,.4H,0. H. Struve 
attempted to prepare molybdic alums, of the general formula 2Ro’O.R9’’’03.12M00s. 
nH,0, where R’ represents K or NHy, and R”’, Fe, Al, orCr. He obtained instead, 
compounds of the general type 5R’,0.Mn,0s. 16Mo0y. 12H,0. Thus, by boiling a 
soln. of ammonium molybdate with manganic hydroxide, he obtained ammonium 


manganic molybdate, 5(NH,),.0.Mn,03.16MoO03.12H,O; and E. Péchard treated — 


a hot soln. of ammonium molybdate and a manganous salt with a dil. soln. of 
potassium permanganate, and obtained red crystals of the salt 3(NH,).0.MnOp. 
12M00,.5H,0. OC. Friedheim and M. Samelson did not agree with the analyses of 
either EK. Péchard, or of H. Struve, and A. Rosenheim and H. Itzig represented 
HK. Péchard’s compound by the formula 2(NH,),.0.K,0.Mn,03.10M003.5H,O, and 
by the action of potassium chloride this was converted into 3K,0.Mn0O,.8MoOg. 


5H,O. A. Rosenheim added 2 mols of a soln. of manganous chloride to — 


a cold, sat. soln. of ammonium paramolybdate, and obtained the complex salt 
(NH3)3H7[Mn’’(MoO,)¢].3H,0, which lost 3 mols. of water when kept for 3 days at 
60°. The compound.4(NH,),0.Mn,03.13M003.9H,O was prepared by F. Zambonini 
and V. Cagliotti. Itis said to be the compound prepared by H. Struve, C. Friedheim 
and M. Samelson, and C. Friedheim and O. Allemann. The manganese is said 
to be really present in the bi- and quadrivalent states so that, in harmony with 
H. Struve’s opinion, the Mn,O3 in the formula represents MnO and MnO,. The 
formula can therefore be written (NH,)s[Mn’"’*(Mo,07),¢].Mn'MoO,.9H,O, in 


harmony with KE. Péchard’s suggestion that the ratio MnO, : MoO, is 1: 12 and } 


that the compound is analogous to the silicomolybdates. H. Struve also obtained 
red crystals of potassium manganic molybdate, 2K,0.Mn0.MnO,.9Mo00.,.8H,0, 
by boiling a soln. of potassium trimolybdate with manganic hydroxide, or by the 
action of chlorine on a soln. of potassium trimolybdate and manganous sulphate. 
C. Friedheim and M. Samelson represented the composition of this salt by the 
formula 2K,0.Mn,03.16Mo003.12H,0. 

K. Péechard reported permanganous molybdate, MnO,.12Mo003.10H,0, to be 
formed by treating the barium salt, suspended in water, with the theoretical quantity 
of sulphuric acid, and evaporating the clear liquor in vacuo. A. Rosenheim and 
H. Itzig denied the existence of this compound. C. Friedheim and M. Samelson, 
and ©. Friedheim and O. Allemann prepared what they regarded as permanganito- 
molybdates ; these are indicated below. As emphasized by A. Rosenheim, the 


test employed to determine the active oxygen of the manganese dioxide—distilla- 


tion with potassium bromide and hydrochloric acid—is by no means satisfactory ; 
and the question whether these compounds contain quadrivalent or tervalent 
manganese has not been satisfactorily answered. A. Rosenheim thinks that these 
salts may be more or less impure forms of R,Hj9—,[Mn’’’(MoO,),]; although 
complexes with quadrivalent cerium, thorium, and zirconium are known. 


A mixture of a soln. of ammonium paramolybdate and manganous chloride 


with 18-5 per cent. of hydrogen dioxide yields ammonium permanganitomolybdate, 


2(NH,),0.Mn0,.7Mo00;.5H,O ; a mixed soln. of potassium paramolybdate, manganous 
chloride and 2-5 per cent. of hydrogen dioxide yields potassium permanganitomolybdate, 
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3K,0.MnO,.8Mo00,.3 or 5H,O. HE. Péchard also prepared this salt; a mixed soln. of 
ammonium permolybdate, and manganous and potassium chlorides yields potassium 
ammonium permanganitomolybdate, 3{K,,(NH,).}O.MnO,.8Mo00,.4H,0O ; sodium 
manganous permanganitomolybdate and potassium chloride yield sodium potassium 
manganous permanganitomolybdate, 3(K,.,Na,,Mn)O.MnO,.8M00;.4H,0; a soln. of 
ammonium paramolybdate, manganous chloride, and 2-5 per cent. hydrogen dioxide yields 
ammonium permanganitomolybdate, 3(NH,),0.MnO,.9MoO,.6, 7, or 8H,0; when this 
salt or the ammonium manganous salt is treated with potassium chloride, it forms potassium 
permanganitomolybdate, 3K,0.MnO,.9MoO,.5 or 6H,O. R. D. Hall also prepared this 
salt; a soln. of sodium paramolybdate, manganous chloride and 3:5 per cent. hydrogen 
dioxide furnishes sodium manganous permanganitomolybdate, 3(Na,,Mn)O.MnO,.9MoOg,. 
15H,0; a soln. of ammonium paramolybdate, manganous chloride, and potassium per- 
sulphate yields ammonium manganous permanganitomolybdate, 3{(NH,).,Mn}O.MnO,. 
9MoO;.6 or 7H,0 ; if more potassium persulphate is used, ammonium potassium manganous 
permanganitomolybdate, 3{(NH,).,K,,Mn!O.MnO,.9MoO;.7H,O ; and similarly, potassium 
manganous permanganitomolybdate, 3(K,,Mn)O.MnO,.9MoO;.6 or 7H,O, is formed. 
R. D. Hall also prepared this salt; and by treating it with barium chloride obtained barium 
permanganitomolybdate, 3BaO.MnO,.9Mo00O,.12H,O; a soln. of ammonium manganous 
molybdate and potassium permanganate, or a soln. of ammonium paramolybdate with 
potassium permanganate and alcohol yields ammonium manganous permanganito- 
molybdate, 3{(NH,).,.Mn}O.MnO,.10Mo00O 3.8 or 10H,0 ; a soln. of ammonium para- 
molybdate, manganous sulphate, and potassium permanganate yields ammonium potassium 
manganous permanganitomolybdate, 3{(NH,).,K,Mn}O.MnO, .10MoO3.6 or 10H,0 ; @ soln. 
of ammonium permolybdate, and manganous chloride yields ammonium manganous 
permanganitomolybdate, 4{(NH,),,.Mn}O.MnO,.10M00,.6H,0; a _ boiling soln. of 
ammonium paramolybdate, potassium permanganate, and "alcohol yields ammonium 
potassium permanganitomolybdate, 4{(NH,),,K,,Mn}O.MnO,.10M003.5H,0; leaving a 
soln. of ammonium paramolybdate, and molybdic acid in contact with hydrated man- 
ganese dioxide for 4 months furnishes ammonium manganous permanganitomolybdate, 
4{(NH,).,.Mn}O.MnO,.11M00;.7H,O; by using more hydrogen dioxide than was em- 
ployed in preparing the 3:1: 9:6—salt ammonium manganous permanganitomolybdate, 
4{(NH,).,Mn}O.MnO,.11Mo00,.8H.,0, is obtained ; and an analogous process yields potassium 
manganous permanganitomolybdate, 4(K.,,Mn)O.MnO,.11Mo00,.11H,0. E. Péchard’s 
3K,0.Mn0O,.12M00,.4H,O could not be prepared by A. Rosenheim and H. Itzig, or by 
C. Friedheim and M.Samelson. Nor could A. Rosenheim and H. Itzig prepare E. Péchard’s 
3Na,0.MnO,.12Mo00,.13H,0. 


H. Struve,?2 and K. Steinacker found that a soln. of a molybdate or molybdic 
acid is reduced when treated with a ferrous salt; but H. Schultze obtained normal 
ferrous molybdate, FeMoQ,, by fusing a mixture of sodium chloride, ferrous chloride, - 
and sodium molybdate. G. Tammann said that the reaction between ferrous 
oxide and molybdenum trioxide begins at about 320°; and that the heat of forma- 
tion of FeMoO, is 13-5 Cals. C. W. Scheele obtained a brown precipitate by treating 
a soln. of ferric chloride with potassium molybdate ; and HE. Marckwald obtained 
normal ferric molybdate, Fe.(MoO,)3.42H,O, in this manver by treating 3 mols of 
sodium molybdate with 2 mols of ferric chloride. G. Tammann said that no 
reaction between ferric oxide and molybdenum trioxide occurs below 600°; and 
he added that the heat of formation of Fe,(MoQ,)3.nH,O is —29-3 Cals. S. Prakash 
and N. R. Dhar found that a soln. of 8 ¢.c. of M-FeClg, 4 c.c. of water, and 8 c.c. 
of a 10 per cent. soln. of potassium molybdate sets to a jelly in 10 hrs. The viscosities 
at 30° were : 


Age sina 15 32 68 128 158 188 300 min. 
Viscosity 0:009966 0:°01009 0:01029 0-01094 0-01442 0-01916 0-03526 0-10620 


Some forms of molybdic ochre—vide supra, molybdenum trioxide—are mixtures 
of ferric molybdate and molybdic acid. P. P. Pilipenko obtained a mineral from 
the Alexyewsky Copper Mines of Jenissejsker, Siberia, which corresponds with 
2¥e,03.7MoO03.19H,O, and W. T. Schaller, one from Hortense, Colorado, which 
corresponded. with Fe,(MoO,)3.74H,O, and other samples from Renfrew, Ontario, 
etc., approximating Fe,(MoO,)3.n(3H,0), and previously regarded as molybdic 
ochre, or molybdite (g.v.). E. S. Simpson gave (e.03.4Mo003.5H,O)5H,0. 
P. P. Pilipenko named these minerals ferrimolybdite. G. Carobbi obtained a 
ferrimolybdate, 4Fe,03.13M003.44H,O, from Bivongi. 

F. de Carli 23 observed that the reaction between cobaltous oxide and molyb- 
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denum trioxide begins at 410°. J. J. Berzelius obtained cobaltous molybdate, 
CoMoO,.nH,0, as a dirty yellow precipitate by adding a soln. of alkali molybdate 
to one of a cobaltous salt. The precipitate forms a red powder when dried, and it 
is decomposed by acids and alkali-lye. EH. F. Smith and R. H. Bradbury found 
that cobalt molybdate is not formed either in cold dil. or conc. soln. By heating a 
conc. soln. of sodium molybdate with cobalt nitrate, a small quantity of a bluish- 
white precipitate is formed which dissolves again on cooling. H. Schultze obtained 
crystals of the anhydrous salt by melting together a mixture of normal sodium 
molybdate, cobaltous chloride, and sodium chloride (1 : 2:2). Animpure cobaltous 
molybdate occurs as the mineral, named by W. Haidinger, pateraite—after 
A. Patera—in the Elias Mine, Joachimsthal. It was described by C. von Hauer, 
and J. von Jokély. An impure sample was analyzed by G. C. Laube. 

A. Coloriano obtained the monohydrate, CoMoO,.H,0, or HO.MoO,.0.Co.0H, 
in an amorphous state by the action of ammonium paramolybdate on a soln. of a 
cobaltous salt. When digested with water for a long time, it becomes crystalline. 
E. Marckwald said that the product is impure, and he prepared it by mixing a 6-5 per 
cent. soln. of cobaltous chloride with a 3-5 per cent. soln. of sodium molybdate in 
the cold, and in eq. proportions; the pale rose-coloured liquid was evaporated, 
at ordinary temp., over sulphuric acid, when the crystalline salt is formed. If the 
~ mixed soln. be heated on a water-bath with stirring a precipitate of the salt is ob- 
tained. EH. Marckwald observed that the proportion of water in the salt may vary 
with the mode of preparation. The violet crystals lose part of their water at 150°, 
and all is expelled at 445°. The salt is almost insoluble in boiling water ; it is 
decomposed by conc. acids with the separation of molybdenum trioxide, which, with 
more acid, may pass into soln. The salt is soluble in dil. acids. F. L. Sonnenschein 
digested freshly-precipitated cobaltous hydroxide with a small excess of aq. 
ammonia, and on evaporating the liquid obtained red, prismatic crystals of 
cobaltous diamminomolybdate, CoMoO,.2NHs.H,O. If a large excess of aq. 
ammonia is employed a precipitate is produced. KE. Marckwald also said that aq. 
ammonia dissolves cobaltous molybdate and the soln. on standing for some time 
deposits the diammine. 8. H.C. Briggs prepared ammonium cobaltous diammino- 
molybdate, (NH,4).Co(MoQ,)2.2NH3, from a soln. of 20 grms. cobaltous sulphate, 
50 grms. ammonium molybdate, 50 c.c. conc. aq. ammonia, and 90 c.c. of water. 
The liquid readily oxidizes, and it is evaporated over sulphuric acid, under reduced 
press. The salt is deposited in violet crystals which can be washed with dil. aq. 
ammonia, and dried with alcohol and ether. 

N. 8. Kurnakoff prepared cobaltic molybdates, by the action of bromine on a 
soln. of potassium or sodium molybdate. These salts differ from the cobaltous 
molybdates in giving off chlorine when they are boiled with hydrochloric acid. 
C. Friedheim and F. Keller found that ammonium cobaltic dodecamolybdate, 
3(NH,4)20.Co,03.12M003.20H,0, or (NH,4)3H,[Co(MoO,)¢|.7H,O, 18 obtained by 
adding a 30 per cent. of ammonium persulphate to a mixture of cobaltous acetate 
and ammonium paramolybdate, acidifying with dil. acetic acid, and then slowly heat- 
ing. It may also be prepared by the action of cobaltous acetate on the ammonium 
permolybdate. It forms green, rhombic plates and dissolves in water to give a 
green soln. With conc. sulphuric acid, oxygen is evolved ; ammonia is evolved by 
the action of potassium or sodium hydroxide. — It is reduced by sulphurous acid. 
Hydrogen peroxide causes the evolution of oxygen whilst permolybdates are formed. 
By adding potassium chloride to an aq. soln. of ammonium cobaltic decamolybdate, 
olive-green crystals of potassium cobaltic dodecamolybdate, 3K.0.Co,03.12Mo003. 
15H,0, or K3H¢|Co(MoQ,)¢].7H,0, are produced. By mixing cobaltous 
acetate, ammonium paramolybdate, and hydrogen dioxide dark green crystals 
of ammonium cobalt decamolybdate, 2(NH,),0.Co,03.10M003.12H,O, or 
(NH4)2H [Co(OH(MoQ,);].7H,0, are formed; and potassium cobaltic deca- 
molybdate, 3K,0.Co,03.10Mo003.11H,0, is obtained either from cobaltous acetate, 
potassium persulphate, and potassium paramolybdate or from cobaltous acetate 
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and ammonium permolybdate and potassium chloride, or by the addition of 
potassium chloride to a cold sat. aq. soln. of ammonium cobaltic dodecamolybdate. 
By treating an aq. soln. of ammonium cobaltic decamolybdate with barium 
chloride, bright green barium cobaltic enneamolybdate, 3Ba0.Co,03.9M003.25H,0, 
or BagH,[Co(OH)(MoO,);|.3H,O, is formed; and if ammonium cobaltic dodeca- 
molybdate is similarly treated, bright green ammonium barium cobaltic deca- 
molybdate, $(NH,)20.14Ba0.Co,03.10M003.184H,O, is produced. 

P. R. Ray and 8. N. Maulik treated a mixture of a cobalt salt and normal sodium 
molybdate or molybdic acid in the presence of the calculated quantity of ammonium 
salt and ammonia, with a vigorous current of air, and crystallized the product from 
an ammoniacal soln. They thus obtained cobaltic chloropentamminomolybdate, 
[CoCl(NH3);|MoO,; cobaltic hydroxypentamminomolybdate, [Co(OH)(NHs);|- 
MoQ,.H,O (or 2-5H,O) ; cobaltic aquopentamminomolybdate, [Co(H,O)(NHs3)s]>- 
(MoO,)3; cobaltic thiocyanatopentamminomolybdate, [Co(SCy)(NHs);|MoO, ; 
and cobaltic nitratopentamminomolybdate, [Co(NO;)(NH3;);|MoO, ; also cobaltic 
molybdatopentamminomolybdate, [Co(Mo0,)(NH3);],MoO,; cobaltic aquonitri- 
totetramminomolybdate, [Co(H.0)(NO,)(NH3),/MoO,; and cobaltic molybdato- 
nitritotetramminomolybdate, [Co(Mo0,)(NO,)(NHs),]. 

B. K. Paul and P. V. Sarkar prepared cobaltic dimolybdatotetramminotrimolyb- 
date, [Co(NH3)4(Mo.07)|Mo,0,9.6H,O : cobaltic molybdatotetramminomolyb- 
date, [Co(NH3),(MoO,)|Mo0,.3H,0 ; cobaltic molybdatotetramminotrimolybdate, 
[Co(NH4)4(MoO,) |pMo30,9.4H,0 ; and cobaltic nitratotetramminomolybdate, 


[Co(NHy)4(NO3)0]< por” There are also complex salts of cobaltic diaquote- 


of [Co(NH3)4(H20).]12(MoO,)15(Mo,0,)3. They also prepared cobaltic hexa- 
hydroxydodecamminomolybdate, . 


es at 
HO™., /OH 
(NH,),CoC 59, 200% ogy DOOCNH)s 
OH | at MO 
S27 
\ Co(NHs3),4 ey 


ees 
S. H. C. Briggs prepared ammonium cobaltic aquopentamminomolybdate, 
[Co(NH3)5(H20) |o(MoO,)3.(NH4)2Mo04.2H,0, by allowing a soln. of ammonium 
cobaltous molybdate to oxidize in air when crimson needles are deposited. The 
salt dissolves in dil. ag. ammonia, but is slightly decomposed by water; and 
when boiled the soln. in potash-lye gives off ammonia and deposits cobaltic 
hydroxide. 

F. de Carli 24 observed that the reaction between molybdenum trioxide and 
nickelous oxide begins about 495°. J. B. Richter, and C. Hatchett obtained a 
light green or white precipitate by adding potassium molybdate to a soln. of nickelous 
chloride. The precipitate was said to be slightly soluble in boiling water. 
HK. Marckwald obtained nickelous molybdate, NiMoO,.2?H,0, as a yellow mass by 
heating a soln. of nickelous chloride and normal sodium molybdate ; with sodium 
dimolybdate, the precipitate was said to have $H,0. This means that the pre- 
cipitate from boiling soln. is probably anhydrous; if precipitated from cold soln., 
the salt was said to be a pentahydrate. The green pentahydrate forms a pale blue 
soln. with aq. ammonia. H. Schultze prepared monoclinic prisms of the anhydrous 
salt by fusing a mixture of sodium molybdate, nickelous chloride and sodium chloride, 
W. Jander discussed the lattice-structure; and the diffusion of the molybdate 
and tungstate. F. L. Sonnenschein obtained nickelous diamminomolybdate, 
NiMoO0,.2NH3.H,O, from a soln. of freshly-precipitated nickelous hydroxide or 
molybdate in aq. ammonia. It is decomposed by water. G. L. Clark found that 
nickelous hexamminomolybdate, Ni(NH3)g.MoO,, has a vap. press. of 760 mm. at 
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389°. S. H. C. Briggs prepared ammonium nickelous diamminomolybdate, 
(NH,)oNi(MoO,)..2NHg, in green crystals, by allowing to stand in an open dish 
a soln. of 20 grms. of hexahydrated nickelous chloride in 15 c.c. of water, mixed 
with 50 grms. of ammonium molybdate in 70 c.c. of conc. aq. ammonia and 50 c.c. 
of water. 

The platinum molybdates have not been prepared, but O. W. Gibbs °° reported 
that complex platinic molybdates can be prepared by the action of platinic acid, 
platinates, or chloroplatinic acid on acid molybdates. The evidence for the 
individuality of these products, R,O: PtO,:MoO;:H,0, is inadequate. Two 
ammonium platinic molybdates were reported. The one 3:2:8:12 was obtamed 
by boiling freshly-precipitated sodium platinate with a soln. of ammonium molyb- 
date. The lemon-yellow crystals decompose when heated. The salt is sparingly 
soluble in water. It forms pale yellow mercurous and mercuric salts when treated 
respectively with mercurous and mercuric nitrates; pale yellow silver salt, by the 


action of silver nitrate ; pale yellow thallous salt, by thallous nitrate ; and it gives. 


a pale yellow precipitate with cobaltic dinitritotetramminonitrate. The mother- 
liquid employed in the preparation of the 3: 3: 8 : 12-salt furnishes the 1 : 1 : 2 : 93- 
salt on evaporation. The brown oily liquid gradually dries to a dark brown mass 
which is decomposed by water. If hydrochloroplatinic acid be added to a boiling 
soln. of potassium molybdate in an excess of potash-lye, and the soln. acidified with 
acetic acid, it deposits a yellow, crystalline mass of potassium platinic molybdate— 
10: 1 : 60 : 40—which is possibly a mixture of potassium hexamolybdate and the 
2:1:12:4-salt. It decomposes when heated ; it is easily soluble in hot water ; 
a pale bluish-green copper salt is precipitated by cupric sulphate, and it is soluble 
in excess ; silver nitrate gives a pale yellow crystalline silver salt. A soln. of platinic 
hydroxide forms an olive-green soln. with sodium molybdate. The soln. furnishes 
sodium platinic molybdate—4:1:10:29. The amber-yellow plates are very 
soluble in water, and it forms cryptocrystalline precipitates with metallic salt 
soln. When the bariwm salt is treated with dil. sulphuric acid, or the silver salt 
with dil. sulphuric acid, a soln. of the corresponding acid is obtained—e.g. 


PtO2.10Mo003.4H,0, which can be regarded as a platinic molybdate. A. Rosenheim 


could not confirm these observations. 
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§ 12. The Di-, Para-, and Tri-Molybdates : 


L. F. Svanberg and H. Struve! found that the mother-liquor obtained in the 
preparation of ammonium molybdate, furnishes on evaporation crystals of 
ammonium dimolybdate, (NH,),0.2Mo00O3, or (NH,),Mo,0,, or NH,O.MoOs. 
O.MoO,.ONH,. A. Rosenheim gave 0:530 to 0-539 for the transport number. 
F. Mauro prepared the monohydrate by evaporating a soln. of ammonium dioxy- 


tetrafluoride in ammonia. The colourless crystals appear to be monoclinic prisms, — 
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and, according to A. Scacchi, have the axial ratios a: b : c=0-9663 : 1 : 0-9450, 
B=107° 12’. There are also triclinic plates. F. Mauro found that the crystals 
become turbid in air; and at 100°, begin to lose weight, ultimately forming, at 
higher temp., molybdenum trioxide. A. Classen prepared white, deliquescent . 
crystals of tetraethylammonium dimolybdate, {N(CH,),}Mo.07.3H,0. 

F. Ephraim and M. Brand treated a soln. of 30 grms. of lithium molybdate with 
42-3 c.c. of hydrochloric acid of sp. gr. 1-07, and obtained aggregates of needle-like 
erystals of lithium dimolybdate, Li,Mo,07.5H.O, which at 120° lost one-third of 
their water of crystallization, and dissolved in water more readily than the tri- 
molybdate. F. Hoermann found the dimolybdate has an incongruous m.p. at 532°, 
Fig. 13. L. F. Svanberg and H. Struve, and F. Ullik obtained what they re- 
garded as sodium dimolybdate, Na,0.2Mo00;, by fusing the required proportions 
of sodium carbonate or nitrate and molybdenum trioxide. The white mass dis- 
solves in water, and the soln. yields small needles of what L. F. Svanberg and 
H. Struve regarded as the monohydrate, and F. Ullik, the anhydrous salt. E.Groschuff 
obtained the salt by melting equimolar parts of normal sodium molybdate and 
molybdenum trioxide. The salt melts at a dull red-heat to an oily liquid which 
erystallizes on cooling. F. Hoermann gave 612° for the m.p., Fig. 14. The salt 
is sparingly soluble in cold water but more soluble in hot water. J. J. Berzelius, 
F. Ullik, and L. F. Svanberg and H. Struve prepared what has been called 
potassium dimolybdate in an analogous way. M. Amadori’s thermal analysis 
shows that potassium dimolybdate can exist. G. Canneri found that the alkali 
molybdates are reduced by hydrogen in accord with R,Mo,0,+H,=MoO, 
RyMo0,+H,0 ; reduction by tin furnishes a molybdenum blue ; and electrolytic 
reduction gives compounds analogous with the tungsten bronzes. F. Ephraim and 
H. Herschfinkel obtained rubidium dimolybdate, Rb,M,O,.2H,0, by boiling a soln. 
of a mol of rubidium carbonate and 2 mols of molybdenum trioxide, and adding 
nitric acid of sp. gr. 1:20, drop by drop, to the filtered liquid until the precipitate 
first formed dissolves. The liquid furnishes crystals which are freely soluble in 
water. G. Wempe obtained’ this salt, Rb,Mo,07.24H,O, by evaporating the 
trimolybdate on a glass plate at 30° to 35°—he gave for it ae formula 
RbgMoQ,. RbgMo30 40. 5H,0. 

A. Péchard reported that silver dimolybdate, AgoMo,0,, is Bae when silver 
permolybdate is melted. A. Junius obtained it by the action of a hot soln. of silver 
sulphate on a hot soln. of potassium pentamolybdate ; and by the action of sodium 
paramolybdate on a soln. of silver nitrate. The powder consists of acicular crystals 
which are sparingly soluble in water, soluble in a soln. of potassium cyanide, and 
are decomposed by potash-lye with the precipitation of silver oxide. A. Atterberg 
obtained beryllium dimolybdate, BeO.2M003.3H,0, by fusing an eq. mixture of 
beryllic and molybdenum trioxide, extracting the mass with water, and evaporating 
the soln. over sulphuric acid. E. Marckwald reported cobaltous dimolybdate, 
CoO0.2Mo003.64H,0, to be formed by evaporating in the cold the soln. remaining 
after the precipitation of cobalt molybdate from a mixed soln. of sodium di- 
molybdate and cobaltous chloride. The brown needles form the haere, 
CoO0.2Mo003.2H,O, when heated to 100°. 

By analogy with A. Laurent’s 2 term paratungstates, a group of polymolybdates 
were designated paramolybdates. Owing to the difficulties involved in the pre- 
paration of the pure salts, and to the early difficulties attending the analysis of 
these salts, the formule assigned to them exhibit considerable deviations in the 
ratios R,0 : MoO; : H,O—they include L. F. Svanberg and H. Struve’s 4:9: 6 
for the potassium salt; F. KH. Zenker’s 4: 9:28, and J. G. Gentele’s 1: 2:7 for 
the sodium salt; and L. F. Svanberg and H. Struve’s and N. J. Berlin’s 2:5: 3, 
W. Delfis’ and J. C. G. de Marignac’s 1:2:1,and R. J. Maly’s1:4:2. W. Lotz 
showed that the best representative analysis is 3R,0.7Mo0,.nH,0, and this 
formula, for example, very well represents the analyses of the ammonium salt 


by L. F. Svanberg and H. Struve, M. Delafontaine, F. Ullik, and A. Werncke. 
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A. Junius observed that with bases of higher mol. wt., e.g. the barium salt, the 
analyses agree better with the formula 5R,0.12M003.nH,0, and this is in harmony 


with the analysis of P. Klason and the observations of J. Sand and F. Hisenlohr 


on the H’-ion concentration when soln. of ammonium paramolybdate are titrated 
with alkali hydroxide. This is in agreement with the observations of A. Rosenheim 
and co-workers. Attempts have been made to find what proportion of the water 
is constitutional, and what proportion is water of crystallization, by measuring 
the loss of weight while the salt is gently heated at a given temp. in a current of 
carbon dioxide. The isothermal dehydration curves show breaks where there is 
a change in the properties of the salt. In harmony with the heteropoly salts 
like the silicododecatungstates, Rg[Si(W207)6], the phosphododecatungstates, 
RAP(W.,07)¢], the phosphododecamolybdates, R7[P(Mo,07)¢], the metatungstates, 
ReH4[H.(W.07)6], and the view that the so-called tetramolybdates are 
RegH4l H2(Mo.07)¢], and the octomolybdates, R3H7[H,(Mo,07)¢], A. Rosenheim 
represented the paramolybdates by the formula R;H;[H.(Mo.,07),¢]. So that the 
tetra-, octo-,and para-molybdates are salts of the hypothetical acid H4o[H.(Mo.07)¢]. 
The dimolybdates are considered to be salts of the hypothetical acid Hj [ H,(MoO,).], 
namely ReHy| H.(MoO,),¢]; whilst the paramolybdates have five of the ten hydrogen 
atoms replaced to form R;H;[H.(MoQ,).6]; and the trimolybdates have four atoms 
of hydrogen displaced to form R,He[Ho(Mo0,)¢].- To summarize, 


re pea Dimolybdates, or Tetrahydrohexamolybdates . i Rigtt Pils (Mo0,)<) 
pear au ae Paramolybdates, or Pentahydrohexamolybdates ~  RgH [Ho(MoO,)¢] 
y Trimolybdates, or Hexahydrohexamolybdates . - R,H,[H.(MoO,),| 
Dodson Tetramolybdates, or Tetrahydrododecamolybdates . R,H,[H,(Mo,0,).¢| 
nide ies Hexamolybdates, or Hexahydrododecamolybdates . R,H,[{[H.(Mo.0,).] 
y Octomolybdates, or Heptahydrododecamolybdates . R,H,[H,(Mo.0,).] 


The two hydrogen atoms in the nucleus can be replaced by a bivalent metal— 
copper, calcium, magnesium, manganese, nickel, or cobalt—to form salts of the 
hypothetical acid : 

H,o[M” (Mo0,),].nH,0. 


There is also an isomorphous series of salts with a tervalent metal—aluminium, 
chromium, iron, cobalt, or rhodium—in the nucleus: 
R,H,[M’”’ (McO,),].7H,0. 
There is a salt with a quadrivalent metal in the nucleus—wz. tin—represented by 
(NH,),[Sn’’” (Mo,0,),].20H,0. 


Other hypotheses can be devised. H. Copaux suggested that the poly- 
molybdates are derived from a hypothetical orthomolybdic acid, HgMoOg,, by 
substituting the oxygen atoms one by one with the eq. Mo.O,-radicle. This 
makes the 3R,0.7Mo0O3.nH,O formula for the paramolybdates assume the form 
Rel Mo(Mo0,07)303]. S. Posternak obtained what he regarded as an anhydrous 


paramolybdate which he supposed to be (NH,O)3;Mo0(O.MoO.,);0.MoO(ONH,)s, 


and he also obtained what he regarded as (NH,0);3Mo0(O.MoO,);0.Mo0,(OH), 


and NH,0(0H),MoO(O : MoO,);0.Mo0,(OH).H,O. He also obtained ammonium ~ 
salts of the complex (RO);Mo0(O.Mo00,)mO0.Mo(OR)3.nH,O. These condensation — 
products reach their limit with the tridecamolybdate. He added that the classi- — 
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fication of the molybdates into ortho-, meta-, and para-molybdates is unsatisfactory ; 
and that there are only two groups of molybdates (i) the Rg-polymolybdates in 


which the ortho- and para-salts are only particular cases; and (ii), the Ry-poly- — 


molybdates formed by the hydrolytic rupture of the Re-salts. L. Forsén regarded 


the molybdates as derivatives of the two acids: molybdic acid, pi gtlon ies and @ 


metamolybdic acid, H,,.Mo,0j2. The former is represented by 


Mo0(0H),.0 
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Anhydrides like H,Mo3,0,;, and H,Mo,0,9, can be formed. He regarded meta- 
molybdic acid as a condensation product of four molecules of molybdic acid so 
as to form the complex H¢{ Mo .04.H6|; and obtained it by warming molybdic 
acid with hydrochloric acid and a little nitric acid. 

A. Travers and L. Malaprade considered that the acid molybdates are derivatives 
of tetramolybdic and normal molybdic acids H,[4Mo03.0] and H,[MoQ,]. The 
trimolybdates and paramolybdates are derived from the ions [8Mo03,0] and 
[7Mo003,30], respectively. These ions are considered to exist in equilibrium with 
the normal and tetramolybdic ions. Ammonium paramolybdate appears to have 
the composition 12Mo003.4(NH,).0, but is probably composed of mixed crystals 
of tri- and para-molybdate in equilibrium with a mother-liquor of the same 
composition. The correct formula for sodium paramolybdate is taken to be 
3Na,0.7M003.22H,O0, and the ammonium salt, 5(NH,).0.12M003.7H,0, consists 
of an isomorphous mixture of true paramolybdate, 3(NH,).0.7MoOs, with the 
trimolybdate, 3(NH,),0.6MoO3, and the composition remains constant on 
recrystallization because the crystals are deposited from a mother-liquor of the 
same composition. 

L. F. Svanberg and H. Struve prepared crystals of ammonium paramolybdate, 
or ordinary commercial ammonium molybdate, by the evaporation of a soln. 
of molybdic acid in aq. ammonia. Analyses by L. F. Svanberg and H. Struve, 
W. Delffs, J. C. G. de Marignac, H. Rose, C. F. Rammelsberg, W. Lotz, J. Terwelp, 
F. Westphal, M. Delafontaine, F. Ullik, and A. Werncke are in accord with the 
tetrahydrate, 3(NH,4)20.7Mo03.4H.0, although, for reasons indicated above, 
other formule have been given which represent the analyses nearly as well. 
Actually J. J. Berzelius called it a diacid salt; L. F. Svanberg and H. Struve 
represented it by 2(NH,4).0.5Mo003.3H,0; J. ©..G. de Marignac, and W. Delffs, 
by (NH,)HMoO,; and P. Klason regarded it as 5NH3.6Mo0,.6H,O, a complex 
of (NH4)3H3Mog0 4, and (NH4)o.H,Mo30;5. The competing formule are 5(NH,),0. 
12M003.7H,O, favoured by A. Junius, and J. Sand and F. Eisenlohr; and 
(NH,)5Hs[H.(MoO,)¢], favoured by A. Rosenheim and co-workers. According 
to C. F. Rammelsberg, the spontaneous evaporation of the mother-liquor from the 
tetrahydrate yields the dodecahydrate, in small monoclinic crystals with the axial 
ratios a: 6: c=0-4977 : 1: 0-7461, and B=106° 35’. It is more soluble than the 
tetrahydrate ; the cooling of the aq. soln. yields the tetrahydrate. The colourless 
crystals of the tetrahydrate obtained by L. F. Svanberg and H. Struve were 
six-sided prisms; and G. vom Rath said that the monoclinic prisms have the 
axial ratios a: b : c=0-6297: 1: 1-2936, and B=91° 21’; and the (010)-cleavage 
is complete. H. Steinmetz discussed the crystals of this salt. M. Delafontaine 
said that the crystals of the tetrahydrate have a bluish tinge, due, according to 
N. J. Berlin, to the presence of a trace of blue molybdenum oxide. Observations 
on the crystals were also made by W. Haidinger. J. C. G. de Marignac, and 
C. F. Rammelsberg. N. J. Berlin said that when the salt is heated to redness, 
it loses water, nitrogen, and ammonia, and leaves behind a brown oxide or else, 
if air be present, molybdenum trioxide. F. Westphal said that half the water is 
lost after the salt has stood two months over conc. sulphuric acid or phosphorus 
pentoxide. P. Klason found that no water is lost under these conditions. I. West- 
phal observed that at 90°, all the water is given off ; at temp. up to 150°, ammonia 
is gradually given off; over 190°, the evolution of ammonia is accompanied by a 
darkening of the mass; and at 230°, molybdenum trioxide remains. N. J. Berlin 
thought that in aq. soln. the trimolybdate is formed. If the freshly-prepared, 
cold, sat. aq. soln. is dialyzed, dimolybdate escapes, and an acidic liquor 
remains; if allowed to stand a long time, di- and tri-molybdates are formed : 
3{(NH4)o 50. 7™Mo03}=(NH4)20. 3Mo03-+2(NH,4)2Mo,0z. If the aq. soln. is heated, 
some ammonia escapes; and if the soln. is heated in a sealed tube, it is 
supposed the reaction is that symbolized by 3{(NH,4).0.7M003!=(NH,),0. 4Mo,0 
+2(NH,),0.3M003. On mixing the soln. with other chlorides—e.g. those of 
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potassium, calcium, strontium, barium, or magnesium—an isomorphous mixture 
m{3(NH,4)20.7MoO3}.n{38R,0.7M003} is formed. J. N. Rakshit studied the 
contraction which occurs when the salt is dissolved in water. P. Klason observed 
that a mixture of 23-22 grms. of water and 3-5846 grms. of salt has a f.p. —0-625°, 
and one of 23-91 grms. of water and 4:1041 grms. of salt, a f.p. of —0-665°. This 
corresponds with the mol. wt. 452 and 472 respectively. A soln. of 18-9 grms. of 
water and 4-4281 germs. of salt has a b.p. 100-35°, and a soln. of 16-9 grms. of water 
and 5-4519 germs. of salt, a b.p. of 100-42°. The corresponding mol. wts. are 348 and 
399. E. Darmois and J. Périn found that the mol. wt. of the salt is normal when 
calculated from the f.p. of its soln. in decahydrated sodium sulphate. A. Rosen- 
heim’s formula for the salt requires a mol. wt. of 1057. J. Terwelp gave for the eq. 
conductivity, A mhos, of an eq. of the salt, 4{(NH,4)gMo70.4.4H.O}, in v litres of 
water at 25°: 


v , e noe 64 128 256 512 1024 
A ? . 105°5 LPO<7 131-5 142-2 154-4 Liv io 


The aq. soln. has an acidic reaction. J. Sand and J’. Kisenlohr said that the salt 
—trepresented by A. Junius’ formula (NH,);9Mo0,,0,—1s slightly hydrolyzed so 
that, at 25°, the H’-ion conc. of a 0-01M/-soln. is 1-17 x 10~* corresponding with 
a 0-19 per cent. hydrolysis : Mo ,.04;*+3H,0=2Mo0g0.,.t!+6H’. In the pro- 
gressive hydrolysis of the salt the complex salt (NH,)gMogQo3 is formed 
before the simple molybdate (NH4),MoO,. There are also indications that a 
second polymolybdate ion is formed. They said that the original salt ionizes 
normally : (NH4);9M01204;=10NH4 +Mo,,04;* ; and on progressive neutral- 
ization, there are two possibilities: (i) there is hydrolytic equilibrium, 
Mo, O41 %-+TH,0=12Mo0,”+-14H’, so that the addition of sodium hydroxide 
will remove the H’-ions and in all stages of the process there will be equilibrium 
between the Mo,,04,*%,MoO,”, and the H:-ions ; or (11) one or more polymolybdates 
may be formed. The position of the break in the curve representing the H’-ion 
conc. and the amount of sodium hydroxide added to the soln. corresponds better 
with the assumption that the reaction is: Mo z,04;*+60H’=4Mo,0,;!Y +3H,0. 
S. Dushman found that the rate at which iodine is liberated from a mixture of 
potassium iodide and iodate in acidic soln. is proportional to the conc. of the 
. lodate ion, and to the square of the conc. of the iodine and hydrogen ions, and 
J. Sand and F. Kisenlohr utilized the reaction to measure the H’-ion conc. in the 
liberation of iodine from mixtures of potassium iodide, iodate, and ammonium 
molybdate. Constant values are not obtained for K=[Mog0g2V!"]?[ H’]6/[ Mo 4,04,*] 
on the assumption that Mo,0,,!¥-ions are present, but constant values are obtained 
on the assumption that the ions are MogOo.V!4, and at 25°, K=3-80 x 10731, 
B. Glasmann represented the end-products of the hydrolysis: 38(NH,)gMo7Oo4 
+12H,O0=9(NH,).Mo0,+12H,MoO,, and the molybdic acid so produced reacts 
with the mixture of potassium iodide and iodate: 20KI+4KI0,+12H,MoQ, 
=12K,Mo00,4+121,+12H,O. 8. EH. Moody = represented the reaction: 
3(NH,4)gMo70o4.4H,0=18NH3+21H,MoO,; followed by 21H,Mo0,+35KI 
+7KIO;=21K,Mo00,+211,+21H,O. A. Junius observed that when an aq. 
soln. of ammonium paramolybdate is electrolyzed, ammonium tetramolybdate 
collects at the anode. A. Rosenheim prepared the paramolybdates of ethylamine, 
aniline, pyridine, and guanidine, of the type 5(CNsH¢),0. 12Mo03. 4H,O. For 
hydroxylamine paramolybdates, vide supra. 

A. Rosenheim prepared needle-like crystals of lithium paramolybdate, 
3Li,0.7Mo003.12H,O, by evaporating a soln. of a mol of lithium carbonate and 2 
mols of molybdic acid, and allowing it to crystallize over phosphorus pentoxide. 
In addition to this dodecahydrale, F. Ephraim and M. Brand reported that the 
octocosihydrate is obtained by evaporating in the cold a soin. of 7 mols of lithium 
molybdate and 8 mols of nitric acid. The needle-like crystals are easily soluble 
in cold or hot water. M. Delafontaine, F. EH. Zenker, and J. G. Gentele prepared 
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sodium paramolybdate, 3Na,0.7Mo003.22H,0, by treating with nitric acid a soln. 
of molybdic acid in one of sodium hydroxide or carbonate until the first precipitate 
dissolves, and the soln. has an acid reaction. The liquid deposits the salt in crystals. 
F. Ullik, and A. Rosenheim obtained it from a soln. of the calculated quantity 
of molybdic acid or an acid molybdate and the calculated proportion of sodium 
carbonate ; and F. Mauro obtained it from a soln. of molybdic acid in one of borax 
—perborate and trimolybdate are also formed. A. Junius obtained the paramolyb- 
date by electrolyzing a soln. of 50 to 60 grms. of the normal salt in 350 c.c. of water, 
in a compartment cell, using a current of 4 amps. and 8 to 10 volts for 60 to 75 
minutes. The anode liquor is allowed to crystallize. A. Lottermoser made a 
cell with a soln. of sodium molybdate in the inner anode compartment, 0-1N-NaOH 
in the outer cathode compartment, a platinum cylinder formed the anode. On 
electrolysis, sodium paramolybdate was found in the interior cell. The salt was 
analyzed by M. Delafontaine, F. Ullik, J. G. Gentele, and F. E. Zenker, and the 
formula approximates to 3Na,0.7Mo00s3.22H,O0, or 5Na,0.12M003.36H,0, or, 
according to A. Rosenheim, Na;H,;[H.(MoO,4)¢].154H.O. F. Westphal regarded 
16 as an wosthydrate, 3Na,0. 7 Mo03.20H,0O. G. Wempe obtained what he regatded 
as 5Na,0.12M003.nH,0, with n=8, 20, 36, and 44. The colourless, mono- 
clinic prisms were found by F. K. Zenker to have the axial ratios a:b: ¢ 
—2-0923 : 1 : 2-0237, and B=103° 25’. The (100)-cleavage is incomplete. Accord- 
ing to F. EH. VenleGr: J. G. Gentele,. M. Delafontaine, and F. Ullik, the crystals 
are stable in air only at a low temp.; at room temp., it effloresces giving off 
8 mols. of water ; over sulphuric acid, 11 mols., and at 100°, 21 mols. F. Ullik 
said that the last mol. is expelled at 120° 130° : M. Delafontaine said at 200°. 
H. Copaux found that one mol. remains at 100° ; 0-5 mol. at 150°; and all is 
expelled at 200°; and A. Rosenheim, that 15-5 mols. are expelled at 60°, and 18 
mols. at 100°. The salt readily fuses in its water of crystallization. The dehydrated 
salt readily fuses—L. Ott gave 700° for the m.p.—and it is no longer completely 
soluble in water. When the salt which has been fused is treated with water it 
leaves needle-like crystals, which, according to EK. Groschuff, are those of the 
dimolybdate. The f.p. curve of E. Groschuff, Fig. 14, shows that the fused para- 
molybdate is a mixture of molybdenum trioxide and sodium dimolybdate ; it is also 
doubtful if the dehydrated paramolybdate is a chemical individual. According to 
A. Rosenheim, 100 grms. of water at 30° dissolve 117-7 grms. of salt calculated as 
5Na,O.12M0Osz, or 100 grms. of soln. contain 56-06 grms. The solubility is greater 
in hot soln., and hydrated paramolybdate is deposited as the soln. cools, but warm 
conc. soln. of the paramolybdate when boiled deposit trimolybdate. The addition 
of sodium carbonate to a soln. of paramolybdate forms the monomolybdate. 
A. Rosenheim gave for the electrical conductivity, A mhos, of a soln. of one-tenth of 
a mol of 5Na,O.12M003.36H,0 in v litres at 25°, 


ae ohh O 32 64 128 256 512 1024 
A ; /. 89:0 99-8 108-7 116-9 124-8 135°1 146-1 


L: Ott said that the molten salt dissolves iron, and when the cold mass is treated 
with water, ferric oxide remains undissolved. F. E. Brown and J. E. Snyder 
observed no action with anhydrous ammonium molybdate and boiling vanadium 
oxytrichloride. 

L. F. Svanberg and H. Struve obtained potassium paramolybdate, 
3K,0.7M00s3. 4H,0, or may be 5K,0.12M003.7 or 8H,O, by mixing a soln. of 
molybdic acid in potassium carbonate, drop by drop, with hydrochloric or nitric 
acid until a permanent turbidity is produced ; the soln. soon deposits crystals of 
the salt. M. Delafontaine obtained the salt by evaporating to dryness a soln. 
of molybdic acid in an excess of potassium carbonate, digesting the mass with 
water, and allowing the soln. to crystallize. A. Rosenheim fused a mixture of 
equimolar parts of molybdenum trioxide and potassium carbonate, added nitric 
acid to the aq. soln. until the liquid was neutral to litmus, and allowed the soln. 
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to crystallize. A. Junius electrolyzed in a diaphragm cell a soln. of 45 grms. of 
potassium molybdate in 350 c.c. of water for half an hour using a current of | to 
2 amp. and 8 volts, and allowing the anode liquor to crystallize. If the electrolysis 
be continued too long, or if the current strength be too high, potassium trimolybdate 
is formed. According to J. C. G. de Marignac, the six-sided prisms are mono- 
clinic with the axial ratios a: b : c=0-621: 1: 0-291, and B=90° 25’, and they are 
isomorphous with the corresponding ammonium salt. According to L. F'. Svanberg 
and H. Struve, and M. Delafontaine, the salt is sparingly soluble in cold water 
and is thereby decomposed into the normal and trimolybdate ; it loses its combined 
water when heated, and melts at a red-heat forming a yellow glass. The salt is 
stable only when quite dry, or when confined under its mother-liquor. 

M. Delafontaine reported rubidium paramolybdate, 3Rb,.0.7M003.4H,O 
—or, according to G. Wempe, 5Rb,0.12M003.nH,0—to be formed by melting 
rubidium carbonate with an excess of molybdenum trioxide, dissolving the cold 
mass in hot water, and cooling the soln. F. Ephraim and H. Herschfinkel used 
a similar process. W. Muthmann and W. Nagel obtained the paramolybdate 
by fusing a mol of rubidium carbonate with 3 mols of molybdenum trioxide ; 
dissolving the cold mass in water; and crystallizing. F. Ephraim and H. Hersch- 
finkel added that the crystals lose 2 mols. of water at 120°, and all the water is 
expelled at 180°. The six-sided prisms are said to be isomorphous with 
the ammonium salt and to be sparingly soluble in cold, but more soluble in hot 
water. It can be crystallized unchanged from its aq. soln, G. Wempe said that 
100 c.c. of the aq. soln. at 24° contain 1-941 grms. of the salt. M. Delafontaine 
gave the formula Rb,0.3M003.2H,0, using a wrong value for the at. wt. of rubidium. 


FH. Ephraim and H. Herschfinkel added that the mother-liquor furnishes acicular — 


crystals of 4Rb,0.5Mo03.12H,O, or 5Rb,0.7Mo003.14H,O, but the individuality of 
the product was not established. G. Wemple obtained rubidium hydropara- 
molybdate, 2Rb,0.H,0.7M003.5H,O, from a soln. of molybdic acid saturated 
with rubidium carbonate. A. Rosenheim prepared ceesium paramolybdate, 
3Cs20.7M003,nH,0, or 5Cs,0.12M003.11H,O, by evaporating the soln. obtained 
by boiling a soln. of 2 mols of molybdic acid with a mol of cesium carbonate. 
F,. Ephraim and H. Herschfinkel using analogous proportions of molybdic acid and 
cesium hydroxide obtained the 1 : 5 : 5-molybdate, not the paramolybdate. 

F. Westphal prepared white needles of ammonium calcium paramolybdate, 
according to A. Rosenheim, (NH,)3CaH;[H,(MoO;)¢].9H.O, by the action of 
ammonium paramolybdate on a soln. of calcium chloride. F. Westphal obtained 
a substance of the composition 2Sr0.3Mo003, but it was probably a mixture of 
strontium paramolybdate (3:7) and monomolybdate 1:5. It was obtained as 
a white amorphous mass by mixing soln. of sodium dimolybdate and strontium 
chloride. L. F. Svanberg and H. Struve prepared barium paramolybdate, 
3Ba0.7M003.9H,0, or 5BaO.12M003.nH,0, by double decomposition between 
barium chloride and an alkali or ammonium paramolybdate. F. Westphal said 
that the air-dried precipitate is the decosthydrate. A. Junius, working with cold 
soln., said that the precipitate is the dodecahydrate, 3BaO.7MoQ 3.12H,0O, or 
5BaO.12M003.20H,0, and when boiled it forms the hexahydrate, 3Ba0.7M003.6H,0, 
or 5Ba0.12M003.10H,0. F. Westphal obtained ammonium barium paramolyb- 


date, 3(NH,).0.3Ba0.14Mo003.12H,O, by crystallization from a clear soln. of a 


mol of barium chloride and 10 mols of ammonium paramolybdate. 

F. Ullik prepared magnesium paramolybdate, 3Mg0.7Mo003.20H,0, by 
spontaneously evaporating a soln. of the normal molybdate in nitric acid. The 
plates and prisms are stable in air; they lose water at a red-heat ; and are soluble 
in cold water and still more soluble in hot water. E. Manassewitsch could not 
prepare zine paramolybdate ; by treating a zinc salt soln. with sodium para- 
molybdate, a mixed precipitate was obtained, and with ammonium paramolybdate, 
ammonium zine paramolybdate, 2(NH,),0.Zn0.7M003.15H,O, was obtained as 


-a white, insoluble precipitate. A. Junius could not prepare cadmium paramolyb- 
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date by double decomposition; but E. Mannassewitsch obtained ammonium 
cadmium paramolybdate, 2(NH,).0.Cd0.12M003.9H,0. 

A. Junius prepared thallous paramolybdate, 3T1,0.7MoOs, or 5T1,0.12M00Os, 
as a yellow, microcrystalline precipitate, by adding to an excess of a hot soln. 
of thallous sulphate a hot soln. of sodium paramolybdate. The salt is sparingly 
soluble in water; but freely soluble in a soln. of alkali hydroxide or carbonate, 
or in mineral acids. The salt melts to a deep brown liquid at dull redness. 
H. Flemming reported two acid salts to be formed by double decomposition. 
The one, 8Tl,0.11Mo00Os, is supposed to be a mixture of the normal and the para- 
molybdate; and the other, 3Tl,0.8MoOs, nearly all paramolybdate. A. Cleve 
prepared crystals of ytterbium paramolybdate, Yb.03.7Mo003.6H,O, by adding 
a soln. of ytterbium nitrate to a soln. of ammonium paramolybdate, and 
allowing the soln. to stand for some time, and drying the colourless crystals 
at 130°. 

G. A. Barbieri prepared a series of rare-earth molybdates of the general formula 
(NHy)gRo’"Mo 404¢.24H,0, or (NH,)3R’’Mo705,.12H,O. The salts can be 
regarded as complex paramolybdates. They all furnish triclinic crystals and are 
isomorphous. The crystallographic data are by E. Billows. The red, triclinic 
prisms of ammonium cerous molybdate, (NH,4).Ce.Mo0,,04.24H.0, have the axial 
ratios a: b : c=0-3533 : 1 : 0:3409, and a=102° 22’; B=54° 30’; and y=103° 4’, 
are soluble in water; the white crystals of ammonium lanthanous molybdate, 
(NH4)glLa,Mo,4043.24H,O, have a yellow tinge, and the axial ratios a:b:c 
=0-3502 : 1 : 0-3416, and a=102° 29’, B=54° 18’, and y=103° 10’. These two 
compounds readily form isomorphous mixtures. G. A. Barbieri, and KH. Billows 
also described ammonium neodymium molybdate, (NH,).Nd.Mo1404.24H,0, with 
the axial ratios a : b : c=0-3492:: 1 : 03385, and a=102° 15’, B=54° 8’, and y=103° 
39’; ammonium praseodymium molybdate, (NH,)gPr.Mo,404g.24H,O, with 
0-3514 : 1: 0-3461, and a=102° 11’, B=54° 15’, and y=103° 44’ 30”; and am- 
monium samarium molybdate, (NH,)¢Sa.Mo,,04..24H,O, with 0-3611 : 1 : 0-3330, 
and a=54° 45’, B=54° 45’, and y=102° 36’ 30”. 

A. Lancien found that when uranium nitrate is added to an excess of ammonium 
paramolybdate, and the resulting precipitate is boiled with molybdic acid, uranyl 
paramolybdate, 3(UO,).7MoO3, is obtained as an amorphous, yellow powder. 
It is soluble in all mineral acids, giving a greenish-yellow, fluorescent liquid ; it 
is decomposed by excess of water, and reduced to green uranium molybdate, 
U(Mo00,)o, by alcohol and by acetic acid. The effect of sunlight on the heptamolyb- 
date is to darken its colour, and to render it no longer reducible by alcohol 
or completely soluble in nitric acid, owing to the formation of insoluble 
anhydrous uranium octomolybdate, 8Mo0.,U0z and the hydrated compound, 
8Mo003,U0 3,13H,O, was also prepared. 

For manganese paramolybdates, wide supra, the molybdates. E. Marckwald 
could not prepare cobaltous paramolybdate, but A. Carnot obtained what appeared 
to be cobaltic pentamminoparamolybdate, Co,03.7M003.5NH3.3H,0, by oxidizing 
an ammoniacal soln. of a cobaltous salt with hydrogen dioxide, adding ammonium 
paramolybdate, and then acidifying the liquor with acetic acid to precipitate the 
salt. This compound loses ammonia and water when heated. The reaction can 
be used as a test for cobalt salts. EE. Marckwald obtained ammonium cobaltous 
paramolybdate, 3(NH,),0.3Co0.7M003,nH,0, or 5(NHy4)20.5Co0.24Mo003.nH,0, 
from soln. of cobaltous chloride and ammonium paramolybdate evaporated over 
sulphuric acid. Dark red prisms are. obtained. He also reported a hydrated 
series of, probably, mixtures of ammonium paramolybdate, and cobaltous para- 
molybdate (3(NH,),0:7MoOs) : (3CoO.7M003)=5:7; 2:3; 3:5; and 1:5. 
Sodium cobaltous paramolybdate, Na.O.CoO-7Mo03.20H,O, was obtained by 
EH. Marckwald from a mixture of eq. proportions of soln. of sodium dimolybdate 
and cobaltous chloride, and after filtering off the precipitated normal cobaltous 
molybdate, concentrating by heat. The dark red crystals are slowly soluble in 
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cold water, and without decomposition; and dissolve without decomposition 
in hot water, but the hot soln. soon decomposes. HE. Marckwald concentrated a 
soln. of a mol of sodium paramolybdate and cobaltous chloride in the cold- over 
conc. sulphuric acid and obtained dark red, prismatic needles of the composition 
3Na0.3CoO0.14M003.50H30. The soln. in cold water is clear and does not become 
turbid when heated. 

According to an Hiieteiee of N. J. Berlin, ammonium trimolybdate, 
(NH,),0.3Mo03.nH,0, is formed during the spontaneous evaporation of a soln. 
of ammonium paramolybdate. . F. Westphal, and L. Kammerer obtained it by 
keeping a conc. soln. of that salt for a long time at ordinary temp. ; and P. Klason, 
and G. Wempe, by treating a soln. of the paramolybdate with the calculated 
quantity of hydrochloric acid. N. J. Berlin considered the product to be a tri- 
hydrate ; and L. Kammerer, a monohydrate. The radiating masses of acicular 
crystals, or crystalline crusts, according to P. Klason, lose half their water when 
confined over phosphorus pentoxide. The salt dissolves sparingly in cold water, 
and freely in hot water, and it crystallizes slowly from the aq. soln. yielding an 
impure product. > 

M. Delafontaine reported lithium trimolybdate, Li,0.3Mo003.8H.,0, to be . 
formed by boiling a soln. of the acid molybdate with lithium carbonate. The 
octohydrate furnishes tetrahedral crystals—monoclinic or triclinic. The salt is 
not decomposed by fused sodium carbonate. F. Ephraim and M. Brand obtained 
the heptahydrate by evaporating a sat. soln. of the tetramolybdate ; the molybdic 
acid which first separates is filtered off, and on evaporation the liquid furnishes 
acicular crystals which lose 4 mols. of water at 100°, and 6 mols. at 145°. The salt 
is sparingly soluble in cold water but more soluble in hot water. G. Wempe 
obtained the monohydrate by evaporating a soln. of 4 mols of lithium molybdate 
and 6 mols of hydrochloric acid. He also reported a tetrahydrate, and one with 
rather more water. F.Hoermann found that hthium trimolybdate has an incon- 
gruent m.p. at 549°—Fig. 13. 

L. F. Svanberg and H. Struve obtained sodium trimolybdate, Na,0.3Mo003.7 H,0, 
by treating a conc. soln. of molybdic acid and sodium carbonate with conc. nitric 
acid, drop by drop, and the strongly acid soln. gradually deposited acicular crystals 
of the heptahydrate when allowed to evaporate spontaneously. F. Ullik obtained 
the same salt by spontaneously evaporating a soln. of a mol of sodium carbonate, 
and 3 mols of molybdenum trioxide—H. Struve used sodium hydroxide instead 
of the carbonate. A. Rosenheim said that a soln. of the paramolybdate furnishes 
the trimolybdate when heated a long time ; and A. Junius found that if the electro- 
lysis, in the preparation of the paramolybdate, is continued a long time, 
the trimolybdate is formed. F. Ullik found that the salt melts at a red-heat, and 
solidifies to a crystalline mass. F. Hoermann, Fig. 14, found that the salt has 
an incongruent m.p. at 528°. EH. Groschuff observed no sign of the formation of 
a trimolybdate on the f.p. curve, Fig. 14. This is in harmony with L. F. Svanberg 
and H. Struve’s, and F. Ullik’s observations that the salt 1s reduced to brown 
dioxide by hydrogen, or by zinc. F. Ullik observed that the acicular crystals 
of the heptahydrate lose about 6 mols. of water at 100°, or at 120°. F. Ullik found 
that 100 grms. of a soln. sat. at 20° contain 2-96 grms. of the anhydrous salt, and 
at 100°, 45-86 grms. A. Rosenheim found that at 30°, 100 grms. of a sat. soln. 
contain 13-68 grms. of Na Mo,O0g. According to F. Ullik, a hot conc. soln. of 
the heptahydrate on a glass plate in dry air at room temp. forms amorphous éetra- 
hydrate. It is easily and completely soluble in water. A. Junius reported the 
henahydrate to be precipitated when the anode liquor indicated above is treated 
with alcohol; he also obtained the enneahydrate in a similar way, and G. Wempe 
obtained the enneahydrate from the mother-liquor in the preparation of the 
tetramolybdate, and he also obtained hemadodecatrihydrate as a crystalline crust 
when preparing the tetramolybdate. G. Wempe gave for the eq. conductivity, 
A, of an eq. of the salt in v litres of water at 20°, 
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1S: i P : —stdlO 20 40 80 160 
tetrahydrate . » 647 72:5 - 80:0 80-0 96-6 

A « hemidodecahydrate .° 63-7 75:2 85-6 95-2 105-9 | 
enneahydrate . etait isa) 90-0 104-0 112-0 131-2 


L. F. Svanberg and H. Struve, and G. Wempe prepared potassium trimolybdate, 
K,0.3M003.3H,O, by stirring the paramolybdate for some days with cold water, 
and by treating a soln. of molybdic acid and potassium carbonate with nitric acid 
—H. Struve used potassium hydroxide. F. Ullik melted 2 mols of potassium 
carbonate with a mol of molybdenum trioxide ; boiled the cold cake with water, 
and allowed the soln. to crystallize. As in the case of the sodium salt, A. Junius 
obtained it by the prolonged electrolysis of a soln. of potassium molybdate ; and 
precipitating the anode liquid with alcohol. M. Amadori’s thermal analysis 
shows that the trimolybdate can exist. G. Jander and A. Winkel found the salt 
to be stable in the range [H’ ]=10~6-? to 10-46, and gave 0-35 for the diffusion coeff. 
of the anion. G. Jander described the conditions of stability of the acid. F. Hoer- 
mann, Fig. 14, found that the salt melts at 571°. L. F. Svanberg and H. Struve, 
M. Delafontaine, F. Ullik, and G. Wempe found that the acicular crystals are stable 
in air; they lose water completely at 100°; they melt at a red-heat, and form a 
crystalline mass on cooling; when heated in hydrogen, molybdenum dioxide is 
formed ; the dehydrated salt expels 16-82 per cent. of carbon dioxide from molten 
alkali carbonate ; the salt is sparingly soluble in cold water, and more easily soluble 
in hot water—but less so than is the case with the sodium salt. G. Wempe gave 
for the conductivity, A, of an eq. of the salt in v litres of water at 20° : 

v é So oD 40 80 160 320 
A . oS 104-4 124-0 136-6 153-6 

W. Muthmann and W. Nagel melted a mol of rubidium carbonate with 3 mols 
of molybdenum trioxide, dissolved the white crystalline mass in water, and 
evaporated the soln. over sulphuric acid. White needles of the monohydrate of 
rubidium trimolybdate, Rb,0.3Mo003.H.O, were formed. According to F. Ephraim 
and H. Herschfinkel, an. aq. soln. of rubidium paramolybdate furnishes on 
evaporation a crop of crystals of 3:8:6-molybdate followed by the hemetradecahydrate 
of the trimolybdate. G. Wempe obtained the trzhydrate by evaporating the aq. soln. 
on a glass plate; and if the soln. be evaporated on a glass plate at 30° to 35°, 
the dimolybdate is formed. W. Muthmann and W. Nagel could not prepare 
cesium trimolybdate, Cs.0.3M003.H,0, by the process used for the rubidium 
salt, but F. Ephraim and H. Herschfinkel obtained it as a white, amorphous mass, 
by evaporating the mother-liquor of the most acid cesium salt. It is possible 
that what is here called the trimolybdate may be the 3: 10: 3-molybdate. 

F. Ullik obtained copper trimolybdate, Cu0.3Mo003.9H,0, from a boiling soln. 
of a mol. of copper carbonate and 4 mols of molybdic acid, and allowing the filtrate 
to evaporate spontaneously. The pale blue masses of needles are.sparingly soluble 
in cold water and freely soluble in hot water. If an aq. soln. be evaporated on a 
glass plate, a greenish-blue gummy mass, Cu0.3M003.64H.0, is formed. F. Ullik 
reported calcium trimolybdate, CaO.3Mo003.6H,O, to be formed by boiling an 
excess of molybdic acid with water having calcium carbonate in suspension, and 
spontaneously evaporating the clear liquid. The interlaced needles are sparingly 
soluble in cold water, and easily soluble in hot water. G. Wempe reported what 
he regarded as hemihydrated normal strontium molybdate, but his analytical 
data agree better with strontium trimolybdate, SrO.3Mo003.3H,0. It was obtained 
by evaporating a soln. of the octomolybdate to dryness, and washing the product 
with cold water. The white amorphous mass is sparingly soluble in cold water, 
but easily soluble in hot water. L. F. Svanberg and H. Struve prepared barium 
trimolybdate, BaO.3Mo03.3H.O, as a flocculent precipitate by adding barium 
chloride to a soln. of potassium trimolybdate. The more soluble sodium salt 
can be used. The salt loses its water when heated ; it melts at a red-heat. The 
hydrate is slightly soluble in water. 
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F. Ullik obtained magnesium  trimolybdate, Mg0.3Mo003.10H,0, by 


spontaneously evaporating a soln. of the normal molybdate in an excess of acetic 
acid. The acicular crystals are sparingly soluble in cold water, but freely soluble 
in hot water. F. Ulliik obtained a mass of acicular crystals of zine trimolybdate, 
ZnO.3Mo003.10H,0, by spontaneously evaporating the filtrate from a soln. obtained 
by boiling a mol of zinc carbonate with 4 mols of molybdenum trioxide. The 
salt is sparingly soluble in cold water, and freely soluble in hot water. 
K. Manassewitsch obtained the trimolybdate by double decomposition of hot or 
cold soln. of sodium tetramolybdate and a zinc salt. At 120°, the salt loses 4 mols. 
of water, and the rest at 140°. 

F. Ullik prepared cobaltous trimolybdate, Co0.3M003.10H,0, by boiling a 
soln. of an excess of molybdic acid with cobalt carbonate and spontaneously 
evaporating the filtered liquid. The rose-coloured needles are sparingly soluble 
in cold water, and freely soluble in hot water. HE. Marckwald obtained sodium 
cobaltous trimolybdate, Na,O0.2CoO.6Mo03.18H,0, by evaporating the mother- 
liquor obtained in the preparation of the 3:3:14:50-paramolybdate, over 
sulphuric acid. This salt may be a mixture NagO.2MoO3-+-2(CoO.2MoQs). 

EK. Marckwald prepared nickelous trimolybdate, NiO.3Mo03.18H,0, by 
evaporating a soln. of eq. proportions of nickelous chloride and sodium para- 
molybdate. The green crystals are sparingly soluble in cold water, and easily 
soluble in hot water. 
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§ 18. The Tetra-, Penta-, Hexa- and Hepta-Molybdates 


According to A. Rosenheim and J. Felix,! the salt represented by N. J. Berlin 
as ammonium tetramolybdate, (NH,),0.4Mo03.2H,0, is probably the trimolybdate. 
There is also some uncertainty about the tetramolybdate reported by F. Westphal, 
A. Rosenheim, and D. Asch to be formed by heating the paramolybdate for some 
days at 140° to 150°; and that obtained by F. Westphal by boiling a soln. of 
paramolybdate, or by heating the paramolybdate in a sealed tube at 150° to 
200°. This product was anhydrous, and water is an essential constituent of the 
tetramolybdate which A. Rosenheim and J. Felix represent by the formula 
(NH,)¢H,[H2(Mo,07)¢].3H,0. P. Klason gave 3NH3.6Mo03.5H,0 for the formula 
of the salt, but his analysis agrees better with (NH4).Mo,013.24H,O. P. Klason 
prepared this salt by treating a cold soln. of ammonium paramolybdate with the 
calculated quantity of hydrochloric acid, crystallization begins in about 12 hrs. 
G. Wempe, and F. Westphal used a similar process with warm soln.; and A. Junius 
electrolyzed a soln. of 60 grms. of ammonium paramolybdate in 350 c.c. of water, 
by a current of 4 amp. for 40 min. in a compartment cell. In all these cases, the 
soln. furnish crystals of (NH4)2Mo0,0,3.23H,0. A. Travers and L. Malaprade 
showed that the tetramolybdates are obtained by neutralizing the acid under con- 
ditions which limit the reversal of the reaction by hydrolysis—wde supra, molybdic 
acid. G. Wempe supposed that the crystals are triclinic ; and 100 ‘grms. of a sat. 
soln., at 15°, 18°, and 32°, contained, respectively, 3-5200, 3-6711, and 4-5961 grms. of 
the hydrated salt ; and had the sp. gr. 1-03, 1-04, and 1-05, respectively. P. Klason 
said that the soln. in water over 35° is partially decomposed into trimolybdate. 
G. Wempe gave for the conductivity, A, of an eq. of the salt in 10, 20, and 40 litres 
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of water respectively, A=73-2, 98-8, and 120-4. The aq. soln. reddens methyl-orange, 
and litmus; acids give no precipitate ; barium chloride, a white precipitate ; 
magnesia mixture, a white precipitate ; stannous chloride, a green precipitate ; 
ferrous sulphate, a bluish-white precipitate ; potassium ferrocyanide, a reddish- 
brown coloration; and silver nitrate, a white, curdy precipitate. G. Canneri 
obtained a-series of complex salts typified by ammonium tetrahydroxylamino- 
tetramolybdate, (NH,),0.4NH,OH.4Mo00;; -sodium  tetrahydroxylaminotetra- 
molybdate, Na,0.4NH,OH.4Mo0z ; potassium _ tetrahydroxylaminotetra- 
molybdate, K,0.4NH,OH.4Mo0,; and. methylamine tetrahydroxylaminotetra- 
molybdate, (CH,N3),0.4NH,OH.4Mo00,—vide supra. 

F. Ephraim and M. Brand obtained amorphous lithium tetramolybdate, 
LigMo,013.7H,O, by F. Ullik’s method for the sodium salt; but G. Wempe 
could not prepare this salt. F. Hoermann, Fig. 13, found that the salt 
has an incongruent m.p. at 568°. F. Ulhk prepared sodium tetramolybdate, 
Na,0.4Mo003.54H,0, by putting drops of a hot, conc. soln. of the trimolybdate on 
a glass plate, and allowing it to evaporate spontaneously, The hemshenahydrate 
appears as a transparent gum-like mass which can be kept unchanged in a closed 


vessel ; but in air, it becomes opaque and passes into the trimolybdate. Itretains — 


2 mols. of water at 100°, and melts to a yellow liquid at a red-heat ; the liquid forms 
a crystalline mass when cold. Ata higher temp. molybdenum trioxide volatilizes. 
The salt is freely soluble in cold water, and when the aq. soln. is spontaneously 
evaporated, it deposits the trimolybdate. It is open to question whether this 
product is really a chemical individual. F. Hoermann found that the salt has an 
incongruent m.p. at 515°—Fig. 14. 8. J. Diatschkovsky and A. V. Dumansky 
obtained a complex NagO(MoOs), and found its conductivity and f.p. depressions 
corresponded with those obtained by the gradual addition of hydrochloric acid 
to soln. of sodium molybdate—wde supra, colloidal molybdic acid. F. Ullik, 
however, obtained a crystalline herahydrate which A. Rosenheim and J. Felix 
represented by Na gMo40,5.6H,O, or NagHy[H.(Mo.07)¢.].21H,0. F. Ullik, and 
G. Wempe obtained it by treating-a conc. soln. of normal sodium molybdate with 
the theoretical quantity of hydrochloric acid; the precipitate first formed redis- 
solves, and the liquid soon begins to deposit crystals of the tetramolybdate. 
F. Ullik obtained this salt by adding one or two mols of sodium carbonate to a 
mol of the octomolybdate—A. Rosenheim and J. Felix used 2 mols of sodium 
hydroxide. G. Wempe obtained the salt by double decomposition with sodium 
sulphate and ammonium tetramolybdate. A. Rosenheim and J. Felix said that 
the salt is an octomolybdate. ¥F. Ullik found that. the hexahydrate consists of 
microscopic crystals, which dissolve slowly in cold water and quickly in hot water 
forming a pale yellow soln. G. Wempe said that the salt consists of masses of 
needle-like crystals, and that, when saturated, 100 ¢.c. of soln. at 21° contain 28-39 
germs. of the hexahydrate, of sp. gr. 1-47. A. Rosenheim and J. Felix gave for the 
conductivity, A, of an eq. of Na ,Mo,O43.aq. in v litres of water at 25°, 


v alg tA se” 64 128 g 7200 512 1024 
Am . 98-8 108°3 ~ 120-3 130-4 145-0 162-8 mhos. 


L. F. Svanberg and H. Struve obtained potassium tetramolybdate, K,O. 


4Mo003.nH,0, from the liquid obtained by adding nitric acid to a soln. of molybdic — 


acid in potassium carbonate. A. Rosenheim showed that it is a heptahydrate, 
K,O.4Mo03.7H,O, or, as he represented it, KgH,{[H2(Mo.07)¢].18H,O; and he 
found that a cold soln. of a mol of potassium carbonate and 4 mols of molybdic 
acid passes quickly into one of the trimolybdate, particularly when warm; and 
G. Wempe always obtained trimolybdate from a soln. of molybdic acid and sodium 
carbonate treated with the quantity of hydrochloric acid theoretically required to 
form the tetramolybdate. M. Amadori’s thermal analysis shows that the tetra- 
molybdate can exist. A. Rosenheim and J. Felix obtained crystals of the salt 
by warming for a few minutes a soln. of sodium octomolybdate and potassium 


: 
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chloride. The microcrystalline powder of the heptahydrate retains a mol. of water 
at 100°. It is sparingly soluble in cold water, and is decomposed by boiling water 
with the separation of trimolybdate. 

G. Wempe prepared rubidium tetramolybdate, Rb,O0.4Mo003.4H.0, by filter- 
ing a hot soln. of rubidium carbonate and an excess of molybdic acid, and rapidly 
evaporating the liquid. The tetrahydrate is an amorphous, white powder which 
is readily soluble in cold water. G. Wempe also obtained crystals of the 
anhydrous salt by evaporating on the water-bath a soln. of rubidium paramolybdate 
treated with the calculated amount of hydrochloric acid. If the crystalline scales 
are really anhydrous, the formula does not fit A. Rosenheim’s theory of the con- 
stitution of these salts. F. Ephraim and H. Herschfinkel, however, found that the 
salt is a hemihydrate, RbgMo,O0j3.3H,0, if obtained from boiling soln.; and the 
mother-liquor deposits crystals of the paramolybdate, but if it be treated with 
nitric acid of sp. gr. 1:20, added drop by drop, the hemipentahydrate is formed. 
W. Muthmann and W. Nagel obtained ceesium tetramolybdate, Cs.0.4Mo0Q,, by 
melting a mol of cesium carbonate with 3 mols of molybdenum trioxide, and 
boiling the cold mass repeatedly with water; evaporation over sulphuric acid 
of the hot extract furnishes quadratic plates of the dihydrate, Cs,0.4Mo003.2H,0. 
G. Wempe obtained a trihydrate, Csg0.4Mo003.3H.O, by evaporating rapidly on a 
glass plate drops of a hot filtered soln. of caesium carbonate and an excess of molybdic 
acid. 

G. Wempe prepared silver tetramolybdate, Ag,0.4Mo003.6H,O, by treating a 
hot soln. of ammonium tetramolybdate with an excess of a hot soln. of silver sul- 
phate. The white, flocculent precipitate is coloured green when heated, and it 
melts to a liquid which, on cooling, forms a yellow crystalline mass. It is decom- 
posed by hot water, with the separation of molybdenum trioxide. 

F. Ullik prepared calcium tetramolybdate, CaMo,0,3.9H,O, by the action of 
molybdic acid on calcium carbonate suspended in water. The crystalline salt 
has not been obtained, otherwise the calcium and sodium salts have analogous 
properties. F. Ullik obtained barium tetramolybdate, BaMo,0,3.5H,0, by the 
action of hot water on the octohydrate ; and A. Rosenheim and J. Felix, by the 
action of barium chloride on a soln. of sodium octomolybdate, and warming the 
clear soln. The microcrystalline precipitate loses four-fifths of its water at 120° 
in agreement with the formula Ba3H,[H.(Mo,07),¢].12H,0. G. Wempe obtained 
BaMo,043.3-5H,O, as an amorphous precipitate by the action of barium chloride 
on a soln. of sodium tetramolybdate. A. Travers and L. Malaprade obtained 
BaO.4Mo03.9H,O, from soln. of barium metatungstate and tetramolybdic acid 
at 70°. G.Wempe could not prepare magnesium tetramolybdate by the action of 
magnesium carbonate on an excess of a boiling soln. of molybdic acid—the product 
appeared to be the normal molybdate. J’. Ullik reported that zine tetramolybdate, 
ZnMo,03.8H,0, is formed as in the case of the calcium salt. 

G. Canneri obtained ammonium dimolybditotetramolybdate, 2(NH,),0.Mo.0;. 
4Mo03.8H,O ; as well as sodium dimolybditotetramolybdate, Na,O.Mo,0;.4Mo00s. 
10H,O; and potassium dimolybditomolybdate, 2K,0.Mo0,0;.4M003.5H,0. By 
reducing alkali dimolybdates (q.v.), he also prepared lithium hypomolybditotetra- 
molybdate, Li,0.4MoO3.MoO,; sodium hypomolybditotetramolybdate, Na,O. 
4MoO3.MoO,; sodium hypomolybditopentamolybdate, Na,O.5Mo03.MoO,; and 
potassium hypomolybditopentamolybdate, K,0.5MoO03.MoO,. By the action of 
hydrogen chloride near 600°, compounds of the type O : Mo[O.Mo0,.0.MoOg. 
O.R.J2, where R denotes Na or Li; and O: Mo(OR)[O.(MoO3.0)5.R], where R 
denotes Na or K, were obtained. 


F. Jean ? reported ammonium pentamolybdate, 2(NH,),0.5MoO;.H,O, to separate as 
an amorphous precipitate when a boiling soln. of ammonium molybdate is treated with 
ammonium chloride. This result has not been confirmed, and a similar remark applies 
to L..F. Svanberg and H. Struve’s report of the formation of potassium pentamolybdate 
by the action of nitric acid on a soln. of molybdic acid in one of potassium carbonate. 
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L. F. Svanberg and H. Struve reported silver pentamolybdate, 2Ag,0.5MoO,, to be formed 
by treating a soln. of potassium trimolybdate with silver nitrate. The mass had a variable 
composition, and was somewhat soluble in water. A. Junius could not prepare it; and 
it is doubtful if it is a chemical individual. EH. Dittler obtained lead pentamolybdate, 
2PbO.5MoO;, by adding a hot, conc. soln. of lead chloride to a hot, 6 per cent. soln. of 
ammonium 5: 12-molybdate so long as an additional drop produced no turbidity. The 
yellowish-green, amorphous product forms bluish-green, hexagonal or trigonal prisms at 
115°. They are optically negative, insoluble in water; soluble in nitric acid; soluble in 
hydrochloric acid (1: 80); and soluble in a soln. of sodium carbonate, and the soln. on 
standing deposits basic lead carbonate, Pb;(OH).(COs) >. 

E. Marckwald obtained ammonium cobaltous pentamolybdate, 9{2(NH,),0.5MoQ;}- 
5{2CoO.5MoO,}.118H,0O, as a red crystalline mass, by evaporating the filtrate after 
boiling a mixed soln. of eq. proportions of cobaltous chloride and ammonium paramolyb- 
date ; he also obtained red crystals of 4(NH,),0.2CoO;.15MoO,.20H,O. 


For some hexamolybdates, wide infra, dodecamolybdates. The ammonium 
hexamolybdate, 3NH3.6Mo003.5H,0, of P. Klason? was shown previously to be 
more probably a tetramolybdate. P. Klason also reported that a sample of com- 
mercial molybdic acid was best represented by NH3.3Mo003.3H,0, and it is obtained 
by evaporating a mixture of ammonium paramolybdate with an excess of nitric 
acid. This product—if the statements are correct—can be regarded as anhydrous 
ammonium hexamolybdate, (NH4),0.6MoO3. P. Klason also reported what he 
regarded as ammonium pentahydrotrimolybdate, (NH4)H;Mo03019, or NH3.3MoOsz. 
3H,0, but may be also regarded as a pentahydrate, (NH4).0.6Mo003.5H,O. It was 
obtained by adding the calculated quantity of N-HCl to a cold soln. of ammonium 
paramolybdate, and crystallizing. The needle-like crystals lose 2 mols. of water 
over phosphorus pentoxide at ordinary temp. They are sparingly soluble in 
cold water, and more soluble in hot water—but with partial decomposition. 
A. Rosenheim regarded the hexamolybdates as hexahydrododecamolybdates, 
e.g. (NH4)4H¢6l Ho(Mo0,07)¢].nH,0. G. Jander and A. Winkel found the alkali 
hexamolybdate, R;[HMogQ.1], to be stable in the range [H']=10~4°5 to 10-16; 
and gave for the diffusion coeff. of the anion, 0-28. G. Jander described the con- 
ditions of stability of the acid. According to EH. Marckwald, a soln. of sodium 
di- or para-molybdate and nickelous chloride gives prismatic crystals of sodium 
nickelous hexamolybdate, Na,O.2Ni0.6MoOs, in prismatic crystals which dissolve 
without decomposition in cold water, but are decomposed by hot water. 

S. Posternak prepared ammonium hydroheptamolybdate, (NH,0)3;MoO0- 
(O.Mo02);0.Mo0,(OH), from a boiling soln. of ammonium molybdate with molybdie 
oxide; and ammonium trihydroheptamolybdate, (NH,0)(HO),IMo0(0. Mo0.)50. 
MoOg. OH. H,0, as a crystalline crust by warming a soln. of ordinary ammonium 
molybdate on a water-bath. He supposed the anhydrous paramolybdate (q.v.) to 
be (NH,0O)3;Mo0(O.MoQg);0.MoO(ONH,)s. A. Travers and L. Malaprade discussed 
the constitution of the salts of H,[7Mo0,.30]. 


REFERENCES, 


1 N. J. Berlin, Journ. prakt. Chem., (1), 49. 444, 1850; A. Rosenheim, Zeit. anorg. Chem., 
15. 180, 1897; A. Rosenheim and J. Felix, 1b., 79. 292, 1913; J. Felix, Zur Kenntnis einiger 
Polymolybddnate und des Molybddnsauredihydrats, Berlin, 1912; D. Asch, Zur Kenntnis der 
Schwefligmolybdate, Berlin, 1902; P. Klason, Ber., 34. 153, 1901 ; "W. Muthmann and W. Nagel. 
40., 31. 1836, 1898; F. Westphal, Beitrage zur Kenninis der molybddnsauren Salze, Berlin, 1895 ; 
G. "Wempe, Beitrage zur Kenntnis der Molybdate, Miinchen, 1911; Zeit. anorg. Chem., 78. 298, 
1912; F. Hoermann, 2b., 177. 145, 1928 ; F. Ephraim and M. Brand; tb., 64. 258, 1909 ; M. Brand, 
Ueber Molybdate, Sulfomolybdate und Phosphormolybdate des Lithiums, Bern, 1905; F. Ullik, 
Sitzber. Akad. Wien, 55. 767, 1867; 60. 295, 1869; Liebig’s Ann., 144. 2 (4), 320, 1867; 153. 
373, 1870; H. Herschfinkel, Ueber Molybdate, Sulfomolybdate, Phosphor- und Arsenomolybdate 
des Rubidiums und Cesiums, Bern, 1907; F. Ephraim and H. Herschfinkel, Zeit. anorg. Chem., 
64. 266, 1909; A. Travers and L. Malaprade, Compt. Rend., 188. 292, 533, 1926; Bull. Soc. 
Chim., (4), 39. 1543, 1926; M. Amadori, Atti Ist. Veneto, 72. ii, 893, 1916; S. J. Diatschkovsky 
and A. V. Dumansky, Journ. Russ. Phys. Chem. Soc., 58. 630, 1926; G. Canneri, Gazz. Chim. 
Ital., 57. 872, 1927; 60. 113, 1930; L. F. Svanberg and H. Struve, Svenska Akad. Handl., 1. 9, 
1848 ; Journ. Prakt. Chem., (1), 44. 257, 1848; Phil. Mag., (3), 88. 409, 524, 1848. 

2 F. Jean, Compt. Rend., 78. 1436, 1874; L. F. Svanberg and H. Struve, Svenska Akad. 
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Handl., 1. 9, 1848; Journ. prakt. Chem., (1), 44. 257, 1848; Phil. Mag., (3), 38. 409, 524, 1848 ; 
A. Junius, Beitrdge zur Kenntnis der Molybdate, Berlin, 1905; Zeit. anorg. Chem., 46. 428, 1905 ; 
EK. Dittler, Zeit. Kryst., 53. 167, 1914; E. Marckwald, Ueber die Molybdate des Kobalts; Nickels, 
Mangans, Eisens, Aluminiums, und Chroms, Berlin, 1895. : 

3 P. Klason, Ber., 34. 153, 1901 ; A. Rosenheim, Zeit. anorg. Chem., 96. 139, 1916; E. Marck- 
wald, Ueber die Molybdate des Kobalts, Nickels, Mangans, Hisens, Aluminiums, und Chroms, 
Berlin, 1895; S. Poternak, Compt. Rend., 171. 1058, 1920; A. Travers and L. Malaprade, 7b., 
183. 292, 533, 1926; G. Jander and A. Winkel, Zeit. phys. Chem., 149. 97, 1930; G. Jander, 
Metallbérse, 20. 1855, 1930. 


§ 14. The Octo-, Ennea-, and Deca-Molybdates 


F. Mylius 1 added the theoretical quantity of hydrochloric, sulphuric, or nitric 
acid to a soln. of ammonium paramolybdate, and obtained colourless needles which 
he represented by the formula NH3.4Mo003.6H,O, or (NH,),0.8M003.11H,0O, but 
which A. Rosenheim regarded as ammonium octomolybdate, (NH,),.0.8Mo0QO3. 
13H,O, and A. Rosenheim and J. Felix, as ammonium heptahydrododecamolybdate, 
(NH,)3H7[H,(MoO7),].20H,O. A. Rosenheim obtained his salt by the action of 
sulphur dioxide on ammonium tetramolybdate suspended in water, and crystal- 
lizing the soln. over sulphuric acid. As indicated by the formule there are 
differences of opinion as to the water-content. F. Mylius said that when the salt 
is warmed the expulsion of the water is attended by the loss of some ammonia, and 
when all the ammonia is driven off, the product is green owing to some reduction. 
The salt is sparingly soluble in cold water, and rather more soluble in hot water, 
and at about 60°, a salt containing less water slowly separates. A. Rosenheim 
suggested that this is the heptahydrate reported by P. Klason to be formed by 
treating a warm soln. of the decamolybdate with ammonium chloride, and which 
P. Klason regarded as 3NH3.12M003.12H,O. F. Mylius added that the aq. soln. 
of ammonium octomolybdate has an acidic reaction; it liberates carbon dioxide 
from carbonates; it coagulates albumen; and, unlike normal molybdates, it 
gives no precipitate with nitric acid—the soln., however, gradually deposits a salt 
with less ammonia, or a hydrated molybdenum trioxide. 

G. Wempe obtained lithium octomolybdate, Li,0.8Mo003.11H,O, from a conc. 
soln. of ammonium tetramolybdate and an excess of lithium sulphate. The trans- 
parent needles are soluble in water, and when strongly heated, lose some molybdenum 
oxide. F. Ephraim and M. Brand could not make this salt. F. Ullik prepared 
sodium octomolybdate, Na,O.8Mo003.17H,O, by mixing a soln. of normal sodium 
molybdate with the calculated quantity of hydrochloric acid, and spontaneously 
evaporating the clear liquid. A. Rosenheim and J. Felix, and G. Wempe employed 
a similar mode of preparation. A. Rosenheim and J. Felix also obtained it from 
a soln. of the normal molybdate sat. with molybdic acid; and they represented 
it by the formula NagH,[H.(Mo,07)6].21H,0. 8. J. Diatschkovsky and 
A. V. Dumansky prepared the complex Na,O(MoOs3)g and found that its conduc- 
tivity and f.p. depression corresponded with those obtained by adding hydrochloric 
acid gradually to a soln. of sodium molybdate when colloidal particles appear— 
vide supra, colloidal molybdic acid. According to V. von Zepharovich, the hepta- 
decahydrate crystallizes in monoclinic crystals with the axial ratios a:b:c¢ 
=1:975:1:—, and B=96° 1’. The crystals are stable at 0°, but at room temp., 
in air, they lose water and decompose. The loss of water is completed at 160°-180°. 
The heptadecahydrate is readily soluble in cold or hot water, and crystallizes 
unchanged when the aq. soln. is evaporated spontaneously ; but if the crystals 
have lost water by efflorescence, the salt becomes sparingly soluble, and if washed 
with water, sodium decamolybdate remains. A. Rosenheim and J. Felix found 
the conductivity, A mhos, of an eq. of the salt in v litres of water at 25° to be: 


v Apt LG 32 64. 128 256 512 1024 
A . 1448 196-9 303-6 349-3 377-9 406-4 410-6 


The large increase in the conductivity indicates that an acid salt rapidly forms 
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hydrogen ions with increasing dilution. The change in the sp. conductivity, 4, 
of 25 c.c. of 5N-NagMo,0g5 at 25°, when 735N-NaOH is gradually added to 25 c.c. 
of <;N-NayMogOg5, is as follows, where NaOH represents the number of mols of 


sodium hydroxide added per mol of NagMogQg; : 


NaOH . 0 0:378 1-260 1-764 2-015 2°267 3°023 3-525 
0:04708 0:04418 0-03411 0-02967 0-03018 0-03030 0-03332 0-03550 


This means that with the addition of alkali, the acid is neutralized and the con- 
ductivity decreases, and when about 2 mols of alkali per mol of salt have been 
added, sodium tetramolybdate is formed, and the conductivity increases, owing 


to the increasing alkalinity of the soln. Aq. soln. of the octomolybdate are as 


unstable as the solid salt, and at their b.p. the liquid becomes turbid owing to the 
separation of decamolybdate. Vide infra, the hexadecamolybdates, for a 
polymerized form. 

F. Ullik prepared potassium octomolybdate, K,0.8M003.13H,0, by dissolving 
potassium trimolybdate in a soln. of molybdic acid ; the precipitate dissolves when 
the liquid is warmed, and when the filtered soln. is cooled, the salt separates out 
in crystals. A. Rosenheim, A. Rosenheim and J. Felix, and D. Asch obtained it 
by passing sulphur dioxide into an aq. soln. of the tetramolybdate, and crystallizing 
the liquid over sulphuric acid ; and G. Wempe, by the a¢tion of potassium sulphate 
on a hot soln. of ammonium tetramolybdate. It is not formed when potassium 
molybdate is treated with the calculated quantity of hydrochloric acid, because 
the trimolybdate is formed instead. According to F. Ullik, the prismatic crystals 
are decomposed by water forming a sparingly-soluble powder ; when the salt is 
heated, water is given off, and at a red-heat, the product fuses. G. Wempe said 
that the salt forms monoclinic needles, which easily dissolve in warm water. These 
properties as well as the mode of preparation made A. Rosenheim doubt if 
G. Wempe’s salt is really the octomolybdate. A. Rosenheim and J. Felix regarded 
it as potassium heptahydrododecamolybdate, KgH|H_(Mo,07)¢].15H,0. G. Wempe 
reported rubidium octomolybdate, Rb,0.8M003.4H,0, to be formed as in the case 
of the potassium salt; and the needle-like crystals are said to be probably mono- 
clinic. They effloresce in air; and are sparingly soluble in cold water, and readily 
soluble in hot water. The corresponding ceesium octomolybdate has not been 
prepared. 

According to F, Ullik, calcium octomolybdate, CaMog0.;.18H,O—A. Rosenheim 
and J. Felix gave ($Ca)3H7[H,(Mo,07)¢].22H,O0—is formed by the action of the 
calculated quantity of hydrochloric acid on normal calcium molybdate, and allowing 
the liquid to evaporate spontaneously. A. Rosenheim and J. Felix obtained it in 
a similar manner. The small, prismatic crystals are very similar to those of the 
other octomolybdates. The salt gives off water when heated, and the residue begins 
to fuse at a red-heat. The salt is almost insoluble in cold water, but in hot water 
it is soluble. G. Wempe represented the amorphous salt obtained by mixing 
soln. of eq. quantities of sodium tetramolybdate and calcium chloride, by the 
formula CaMogOo5.17H,O. He also obtained what he regarded as strontium 
octomolybdate, SrMogO.5.7H,0—although his data agree better with SrMo,903}. 
12H,0—by the action of strontium chloride soln. on one of ammonium tetra- 
molybdate. The acicular crystals are monoclinic or triclinic. F. Ullik prepared 
barium octomolybdate, BaMogO.;.18H,0—A. Rosenheim and J. Felix gave the 
formula ($Ba)3H7[H,(Mo,07)¢].22H,0—by the action of a warm soln. of molybdic 
acid on barium carbonate ; by the action of a mol of barium chloride on a soln. of 
a mol of sodium octomolybdate ; and by pouring a soln. of barium chloride into an 
aq. soln. of molybdic acid. The filtered soln. is evaporated for crystallization. 


co 6 


4 pa 


A. Rosenheim and J. Felix obtained it by the action of 1-75 mols of hydrochloric acid i 
on a mol of normal barium molybdate suspended in water ; the soln. crystallized at 


ordinary temp. The prismatic crystals decompose with the loss of water when 
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heated, and the residue melts at a dull red-heat. The salt is sparingly soluble in 
cold water, and is decomposed into the tetramolybdate by hot water. G. Wempe 
obtained an amorphous powder as a precipitate on treating ammonium tetra- 
molybdate with barium chloride ; he represented it by the formula BaMogO,,.15H,0, 
and said that it is soluble in cold or hot water. G. Wempe’s idea of this compound 
does not agree with the observations of F. Ullik. 

F. Ulhk prepared magnesium octomolybdate, MgMog0y5. 20H,0, as in the case 
of the sodium salt, by mixing a mol of normal magnesium molybdate with 1-75 mols 
of hydrochloric acid. G. Wempe obtained it by the action of magnesium sulphate 
on a soln. of a molybdate, and represented it by the formula MgMog0,;.21H,0. 
VY. von Zepharovich said that the prismatic crystals are probably triclinic. The 
salt effloresces in air ; it is dehydrated by heat; it melts at a red-heat; dissolves 
in cold water, and resembles the other octomolybdates in general properties. 
G. Wempe also reported zine octomolybdate, ZnMog0.;.15H,O, to be formed as in 
the analogous case of magnesium octomolybdate ; and similarly also with cadmium 
octomolybdate, CdMo,0,,.7H,0. 

A. Lancien obtained anhydrous uranyl octomolybdate, UO,.8Mo0;, by 
the action of sunlight on the paramolybdate (q.v.); and the tridecahydrate, 
UO3.8M003.13H,0, is obtained as prismatic needles when ammonium para- 
molybdate is precipitated by uranium nitrate and the product treated with excess 
of acetic acid ; the substance obtained is extremely sensitive to light. He measured 
the rate of change of this substance when exposed to light of various wave-lengths. 

A. Meinhard obtained well-defined salts of quadrivalent manganese by the 
action of potassium fluopermanganite on a paramolybdate. Thus, there were 
produced potassium permanganous octomolybdate, 3K,0.Mn0,.8Mo003.7H,0, 
and ammonium permanganous octomolybdate, 3(NH,).0.Mn0..8Mo00,.74H,0. 


L. F. Svanberg and H. Struve ? treated barium molybdate with dil. nitric acid and 
obtained from the liquid six-sided prisms of barium enneamolybdate, BaO.9MoO,.4H,O. 
The salt is insoluble in cold or hot water, or in water acidulated with nitric acid ; and it is 
incompletely decomposed by sulphuric acid, or by a mixture of sulphuric acid with nitric 
or hydrochloric acid. R. D. Hall. reported potassium percobaltic enneamolybdate, 
3K,0.CoO,.9Mo00;.63H,O, to be obtained by boiling a soln. of cobaltous sulphate and 
potassium paramolybdate with potassium persulphate. E.Marckwald prepared ammonium 
nickelous enneamolybdate, (NH,),0.3Ni0.9M00O ;.25H,O, from the mother-liquor of the 
6:3:16: 29 salt. KR. D. Hall reported potassium pernickelic enneamolybdate, 3K,O0.NiO,. 
9Mo0O0;.64H.O, to be formed by boiling a mixed soln. of potassium paramolybdate and 
nickelous sulphate with potassium persulphate. A boiling soln. of ammonium molybdate, 
nickelous sulphate and potassium persulphate furnishes dark purple crystals of ammonium 
pernickelic enneamolybdate ; and by adding barium chloride to a soln. of this salt, barium 
pernickelic enneamolybdate, 3BaO.NiO,.9MoO,.12H,O, is formed. 


P. Klason? prepared ammonium decamolybdate, which he represented by the 
formula 3NH3.12Mo03.12H,O0+Mo03.8H,O, but which can be better represented 
by (NH,4).0.10M003.13H,O. He obtained this salt from a soln. of ammonium 
paramolybdate mixed with the calculated quantity of N-HCl. A. Rosenheim and 
J. Felix with the same mode of preparation obtained the enneadecahydrate. The 
white powder consists of microscopic prisms which dissolve freely in hot water. The 
salt can be crystallized unchanged from its aq. soln. evaporated at ordinary temp. If 
a large porportion of the salt is warmed with a little water, it gradually forms the 
trihydrate. The trihydrate is also produced when a soln. of the normal salt is 
heated with the necessary amount of hydrochloric acid in a closed vessel at 40°, 
and likewise by dehydration of the enneadecahydrate over phosphorus pentoxide. 
The six-sided prisms of the trihydrate are sparingly soluble in water. The solid 
phase of the enneadecahydrate in contact with water for 20 hrs. is all trihydrate. 
The solubility of the trihydrate at 25° is 0-33 per cent., and at 100° is 0-447 per 
cent. of (NH,4);Mo0;903;.. The low proportion of water of crystallization found by 
P. Klason shows that his salt had been partially transformed into the trihydrate. 


598 INORGANIC AND THEORETICAL CHEMISTRY 


The transformation of the enneadecahydrate is shown by its decreasing solubility, 
S, per cent. (NH,4).Mo01903), when the aq. soln. is kept at 25°. 


Time . AIL 16 20. 30 40 hrs. 
S ; JOON 2-30 0-33 0-33 0-38 per cent. 


F. Ullik obtained sodium decamolybdate, Na,0.10Mo03.21(or 22)H,O, from a 
soln. of sodium trimolybdate or carbonate in the calculated quantity of molybdic 
acid ; and A. Rosenheim and J. Felix, by treating an ice-cold, conc. soln. of normal 
sodium molybdate with more than the calculated quantity of hydrochloric acid, 
and evaporating over sulphuric acid. F. Ullik found that the henicosthydrate 
furnishes prismatic crystals which V. von Zepharovich regarded as monoclinic 
with the axial ratios a: b : c=1-840:1: —, and B=93° 32-5’. When kept for 
some time, the crystals become turbid and wax-like. The crystals dissolve slowly 
but copiously in water, and they can be recovered from the soln. unchanged. 
F, Ullik obtained the dodecahydrate by evaporating on a water-bath the clear liquid 
from a soln. of normal sodium molybdate mixed with the theoretical quantity of 
hydrochloric acid. The white crystalline powder is dried between bibulous paper ; 
it is sparingly soluble in water. A. Rosenheim and I. Davidsohn prepared the 
_heptahydrate, but A. Rosenheim and J. Felix showed that it is probably the 
hexahydrate, NagMo,903;.6H,O. It was obtained by the prolonged heating in a 
closed vessel at 40° of a soln. of a mol of sodium molybdate and 2 mols of hydrochloric 
or nitric acid; A. Rosenheim and J. Felix also obtained it by boiling a soln. of the 
henacosihydrate. The salt separates in microscopic, six-sided prisms, which are 
only sparingly soluble in cold or hot water; a sat. soln. at 100° contains 0-842 per 
cent. NagMo1903;. The dodecahydrate of F. Ullik may be the partially dehydrated 
henacosihydrate. 

According to A. Rosenheim and I. Davidsohn, and A. Rosenheim and J. Felix, 
when a soln. of a mol of normal potassium molybdate and 2 mols of hydrochloric 
acid is heated for a long time in a closed vessel at 40°, a microcrystalline powder 
of potassium decamolybdate, K,0.10Mo00,.9H,0, separates out. The enneahydrate 
is sparingly soluble in water; at 100°, the soln. contains 0-682 per cent. of 
K,Mo1903;. If a cold, conc. aq. soln. of normal potassium molybdate be mixed 
with an eq. amount of hydrochloric acid, it deposits microscopic six-sided prisms 
of the pentadecahydrale, which is fairly soluble in cold water. If the soln. be warm, 
the less soluble enneahydrate is formed. The facts do not justify the assumption 
suggested by A. Rosenheim and J. Felix that the easily- and the sparingly-soluble 
forms are polymeric; they are explained by the existence of hydrates of different 
solubilities. | | 

The individuality of F. Ephraim and H. Herschfinkel’s rubidiwm henamolybdate, 
Rb,O.11M00,.5:-5H,O, obtained from mixtures of rubidium tetramolybdate and nitric 


acid, has not been established ; similar remarks apply to their rubidium tridecamolybdate, 
Rb,O.13M00,.4H,0. 


F. Parmentier reported crystals of potassium aluminium decamolybdate, 
2K,0.Al,03.10Mo003.15H,O, to be formed by heating aluminium hydroxide with 
potassium dimolybdate in a sealed tube at 150°. A. Meinhard prepared sodium 
ceridecamolybdate, 4Na,O0.CeO,.10Mo03.5H,O ; guanidinium thoridecamolybdate, 
4(CN3H,).0.ThO,.10Mo0,; and ammonium manganous decamolybdate, 
3(NH,),0.2Mn0.10Mo003.14H,O, by the action of a manganous salt on 
ammonium paramolybdate. 

D. N. Arteméeff, and M. K. Hliaschevitsch described the rhombic, prismatic 
crystals of ammonium cobaltic decamolybdate, 3(NH,),0.Co,Os. 10Mo0s. 10H,0 ; 
and of those of potassium cobaltic decamolybdate, 3K,0.Co,03.10Mo003.10H,0. 
E. Marckwald obtained ammonium nickelous decamolybdate, 3(NH,).0.2Ni0. 
10Mo003.14H,0, by mixing a hot soln. of ammonium paramolybdate and nickelous — 
chloride, and, after the nickelous molybdate has separated, evaporating over 
sulphuric acid. 
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§ 15. The Dodeca-, and Higher Molybdates 


G. Jander and A. Winkel! found the range of stability of sodium dodecamolyb- 
date, Nas(H,Mo,.0,,).aq., to correspond with [H’]=1071° to 10~°9; and they 
gave 0-20 for the diffusion coeff. of the anion. G. Wempe treated a soln. of 
ammonium tetramolybdate with calcium chloride in eq. proportions, and evaporated 
the liquid on a water-bath. The resulting monoclinic or triclinic prisms were 
regarded as calcium dodecamolybdate, CaMo,.03,.23H,O. The crystals effloresce 
‘in air; they are almost insoluble in cold water, but readily soluble in hot water. 

R. D. Hall prepared crystals of ammonium aluminium dodecamolybdate, 
3(NH4)20.Al,03.12M003.19H,O, or (NH,4)3Al(Mo,07)3.94H2O, by boiling 100 grms. 
of ammonium paramolybdate with 33 grms. of aluminium sulphate in 1-5 litres of 
water, and cooling the hot liquid. H. Struve regarded it as a decahydrate. The 
salt was also prepared by K. Marckwald. Attempts by A. Rosenheim and 
H. Schwer to resolve the ammonium strychnine salt into optical isomerides failed. 
The electrical conductivity, A, of 4(NH,)3;H¢{ Al(MoO,)¢|.7H,0O, in v litres of water, 
at 25° is 

v : : 32 64 128 256 512 1024 
A : - 100-56 108-5 116-0 122-9 132°8 143°3 


J. G. Gentele prepared sodium aluminium dodecamolybdate, Na; Al(Mo,07)3.11H,0, 
by treating a soln. of potash-alum with sodium molybdate in excess. The needle- 
like crystals are easily soluble in water; they effloresce in air; and lose about 
half their water of crystallization over sulphuric acid. The salt melts when heated, 
and the cold crystalline mass dissolves slowly in hydrochloric acid. H. Struve 
boiled freshly-precipitated aluminium hydroxide for many hours with a soln. of 
potassium trimolybdate, replacing water as it evaporates. The hot liquid is 
filtered and cooled for the crystals of potassium aluminium dodecamolybdate, 
3K,0.A1,03.12M003.20H,0, or KsAl(Mo,07)3.10H,O. The same salt was obtained 
by treating a soln. of potash-alum with a normal molybdate—say, magnesium 
molybdate; and R. D. Hall also obtained it by the action of aluminium sulphate 


? 


600 INORGANIC AND THEORETICAL CHEMISTRY 


or potash-alum on a molybdate. H. Struve said that the hot soln. furnishes four- 
sided plates on cooling. The crystals are stable in air; 100 parts of water at 17° 
dissolve 0-025 part of the salt. The original salt can be obtained by crystallization 
from the aq. soln. The salt melts at a red-heat, and when cold, the mass is sparingly 
soluble in water and acids. A. Rosenheim and H. Schwer discussed the hypotheses 
as to their constitution (i) that they are constituted Rs[Al(Mo.07)3|.nH,0, or 
Rs[ Al(H20)2(Mo207)3].(n—2)H,0 ; or (11) that they are derivatives of the nonavalent 
(AlOg¢)-radicle. The way the potassium salt loses water, when it is heated, agrees 
with the hypotheses that the potassium salt is constituted in accord with — 
K3H,{Al(MoO,)g].7H,0. The percentage loss of water is as follows : 


100° 110° 120° 130° 150° 170° Red-heat 

Loss . 9:90 10°22 10-32 10-32 10:54 11-47 14-68 
pt A A A ae Rene 

7H,0 10H,0 


The electrical begeniate A, of an eq., $K3H,[ Al(MoO,),|.7H,O, in v litres of 
water, at 25°, 


v : aay 64 128 256 512 1024 
A : 3 2 97742 _ 105-93 113-34 121-04 130-97 140-02 


R. D. Hall reported that if an eq. amount of silver nitrate be added to an alkali 
aluminium dodecamolybdate, only part of the alkali is replaced, but if an excess 
of the silver salt be employed, silver aluminium oxydodecamolybdate, Ag,O. 
AggAl,(Mo,07)¢.16H,O, is formed. If a still latger excess of silver salt be used, 
Silver aluminium dioxymolybdate, 2Ag,0.Ag,A1,(Mo.07)¢.nH,O, is produced ; 
barium aluminium oxydodecamolybdate, BaO.BazAl,(Mo,07)¢.14H,0, is formed 
by boiling barium chloride with a soln. of the salt KzAl(Mo,07)3.10H,O ; and also 
ammonium barium aluminium oxydodecamolybdate, 0-85(NH,),0.2°15Ba0O.Al,Os. 
12Mo003.20H,0, by the action of barium chloride on the ammonium salt. R. D. Hall 
prepared lead aluminium oxydodecamolybdate, PbO.Pb;Al,(Mo,07),.21H,O, as 
in the case of the corresponding silver salt. 

G. A. Barbieri prepared a series of ceriododecamolybdates of the general 
formula Re[Ce(Mo,07)¢].nH,0, derived from the ceridodecamolybdic acid, 
H,[Ce(Mo,07)¢]. These salts are stable towards hydrogen dioxide, and give 
a precipitate with oxalic acid only after prolonged boiling. Yellow crystals of 
ammonium ceric dodecamolybdate, (NH,)g/Ce(Mo.07)¢].8H,O, were obtained by 
adding a soln. of conc. ammonium nitrate to a soln. of ammonium paramolybdate, 
and the product, when treated with dil. sulphuric acid furnished pale yellow 
crystals of ammonium ceric dihydrododecamolybdate, (NH,),H,[Ce(Mo,07)¢|. 
10H,O; A. Meinhard obtained sodium ceric. dodecamolybdate, 4Na,0.CeQOs. 
1M2003.6H,O ; while G. A. Barbieri obtained orange-yellow, crystals of silver 
ceric dodecamolybdate, Agg{Ce(Mo.07).]; and yellow crystals of aniline ceric 
dodecamolybdate were prepared by double decomposition with the ammonium 
salt and silver nitrate. 

HK. Péchard prepared a series of complex titanidodecamolybdates, of the 
‘general formula Re[Ti(Mo,07)¢|.nH,O. He obtained titanidodecamolybdic acid, 
H,| Ti(Mo,07)¢].18H,0, by adding hydrochlorous acid to mercurous titanimolybdate, 
or by agitating with ether an aq. soln. of the ammonium salt acidified with hydro- 
chloric acid, and allowing the heavier liquid to evaporate spontaneously. The 
golden-yellow octahedra melt at 60°, and are very soluble in water. He 
prepared ammonium titanidodecamolybdate, 2(NH,).0.Ti0,.12Mo003.10H,0, 7.e 
(NH,)4H4[Ti(Mo,07)¢].8H,0, by adding a soln. of ammonium fluotitanate to a soln. 
of ammonium molybdate until the yellow colour no longer increases in intensity, 
and then adding hydrochloric acid. The salt is insoluble in soln. of ammonium 
salts, but dissolves in water and in acids. It furnishes yellow octahedra which 
act on polarized light. If a hot, conc. soln. of this salt be treated with potassium 
chloride and allowed to cool, efflorescent prisms of potassium titanidododeca- 
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molybdate, K,H,[Ti(Mo,07)¢].14H,O, are deposited. If a mercurous salt soln. 
be added to an aq. soln. of one of these two salts, mercurous titanidodecamolybdate 
is formed. E. Péchard prepared zirconidodecamolybdates, Re[{Zr(Mo,07)¢]. 
nH,O, in an analogous manner; ammonium  zirconidodecamolybdate, 
(NH4)4H,[Zr(Mo.07)¢].8H,O, yields brown octahedra; and potassium zirco- 
nidodecamolybdate, K,H,[Zr(Mo.07),].16H,O, brown prisms. 

G. A. Barbieri obtained a series of thoridodecamolybdates, R,[Th(Mo,07)¢|. 
nH,0. They do not give a precipitate with oxalic acid in the cold, but, on boiling, 
thorium oxalate is slowly deposited. When 10 grms. of anhydrous thorium 
sulphate dissolved in 200 c.c. of water are added to 250 c.c. of a 30 per cent. soln. 
of ammonium heptamolybdate, a white precipitate of ammonium thoridodeca- 
molybdate, (NH,)[Th(Mo.07),].8H,O, is deposited. A. Meinhard also prepared 
this salt. G. A. Barbieri showed that if the nitric or hydrochloric acid soln. of this 
salt be treated with a conc. soln. of an ammonium salt, ammonium dihydrothori- 
dodecamolybdate, (NH,)gH.[Th(Mo.0,),].11H,O, is deposited; similarly with 
sodium thoridodecamolybdate, Nag[Th(Mo,07),].15H,0, which forms needle-like 
crystals, and with sodium dihydrothoridodecamolybdate, Na,H,[Th(Mo,07)gl. 
17H,O0—A. Meinhard also prepared the former salt. According to G. A. Barbieri, 
the addition of silver nitrate to a soln. of one of these salts furnishes silver thorido- 
decamolybdate, Ag,/Th(Mo,07),], as a white powder. Precipitates of magnesium 
thoridodecamolybdate, and of zine thoridodecamolybdate are similarly produced. 
A. Rosenheim obtained ammonium stannidodecamolybdate, (NH,)<[Sn(Mo.07)¢]- 
20H,0, as a microcrystalline, white powder, by the action of a soln. of ammonium 
paramolybdate on ammonium chlorostannate. A. Meinhard also prepared 
ammonium hydrostannidodecamolybdate, (NH,)3H;[Sn{Mo.07)¢].4H2O, which was 
regarded as a salt of stannidodecamolybdic acid, H,[Sn(Mo,07)¢]- 

A series of complex chromidodecamolybdates, 3R.0.Cr,03.12Mo02.nH,0, or 
Rs[Cr(Mo,07)3].nH,O, was prepared by H. Struve, HE. Marckwald, and R. D. Hall. 
H, Struve prepared rose-red plates of ammonium chromidodecamolybdate, 
3(NH,),0.Cre03.12M003.20H,0, or (NH,)3H¢[ Cr(MoO,),6].7H.,0, by boiling a soln. of 
ammonium trimolybdate with hydrated chromic oxide ; and R. D. Hall, by boiling 
a soln. of ammonium chrome-alum and ammonium paramolybdate. EH. Marckwald 
obtained the hexacosihydrate. A. Rosenheim and H. Schwer prepared two 
guanidine salts; and an attempt to resolve the ammonium strychnine salt into 
optical isomerides failed. Similarly with the rose-red plates of potassium chromi- 
dodecamolybdate, 3K,0.Cr.03.12M003.20H,O, or KgH¢[Cr(MoO,)¢].7H,0. The 
salt undergoes no change on dialysis. At 17°, 100 grms. of water dissolve 2-6 grms. 
of the salt. The percentage loss in weight is: 


100° AOS 120° 130° 150° 170° Red-heat 
Loss . 9°66 10-04 10-08 10-08 10-34 127 E 14°39 


A. Rosenheim and H. Schwer found that the electrical conductivity, A, of a soln. 
of an eq. of the normal salt, 4K H¢{ Cr(MoOg) |.7H,0, in v litres of water, at 25°, is: 


v ; ye: 64 128 256 512 1024 
A : ses Wi 106-6 1143 121-8 131-2 140-3 


If the potassium salt be crystallized from soln. containing varying proportions of 
potassium hydroxide a series of potassium chromioxydodecamolybdates is formed, 
oz. 7:2:24:32; 4:1:12:15; and4:1:12:20. A. Rosenheim and H. Schwer 
consider that these products are mixtures. H. Struve obtained sodium chromido- 
decamolybdate, 3Na,0.Cr.03.12Mo003.21H,0, as in the case of ammonium salt. By 
adding the respective salts of the base to a soln. of potassium chromidodecamolyb- 
date, R. D. Hall prepared silver chromidodecamolybdate, 5Ag,0.Cr.03.12M003. 
17H., by using an excess of silver nitrate, if otherwise, potassium silver chromi- 
dodecamolybdate, 24A°,0.3K,0.Cr.03.12Mo03.18H,0, is formed ; barium chromi- 
oxydodecamolybdate, 4Ba0.Cr.03.12Mo003.15H,0, as well as the hexadecahydrate 
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ee 


is formed by using an excess of barium chloride, if otherwise, potassium barium - 


chromidodecamolybdate, 2-15Ba0.0-85K,0.Cr,03.12Mo003.20H,O ; and with an 
ammonium salt, ammonium barium chromidodecamolybdate, 2Ba0.(NH,).0. 
Cr203.12M003.20H,0; by using a mixture of an excess of barium chloride and 
barium hydroxide, in the cold, barium chromidioxydodecamolybdate, 5BaO.Cr,03. 
12M003.12H,O, is formed: A. Rosenheim and H. Schwer reported the formation of 
BagH;[Cr(MoO,)¢].5H,0; and they consider that the basic salts here described 
are impure normal salts. R. D. Hall found that an excess of mercurous nitrate 
furnishes mercurous chromipentoxydodecamolybdate, 8Hg,0.Cr,03.12MoQsz. 
16H,O ; with the theoretical amount of lead nitrate, lead chromioxydodecamolyb- 
date, 4PbO.Cr,03.12M003.24H,O, was formed, and with five times this amount of 
lead nitrate, the docosihydrate was produced. If the mercurous salt be decom- 
posed with dil. hydrochloric acid, and the filtrate evaporated to a small bulk 
over a water-bath, and then to dryness, over sulphuric acid, chromidodecamolyb- 
dic acid, Cr,03.12M003.28H,0, is formed as a green powder. 

A. Rosenheim and J. Pinsker prepared ammonium manganous dodeca- 
molybdate, 3(NH,),.0.2Mn0.12M003.22H,O ; and by the action of salts of tervalent 
manganese on alkali paramolybdates, A. Meinhard obtained ammonium manganic 
dodecamolybdate, 4(NH,),0.Mn,03.12Mo003.9H,0O, and also potassium manganic 
dodecamolybdate, 4K,0.Mn,03.12M003.30H,O. These salts are analogous with 
the corresponding 4R,0.Fe,03.12WOs.nH,0. 

F, Zambonini and V. Caglioti prepared ammonium manganic tridecamolybdate, 
4(NH,)20.Mn.03.13M003.9H,O, where Mn,O3 may also be regarded as MnO.Mn0Og. 
This salt is considered to be one member of a series of isomorphous complex salts 
of the type: [Mn****(Mo,07)g|RgMn*”Mo0,.9H,O, where R is the third basal element 
—vide supra, permanganitomolybdates. The ammonium salt is produced by adding 
100 c.c. of a conc. soln. of manganous chloride (75 grms. MnCl, per 1000 c.c. of water) 
to 1800 c.c. of a hot soln. of ammonium paramolybdate (250 grms. of salt per 
litre), and then adding 800 c.c. of hydrogen dioxide. The soln. is filtered whilst 
hot, and on cooling red crystals are deposited. The crystals were decanted, washed 
with water, and dried in air on a porous tile. The triclinic crystals have uniaxial 
birefringence without optical anomalies, they are pleochoric, and have a sp. gr. 
3-028. By adding potassium chloride to a soln. of the ammonium salt at 80°, 
isomorphous orange-red crystals of potassium manganic tridecamolybdate, 
4K 0.Mn,03.13M003.9H,0, of sp. gr. 3-43, were produced. The crystals have a 
positive, uniaxial birefringence without optical anomalies, and they are pleochroic. 
The corresponding rubidium manganic tridecamolybdate, 4Rb.0.Mn.203.13MoOs. 
9H,O, was obtained in a similar manner and furnished orange-red, strongly pleo- 
chroic crystals. This salt was probably also made by H. Struve in 1854. 
F. Zambonini and V. Caglioti found that if sodium chloride is employed in place of 
potassium chloride, the soln. after standing some months deposits orange-red, 
pleochroic, monoclinic crystals of sodium ammonium manganic tridecamolyb- 
date, 2Na.0.2(NH,),0.Mn,.03.13M003.9H,O. A boiling soln. of the alkali salt 
to which nickel sulphate and ammonium persulphate are added, yields 
purple-black triclinic crystals of ammonium nickelic  tridecamolybdate, 
[ Ni“ (Mo.07)¢](NH4)3NiMo0,.9H,0, isomorphous with the corresponding manganic 
salt. The corresponding magnesium, cupric, and cadmium salts appear as 1so- 
morphous mixtures with the ammonium salt. The corresponding chromic and 
cobaltic salts were obtained, but no solid soln. with the manganic salt could be 
prepared. If the potassium, or ammonium, or sodium manganic salt is treated 
with barium chloride, at 80°, rose-yellow barium manganic dodecamolybdate, 
Ba,|Mn(Mo,07)¢].nH,O, is formed; and with the potassium manganic salt 
and silver nitrate, flesh-coloured crystals of silver manganic dodecamolybdate, 
Ags[Mn(Mo,07)¢].nH20, are produced. 

According to EK. Marckwald, ammonium ferric dodecamolybdate, 3(NH,)20: 
Fe,03.12M003.20H,O, is produced by treating ferric chloride with ammonium 
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paramolybdate. The salt Fe,03.5Mo003.nH,0 is first deposited, and afterwards 
white plates of the complex salt, which are decomposed by water. The same 
salt was prepared by H. Struve, and R. D. Hall. The latter gave 19H,O for the 
proportion of combined water; and A. Rosenheim and H. Schwer represented 
it by (NH,)3H¢{ Fe(MoO,),].7H,O. R. D. Hall also obtained potassium ferric 
dodecamolybdate, 3K,0.Fe,03.12M003.20H,O. <A. Rosenheim and H. Schwer 
represented it by K3H,[Fe(MoO,)¢|.7H,O; they found the percentage loss of 
water : 


100° 110° 71208 130° 150° 170° ~—- Red-heat 
Loss ; eae) 10:01... 10-06 10-06 10-40 11-70 14-28 
oe os as ES eee 
7H,0 10H,0 
They found the conductivity, A of K3H¢{ Fe(MoO,)¢].7H.O in v litres of water, at 25°, 
v < sy ches 64 wikes 256 512 1024 
A s ~ LOT 8s 103-0 115-64 124-11 136-9 153-75 


EK. Marckwald prepared sodium cobaltous dodecamolybdate, Na,O.CoO.12Mo00,.14H,0, 
by heating a soln. of a mol of sodium paramolybdate with 3 mols of cobaltic chloride. The 
violet precipitate does not appear homogeneous under the microscope and is thought to 
be a mixture of sodium trimolybdate and normal cobaltous molybdate. EH. Marckwald 
also obtained 3Na,0.2CoO.12M00,.27H,O, or 4CoO.6Na,0.25M003.54H,O, from a soln. 
of eq. quantities of sodium tetramolybdate and cobaltous chloride. The yellowish-red 
crystals may be a mixture of 2(2CoO.5MoO;)+3(2Na,0.5MoO;). He also reported a 
yellowish-red crystalline mass of 4Na,0.6CoO.25Mo00,.68H,O, by evaporating over sul- 
phuric acid the filtrate from a soln. of a mol of sodium paramolybdate, and 3 mols of 
cobaltous chloride. 


G. A. Barbieri 2 prepared a couple of complex rhodic molybdates analogous to 
to be those obtained with tervalent aluminium, chromium, iron, and cobalt. These 
are: ammonium rhodic dodecamolybdate, 3(NH,),0.Rh,03.12Mo003.20H,0, or 
(NH4)3H¢[ Rh(MoO,),¢].7H,O, in minute, yellow plates; and potassium rhodic 
dodecamolybdate, 3K,0.Rh,03.12M003.20H,O, or K3H¢{Rh(MoO,),¢].7H,0, also 
in small yellow plates. 

HK. Marckwald? prepared nickel tetradecamolybdate, 5Ni0.14Mo03.70H,0, 
from the mother-liquor of the 8: 6: 3l-molybdate. The green crystals are sparingly 
soluble in cold water and easily soluble in hot water. When recrystallized from 
water, the 57-hydrate is produced. G. Wempe prepared lithium hexadeca- 
molybdate, Li,Mo,,049.9.5H,O, by treating a mol of normal lithium molybdate 
with 1-5 mols of hydrochloric acid. The precipitate first formed redissolves, and 
the soln. deposits, on standing, rhombohedral crystals which are probably triclinic. 
They dissolve in warm water; and melt when strongly heated. L. F. Svanberg 
and H. Struve described a commercial sodium molybdate which approximated 
sodium hexadecamolybdate, Na,O.16Mo03.9H,O ; and F. Ullik prepared it by 
boiling for a long time a rather conc. soln. of sodium molybdate with nitric acid 
of sp. gr. 1-5. The composition of the white precipitate seemed to be independent 
of the relative proportions of the constituents. It should be washed with dil. 
nitric acid because it is peptized by water alone. When the salt is treated with 
sodium carbonate, it forms the octomolybdate. F. Ephraim and H. Herschfinkel 
boiled an acid cesium molybdate with nitric acid of sp. gr. 1-20 and obtained a 
yellow, amorphous substance to which the formula for ceesium hexadecamolybdate, 
Cs,0.16M003.8H,O, was assigned. F. Ullik regarded this product as 2Na,0. 
16Mo003.8H,O, a polymerized form of the octohydrate. F. Ullik also prepared 
magnesium hexadecamolybdate, MgO.16Mo03.30H,O, in an analogous manner. 
The microscopic crystals are sparingly soluble in cold water, but easily soluble in 
hot water. The salt loses water when heated, and melts with decomposition at a 
dull red-heat. If a mixture of eq. proportions of soln. of ammonium paramolybdate 
and nickelous chloride be evaporated in the cold, ammonium nickelous hexadeca- 
molybdate, 6(NH,).0.3Ni0.16Mo0 3.29H,0, is formed in green crystals, which are 
sparingly soluble in cold and readily soluble in hot water without decomposition. 
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KE. Marckwald also evaporated a soln. with a great excess of nickelous chloride 
and obtained ammonium nickelous henitricontamolybdate, 8(NH,).0.6Ni0. 
31Mo003.63H,0; and the mother-liquor from the decamolybdate furnishes 
ammonium nickelous tetratricontamolybdate, 3(NH,).0.9Ni0.34M003.120H,0. 
R. D. Hall prepared ammonium nickelous hexadecamolybdate, 5(NH,).,0.3Ni0. 
16Mo003.16H,0, by heating a soln. of nickelous sulphate and ammonium molybdate 
with hydrogen dioxide; and also potassium nickelous hexadecamolybdate, 
5K,0.3Ni0.16M003.21H,0, from a soln. of potassium paramolybdate and nickelous 
sulphate alone or in the presence of hydrogen dioxide, chlorine, and bromine. 

According to G. A. Barbieri,* rhodium forms complex molybdates analogous to 
the tervalent aluminium, iron, chromium, and cobalt complexes. Thus, ammonium 
rhodic dodecamolybdate, 3(NH,),0.Rh,03.12Mo003.20H,O, forms yellow lamine, 
and similarly with potassium rhodic dodecamolybdate, 3(NH,).0.Rh,03.12Mo00Os. 
20H,0. | 

G. Canneri > obtained a series of hypomolybdatomolybdates by heating for a 
long time a mixture of hydroxylamine chloride and a soln. of an alkali molybdate. 
The salts are constituted : | 


R,[(Mo,0;)(Mo,0,),].nH,0. 


The red salt, ammonium hypomolybdatomolybdate, 2(NH,),.0.Mo,0;.4Mo003.8H,0, 
forms a red soln. with water; sodium hypomolybdatomolybdate, 2Na,0.Mo0.0s. 
4Mo03.10H,0, is brick-red; red potassium hypomolybdatomolybdate, 2K,0. 
Mo,05.4Mo003.5H,O, forms an orange-red soln. with water. 

C. G. Grossup® prepared germanomolybdic acid, Hg[Ge(Mo,07)¢].25H29, 
analogous to silicomolybdic acid. 


Five grms. of germanic oxide were dissolved in 200 ml. of water containing 7 grms. of 
sodium hydroxide, and the soln. brought to boiling, whereupon 70 grms. of molybdic oxide 
were slowly added with stirring. Rapid dissolution of the molybdic oxide took place until 
about half the amount had been added. Almost complete precipitation occurred at this 
point, followed by re-solution with continued addition of the molybdic oxide. An intense 
yellow colour developed after this mid-point of reaction. Gentle boiling was continued 
for five minutes, the soln. filtered and allowed to cool. Several hundred ml. of ether were 
added, followed by an excess of cold 9N-H,SO,. An intermediate turbidity disappeared 
when sufficient acid had been added. Heavy yellow oily drops separated and settled, 
forming the third layer common to such extractions. This lower layer—an ether soln. 
of the complex acid—was removed and evaporated at 40°. After powdering, the residue 
was dissolved in a small vol. of water and the extraction with ether and sulphuric acid 
repeated. The ether was removed as before, the residue dissolved in water, the soln. 
filtered, and then allowed to crystallize at room temp. (18°-28°). The major portion of 
mother-liquor was removed by filtration and the crystals dried as rapidly as possible by 
pressing between filter paper, after which they were kept in tightly stoppered weighing 
bottles or weighed out at once for analysis. In spite of the high solubility, the soln. 
crystallized well. 


A guanidine salt, (CN3H;),H,[Ge(Mo,07)g], was prepared. 
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§ 16. Permolybdic Acid and Permolybdates 


R. Brandes,! G. C. Wittstein, and L. F. Svanberg and H. Struve reported 
hyperacid molybdates, but they probably meant polymolybdates and not permolyb- 
dates as these terms are understood to-day. G. Werther observed that acid soln. 
of the molybdates, when treated with hydrogen dioxide, give a yellow coloration 
which, according to C. Barwald, is not extracted by ether, and which, according to 
G. Denigés, is not affected by heating the liquid. The analytical possibilities of 
the reaction were discussed by L. Schénn, A. Weller, L. Crismer, G. Denigés, 
A. C. Stark, etc. T. Fairley showed that the colour is due to the formation of per- 
molybdic acid or acids in soln. The yellow, or orange-yellow acid soln. gradually 
deposits an insoluble yellow compound. KH. Péchard said that permolybdic acid, 
HMo0,, or Mo,07.5H,0, is isolated by decomposing the barium salt with sulphuric 
acid; by heating dihydrated molybdenum trioxide with a soln. of hydrogen 
dioxide ; or, by the action of hydrogen dioxide on molybdenum, or its blue oxide. 
If the soln. obtained by one of these methods is evaporated in vacuo at ordinary 
temp., it yields a yellow, crystalline powder, soluble in water. The aq. soln. 
can be boiled without decomposition ; with hydrochloric acid there is an 
evolution of chlorine. Reducing agents like stannous chloride and ferrous sulphate 
first yield molybdenum trioxide, and then the blue oxide. At 100°, the acid loses 
4H,O, and, at a higher temp., it simultaneously loses both the remaining water 
and oxygen. The composition of the salts shows that the acid is monobasic, and 
this is all in agreement with the formula HMoOQ,.2H,O. The direct neutralization 
of permolybdic acid by sodium hydroxide develops +24-2 Cals., and by potassium 
hydroxide +24-0 Cals. The action of sulphuric acid on sodium permolybdate 
develops +6-9 Cals., and the result is the same whether the sulphuric acid is added 
all at once or in successive portions. The whole of the molybdic acid is not displaced. 
but a very acid molybdate is formed, its formation corresponding with the evolution 
of 0-6 Cal. The action of hydrogen dioxide on a mixture of sodium molybdate with 
sulphuric acid in mol. proportion develops +-5-4 Cals., a quantity which may be 
regarded as the sum of the heat developed by the decomposition of the hydrogen 
dioxide and that absorbed by the formation of the permolybdate. It follows that 
the heat of formation of the permolybdate is —16-2 Cals. The direct neutralization 
of permolybdic acid develops with sodium hydroxide +11-2 Cals., and with 
potassium hydroxide +11-1 Cals. It follows that permolybdic acid will displace 
carbonic acid, but is itself displaced by the strong acids. The action of alkaline 
hydroxides on the permolybdates, with production of molybdates, gives for the heat 
of formation of permolybdic acid from molybdic acid —15-9 Cals., a number almost 
identical with that obtained by the action of hydrogen dioxide. The energy 
necessary for the formation of the permolybdic acid is derived from the decomposi- 
tion of the hydrogen dioxide. According to J. Bruhat and H. Dubois, yellow salts 
of the acid, Mo,O7.H,0, or HMoO,, are produced by the action of perborates on 
molybdates ; and, according to F. Fichter and A. Goldach, permolybdic acid is 
produced by the action of fluorine on a hydrofluoric acid soln. of molybdic acid. 

According to W. Muthmann and W. Nagel, the analytical methods employed 
by E. Péchard are unsatisfactory. What they called ozomolybdic acid, 
H,MoO;.14H,0, was obtained by digesting molybdenum trioxide with a 25 per cent. 
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soln. of hydrogen dioxide, on a water-bath, filtering, and concentrating the filtrate 
under reduced press. The orange-red product is amorphous; it reduces perman- 
ganates, silver oxide, and hypochlorites ; it liberates halogens from their hydrogen 
compounds. The salts—ozomolybdates—are obtained by dissolving molybdates 
in a 25 per cent. soln. of hydrogen dioxide with the aid of heat. They believe that 
these salts are not true permolybdates, for the heat of the reaction shows that the 
apparent addition of oxygen to molybdic acid really consists in the replacement of 
one atom of oxygen by two linked atoms of oxygen as in hydrogen dioxide or ozone. 
Hence, the proposed term ozomolybdates, and ozomolybdic acid. LL. Pissarjewksy, 
also, repeated E. Péchard’s mode of preparing permolybdic acid, and when the 
ratio of molybdenum to active oxygen in the product was determined by titration 
with potassium permanganate in sulphuric acid soln., it was found to be 1:1 in 
agreement with permonomolybdic acid, H,Mo0;.2H,O, or MoOs3.H,02.2H,0. 
_ J.B. Cammerer also found that when purified molybdenum trioxide is boiled with a 
soln. of hydrogen dioxide, it gradually dissolves with the evolution of oxygen. 
When the yellow liquid is evaporated spontaneously, a thickish orange-red mass 
is obtained, and this can be dried to a yellow powder. ‘The analysis corresponds 
with 2Mo03.H,0.H,O0,. The hydrogen dioxide cannot be expelled by heat at 
100°. The powder is sparingly soluble in cold water, but is freely soluble in hot 
water. The compound is not precipitated when the soln. in hot water is cooled. 
The aq. soln. reacts strongly acid ; it combines with acids to form nearly colourless 
products ; and decomposes alkaline carbonates forming colourless salts. 

J. Brode measured the distribution of hydrogen dioxide between ether and an 
acid soln. of molybdate. The result is independent of the amount of hydrogen 
dioxide and of the conc. of the acid being always in the proportion MoOs: H2,0, 
=1:2. In the presence of an excess of hydrogen dioxide, the soln. contains 
H,Mo0,=Mo00,(OOH), ; the intensity of the coloration with the gradual addition 
of hydrogen dioxide reaches a maximum when the ratio is 1:1. This is taken to 
mean that the soln. contains H,MoO;=Mo0.(OH)(OOH). LL. Pissarjewsky also 
found the thermal effect, Q Cals., of dissolving molybdenum trioxide in aq. 
hydrogen dioxide, to be: 

Mols H,O, per,mol MoO, 1 2 3 5 

Heat developed, Q - 8-08 12°33 12°33 12°44 Cals. 
The first reaction is assumed to be H,Mo0,+-H,0,—H,Mo0;+H,0+8084 cals. ; 
and the second H,MoO;-+ H,0,=H,Mo00,+H,0+4300 cals. Additions of hydro- 
gen dioxide to the second acid have no thermal effect. Consequently, the heats 
of formation of the two permolybdic acids are (H,Mo00,4,0)=13-516 Cals. ; 
(H,Mo0,,20)=30,812 Cals. ; and (H,.MoO;,0)=17-295 Cals. The heat of neutraliza- 
tion of permolybdic acid, H,MoO;, with 2NaOH is 13,248 Cals. A. Mazzucchelli 
and G. Zangrilli measured the f.p. of the permolybdic acids produced by adding 
successive quantities of hydrogen dioxide. The results show that the number of 
dissolved molecules increases only slightly until the ratio MoO; : H,O.2 is approxi- 
mately 1:1; and after the formation of H,MoO; is completed a further quantity 
of hydrogen dioxide enters into combination. Owing to dissociation, and the 
formation of colloidal complexes, the results are not very reliable. A. Mazzucchelli 
and C. Barbero found that hydrogen dioxide # a soln. of a mol of MoOg in 10 litres 
of N-H.SO,, gives an oxidation potential of 1-008 to 1-025 volts with platinum 
electrodes. 

The general results show that there are two permolybdic acids: permono- 
molybdic acid, H,MoO;, or MoOs.H,0., and perdimolybdic acid, H,MoOg,, or 
Mo003.2H,20., whose constitutions, according to L. Pissarjewsky, can be written : 
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Monopermolybdic acid, H,MoO, Dipermolybdic acid, H,MoO, 
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They can also be formulated : 


HO.O\ 1,20 HO.0\,,,,,/0 


HO’ \NO HO.O/~ \O 
Monopermolybdic acid, H,MoO, Dipermolybdic acid, H,MoO, 


According to A. Mazzucchelli and G. Zangrilli, if potassium dihydroarsenato- 
molybdate be dissolved in water and treated with hydrogen dioxide, and the liquid 
allowed to stand for some time, an orange-yellow powder of potassium mono- 
permolybdate, K,Mo0,;.3H,O, is formed. It is almost insoluble in cold water, 
and the colloidal soln. is opalescent, but it becomes clear when the water is warmed. 
P. G. Melikoff and L. Pissarjewksy treated a cold soln. of this salt with a soln. of 
potassium hydroxide and hydrogen dioxide, and added alcohol to the red liquid. 
The pale brick-red precipitate of potassium dipermolybdate, K.Mo0,.H,0, or 
K503.H20.Mo03, becomes yellow when exposed to air, and oxygen is given off. 
The compound explodes when triturated ; and gives off oxygen when treated with 
water. W. Muthmann and W. Nagel found the salt too unstable to analyze satis- 
factorily. The corresponding sodium dipermolybdate could not be obtained 
pure enough for analysis. 

C. Barwald suggested complex formule for the permolybdates which he prepared, 
but, according to W. Muthmann and W. Nagel, these formule are very unlikely. 
A. Mazzucchelli and G. Zangrilli studied complexes of tke permolybdates and 
oxalates; and A. Mazzucchelli and C. Ranucci, complexes with organic acids. . 
A. Piccini, and P. Kasanezky obtained fluoroxypermolybdates as indicated below. 

The permolybdates can be very roughly classed by means of the ratio R20 : Mo 
=1:1; 1:2; 3:7; 1:3; 3:10; and 1:4. J. Mller reported anhydrous 
ammonium permolybdate, NH,MoQ,, to be formed by the action of hydrogen 
dioxide on ammonium paramolybdate, and drying the product in vacuo. A. Fock 
gave for the axial ratios of the monoclinic prisms a: b : c=0-4693 : 1 : 0-2956, and 
f=112° 37-5’. EH. Péchard said that by evaporating the soln. in vacuo, the dihydrate 
is formed in yellow monoclinic prisms which, according to H. Dufet, have the axial 
ratios a: b: c=1-4682:1:1-0259, and B=105° 45’. J. Moller found that the 
f.p. of aq. soln. of 0-6353, 1-0807, and 1:1406 grms. per 100 grms. of water are, 
respectively, —0-65°, —0-110°, and —0-113° ; whilst the electrical conductivities of 
aq. soln. of a mol of the salt in 15-65, 16-6, and 28-14 litres of water are, respectively, 
67-88, 88-12, and 109-01. The data are taken to mean that the mol. wt. corresponds 
with the doubled formula (NH,),Mo,0,. As indicated above, W. Muthmann and 
W. Nagel consider that both E. Péchard’s, and J. Méller’s analyses are wrong—vide 
onfra. K. Péchard said that the salt swells up and decomposes when heated. It _ 
is sparingly soluble in water, but more soluble in alcohol. Alcohol extracts the salt 
from its aq. soln. J. Méller obtained anhydrous potassium permolybdate, KMoO,, 
_ by the action of 20 per cent. hydrogen dioxide on powdered potassium trimolybdate 
which has been fused. The orange-coloured soln. deposits crystals of the salt in a 
few days. J. Méller preferred the doubled formula. E. Péchard reported the 
dihydrate. W. Muthmann and W. Nagel consider that the analyses of both 
J. Moller, and EH. Péchard are wrong—vide infra. E. Péchard said that the crystals 
of the dihydrate are monoclinic prisms. The salt does not change its vol. when 
heated; and it decomposes. It is sparingly soluble in cold water, and more 
soluble in hot water; the aq. soln. is stable at ordinary temp., but, when boiled, 
it deposits potassium dimolybdate. It behaves like the ammonium salt towards 
alcohol. P. Blackman gave for the conductivity, u, of }K,MoO, in v litres of 
water at 25° : 


v . ee oe 64 128 256 512 1024 
be : atl23 129 133 138 140 144 


K. Péchard reported sodium permolybdate, NaMoO0,.3H,0, to be formed by dissolv- 
ing the dimolybdate in hydrogen dioxide and evaporating the soln. in vacuo. The 
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yellow, prismatic crystals begin to melt in their water of crystallization, and near 
200°, oxygen is given off. The salt is sparingly soluble in water, and insoluble in 
alcohol. EK. Péchard prepared copper permolybdate, Cu(MoO,)2.H,0, by double 
decomposition of the ammonium salt with a soln. of a cupric salt. The greenish- 
yellow powder is insoluble in water; soluble in aq. ammonia; and freely soluble 
in acids. The soln. in hydrochloric acid slowly evolves chlorine in the cold. It 
decomposes when heated. E. Péchard, and C. Barwald similarly prepared silver 
permolybdate, AgMoQ,, in yellow, microscopic octahedra, which give off oxygen 
when heated. HE. Péchard reported barium permolybdate, Ba(MoQ,)..2H,O, to 
be formed from a soln. of barium dimolybdate in hydrogen dioxide, or by warming 
at 80° a soln. of ammonium permolybdate and barium chloride. The yellow, 
microscopic octahedra are decomposed when heated. C. Barwald reported mono- 
clinic prisms of the composition 8Ba0.19M003.2H,05.13H,0 to be formed by the 
action of barium chloride soln. on 7/(NH,4),0.18M003.3H,09.11H,O. The analysis 
is thus a close approximation to that of E. Péchard’s salt. EH. Péchard obtained 
magnesium permolybdate, Mg(Mo0O,),.10H,O, by a process like that used for the 
barium salt. The needle-like crystals melt at 70°, and decompose at about 200°. 
The salt is sparingly soluble in water, and less so in alcohol. EH. Péchard prepared 
by double decomposition mercurous permolybdate, HgMoQ,, as an orange-yellow 
powder insoluble in a soln. of ammonium nitrate; and similarly also with thallous 
permolybdate, which is a yellow powder, insoluble in water, and which melts 
with the evolution of oxygen. 

W. Muthmann and W. Nagel prepared ammonium perparamolybdate, 
3(NH4)20.7Mo004.12H,0, by saturating a 20 per cent. soln. of hydrogen dioxide 
with ammonium paramolybdate, and evaporating the yellowish-red liquid. The 
orange-red, monoclinic crystals can be recrystallized from a soln. in a small propor- 
tion of water, but they are completely decomposed at 105°. The graphic formula 
for the orange-red salt is : 
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Another salt, 3(NH,4),0.5Mo03.2Mo00,.6H,O, was prepared by W. Muthmann and 


W. Nagel by evaporating the mother-liquor. The salt decomposes at 170°. The 
formula for the lemon-yellow salt is: 
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It is probable that the salt prepared by C. Barwald by the action of a dil. soln. of 
hydrogen dioxide on ammonium paramolybdate which he represented by 
14NH3.18M003.3H,O02.18H,0, as well as that prepared by E. Péchard, as in- 
dicated above, and represented by the formula NH,MoO,.2H,0O, are impure forms 
of the perparamolybdate. In addition to the properties just indicated, C. Barwald 
said that the sp. gr. of the crystals is 2-975, and that of the soln. sat. at 17-4° is 
1-486. A. Mazzucchelli and C. Barbero found that the oxidation potential with a 
2N-soln. and platinum electrodes is 0-827 to 0-841 volt. W. Muthmann and 
W. Nagel obtained yellow, monoclinic crystals of rubidium perparamolybdate, 
3Rb,0.5M003.2M00,4.6H,0, from a soln. of rubidium paramolybdate in 5 per 
cent. hydrogen dioxide. 

W:. Muthmann and W. Nagel reported potassium  pertrimolybdate, 
K,0.2M003.Mo004.3H,0, to be formed by evaporation over phosphorus pentoxide of 
a soln. of potassium trimolybdate in 20 per cent. hydrogen dioxide. A salt prepared 
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in a similar manner by the action of dil. or conc., cold or hot hydrogen dioxide on 
potassium paramolybdate was represented by C. Barwald by 6K,0.16MoOs. 
4H,0,.13H,0; and the salt, indicated above, prepared by EH. Péchard, and 
represented by KMoOQ,.2H,O, was probably this compound. The yellow crystals 
have the properties indicated above. J. Moller found that soln. of 1-0144, 1-0892, 
and 1-6058 grms. of the salt in 100 grms. of water have the respective f.p. — 0-086", 
+0-101°, and —0:138°; and the electrical conductivities of soln. with 12-49, 
18-32, and 19°67 mols KMoO, per litre are, respectively, 85:4, 90°5, and 92-1. 
W. Muthmann and W. Nagel prepared rubidium pertrimolybdate, Rb,0.2Mo0s. 
Mo0,4.3H,O, from the mother-liquor of the 3: 10-salt. The lemon-yellow, mono- 
clinic crystals effloresce in air. 

W. Muthmann and W. Nagel prepared rubidium pertetramolybdate, 
Rb,0.3Mo003.Mo04.4H,0, by allowing a dil. soln. of rubidium trimolybdate in 
5 per cent. hydrogen dioxide to stand for some time. Pale, lemon-yellow crystals 
are formed. A hot soln. of cesium tetramolybdate in 25 per cent. hydrogen 
dioxide gives orange-red, amorphous ceesium pertetramolybdate, Cs,0.4Mo0,.6H,0. 
When the soln. in hot water is rapidly cooled, it deposits the salt unchanged. 

W. Muthmann and W. Nagel digested 10 grms. of anhydrous rubidium tri- 
molybdate with 30 c.c. of warm, 25 per cent. hydrogen dioxide, and allowed the liquid 
to stand over sulphuric acid for 24 hrs. The resulting yellowish-red, amorphous 
mass of rubidium perdecamolybdate, 3Rb,.0.10M00,.14H,O, was washed with 
alcohol and ether. The evaporation of the mother-liquor obtained in the prepara- 
tion of cesium pertetramolybdate furnished yellow crystals of czesium perdeca- 
molybdate, 3Cs,0.7M003.3M00,.4H,0. 
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§ 17. Molybdenum Fluorides 


J. J. Berzelius! obtained an aq. soln. of molybdenum trifluoride by dissolving 
hydrated molybdic oxide in hydrofluoric acid ; the liquid forms a sticky, soluble, 
purple-red mass when evaporated, and when heated becomes brown and is then no 
longer soluble in water. Neither the anhydrous salt nor a hydrate has been obtained 
solid. A. Rosenheim and H. J. Braun added ammonium fluoride to a soln. of 
potassium molybdenum fluoride in hydrochloric acid, and obtained ammonium 
molybdenum tetrafluoride, (NH,)MoF,.H.,O, as a violet precipitate, which is more 
soluble than the potassium salt, and is hydrolyzed by water. If the violet soln. 
of this salt is allowed to stand over sulphuric acid, bluish-violet eveta plates of 
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ammonium molybdenum enneafluoride, 2MoF,.3NH,F, or (NH,)3Mo.I'o, are 
formed. This salt is readily hydrolyzed by water. J. J. Berzelius observed that 
a rose-red precipitate is formed when potassium fluoride is added to a soln. of 
molybdenum trifluoride. By electrolyzing soln. of molybdenum trioxide in conc. 
hydrofluoric acid, using a mercury cathode and adding the alkali fluorides to the 
soln., A. Rosenheim and T. H. Li prepared ammonium molybdenum enneafluoride, 
(NH,)3Mo.F9.2H,0, as wellas potassium molybdenum enneafluoride, K3;Mo,F9.2H,0. 
A. Rosenheim and H. J. Braun obtained potassium molybdenum tetrafluoride, 
KMoF,.H,0, by the electro-reduction of a soln. of molybdenum trioxide in hydro- 
chloric acid, and adding potassium fluoride to the liquor. The violet crystalline 
precipitate is gradually decomposed by water. It was not possible to prepare 
sodium molybdenum tetrafluoride pure enough to justify analysis. 

J. J. Berzelius obtained a red soln. of molybdenum tetrafluoride, MoF,, by the 
action of hydrofluoric acid on hydrated molybdenum dioxide. When slowly 
evaporated, the liquid becomes blue if the acid is not in excess, and it leaves a 
black crystalline residue which forms a red soln. with water. It is decomposed if 
more strongly heated. The blue molybdenum oxide gives a blue soln. with hydro- 
fluoric acid, which does not crystallize. Complex salts have not been reported ; 
although J. J. Berzelius observed that a precipitate is formed when potassium 
fluoride is added to the soln. 

According to O. Ruff and F. Hisner,? they could not prepare molybdenum penta- 
fluoride, MoF; ; but molybdenum hexafluoride, MoF,, can be obtained by the 
action of hydrogen fluoride on molybdenum pentachloride, as well as from molyb- 
denum pentachloride and antimony pentafluoride. It is best obtained by the 
action of fluorine on finely-divided molybdenum at 60° to 70°, and collecting the 
product in a glass receiver at —70°. It can be purified by redistillation. The 
white crystalline mass has a m.p. of 17°, and a b.p. of 35° at 760 mm. It is not 
affected by air. It is easily reduced to a blue fluoride; the presence of dust from 
the air is sufficient for this purpose. It forms a colourless soln. with an excess of 
water; moist air, or a little water, forms a blue molybdenum oxide. The salt does 
not react with chlorine; but with iodine it forms a brown product; it forms an 
orange product with sulphur; and it is indifferent towards sulphur dioxide. It 
reacts vigorously with gaseous ammonia, forming a brown powder. It is absorbed 
by aq. ammonia; with phosphorus it forms a pale blue substance, and it reacts 
with phosphorus trichloride and with phosphoryl chloride; it forms yellowish- 
brown crystals with arsenic trichloride; and it also reacts with antimony penta- 
chloride. It is reduced by organic substances—like paraffin, blotting paper, animal 
skin, etc.—and becomes indigo-blue. Metals—copper, lead, iron, ete.—react forming 
coloured substances; but gold, and platinum have no action. It is absorbed by 
alkali-lye, and forms complex salts with alkali fluorides, but they have not been 
described. N. V. Sidgwick discussed the electronic structure of this salt. 
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§ 18. Molybdenum Oxyfluorides 


W. Wardlaw and R. L. Wormell! prepared a salt of tervalent molybdenum, 
namely, molybdenyl fluoride, MoOF.34H,0, or MoOF.4H,0, by double decomposi- 
tion of the oxychloride with ammonium fluoride in an air-free, aq. soln. The 
insoluble, buff-coloured precipitate has similar properties to the corresponding 
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chloride and bromide, [MoOR.4H,O]. The solubility, and ease of hydrolysis increase 
with increasing at. wt. of the halogen atom. The univalent molybdenyl radical, 
MoO, appears to persist in aq. soln. The oxygen atom seems to be firmly attached 
to the molybdenum nucleus and the whole behaves like a univalent metal. This 
conception is supported by the existence of other insoluble molybdeny] salts, such 
as the benzoate, phosphate, salicylate. 

The salt of quinquevalent molybdenum, molybdenum oxytrifluoride, MoOFs, 
has not been prepared. There is some doubt whether the molybdenum trioxytetra- 
fluoride, Mo,O3F,, of E. F. Smith and V. Oberholtzer contains quinquevalent or 
sexivalent molybdenum. It was obtained in red, needle-like crystals, by the action 
of hydrogen fluoride on molybdenum trioxide at 300° to 400°. It attacks glass ; 
and gradually decomposes, forming blue oxide. It is deliquescent, and easily 
soluble in hydrofluoric acid, but not in water. Indications of other products were 
obtained. 

Although molybdenum oxytrifluoride is unknown, a number of complex salts 
has been prepared. These are of two types: 5RF.3MoOFs3, and 2RF.MoOFs. 
F. Mauro found that a soln. of ammonium molybdenum oxypentafluoride in hot 
hydrofluoric acid, when concentrated and cooled, furnishes sky-blue needles of 
ammonium molybdenum trioxytetradecafluoride, 5NH,F.3MoOF3.H,O, which, 
under the microscope, appear as hexagonal crystals. The salt is decomposed by 
water, and acts as a reducing agent. The crystals are isomorphous with the 
corresponding sexivalent salt, 5NH,F.3MoO0.F,.H,O. The analogous potassium 
molybdenum trioxytetradecafluoride, 5KF.3MoOF3.H,0, was prepared in a 
similar manner. 

F. Mauro and R. R. Panebianco dissolved molybdenum dioxide in hydrofluoric 
acid and added ammonia until the soln. became brownish-red ; hydrofluoric acid 
was then added until the soln. became green. The liquid was then evaporated 
when sky-blue plates of ammonium oxypentafluomolybdate, 2NH,F.MoOFs, or 
(NH,).[MoOF;], were formed. A soln. of this salt was also obtained by the electro- 
lysis of 2NH,F.MoO.F,. E. Scacchi gave for the axial ratios of the rhombic 
bipyramids a: 6b: c=0-4214:1:1-0260. The crystals are isomorphous with those 
of 2NH,F.MoO,F,. L. P. Liechti and B. Kempe observed that the addition of 
molybdenum pentachloride to a soln. of potassium fluoride gives a precipitate 
presumably potassium oxypentafluomolybdate, 2K F.MoOF3.H,0, a salt obtained 
by F. Mauro by adding potassium fluoride to a soln. of hydrated molybdenum 
dioxide in hydrofluoric acid ; and also by the electrolysis of a soln. of 2KCl.MoO,Fy. 
H. Scacchi gave for the axial ratios of the monoclinic prisms, a:b:¢ 
=0-9997 : 1: 1:0320, and 6=99° 4’. The (010)-cleavage is indistinct. F. Mauro 
added that the salt changes very little on exposure to air, and when heated, it 
gives off water, etc., forming normal potassium molybdate. The salt is decomposed 
by water or dil. hydrochloric acid, but not by dil. hydrofluoric acid. It reduces 
soln. of salts of copper, silver, and gold. F. Mauro also prepared copper molyb- 
denum pentafiuomolybdate, CuF,.MoOF;.4H,O, in blue, six-sided monoclinic 
plates which, accordmg to EH. Scacchi, have the axial ratios a:b:c¢ 
==1-4745: 1: 10929, and B=85° 43’, and are isomorphous with CuF,.MoO,F,.4H,0. 
The salt can be crystallized unchanged from hydrofluoric acid; but it is decom- 
posed by water. Likewise also with zine molybdenum oxypentafluomolybdate, 
Zn¥'y.MoOF3.6H,0, which furnishes blue, deliquescent trigonal crystals isomor- 
phous with ZnF,.MoO,F,.6H,0, and with the axial ratio a: c=1: 0-5136. F. Mauro 
also prepared thallous molybdenum oxypentafluomolybdate, 2TIF.MoOFs3, in 
dark green rhombic bipyramids with the axial ratios a: b: c=0-4329 : 1: 1-0295. 
The salt begins to decompose at 240°. 

O. Ruff and F. Eisner? said that molybdenum oxytetrafluoride, MoOF,, is 
formed in the action of fluorine on a molybdenum oxide; and they prepared it: by 
distilling hydrogen fluoride into a well-cooled vessel containing molybdenum 
oxytetrafluoride ; the product is warmed to 30°, and, when the reaction is ended, 
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it is distilled from a sulphuric acid bath at 230°. The white, hygroscopic solid 
becomes blue when exposed to air, and deliquesces. Its sp. gr. is 3-001 at 20° ; 
it sinters at 96°; melts at 97° to 98° and boils at about 180°. It dissolves with a 
hissing noise in water, and forms a colourless soln.; and similarly with alcohol. 
When the aq. soln. is evaporated, molybdenum trioxide remains. The salt dissolves 
with the evolution of a gas in chloroform and ether, forming green or yellow soln. ; 
it is sparingly soluble in benzene, and carbon disulphide ; and insoluble in toluene. 
It is reduced by soln. of organic substances. With salphuric acid it forms a colour- 
less soln. giving off hydrogen fluoride; and it gives brown soln. with phosphorus 
trichloride, phosphoryl chloride, arsenic trichloride, sulphur monochloride, and 
pyridine. G. Marchetti observed that when potassium molybdate, or potassium 
dioxytetrafluomolybdate is treated with conc. hydrofluoric acid, it furnishes 
potassium oxypentafluomolybdate, KF.MoOF,, or K[MoOF;], or 
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J.J. Berzelius 8 found that seer trioxide dissolves freely in hydrofluoric 
acid, forming a colourless soln. which has a sour, and metallic taste ; the liquid shows 
no signs of crystallization when it is evaporated, and it acquires a green or blue tinge 
owing to reduction by particles of organic dust. The dried mass is only partially 
soluble in water; the insoluble portion consists of molybdenum trioxide mixed 
with a little fluoride. H.O. Schulze observed that molybdic acid reacts with metal 
fluorides, forming molybdenum dioxydifluoride, MoO,F,; whilst O. Ruff and 
F. EHisner obtained it by the action of hydrogen fluoride on molybdenum dioxydi- 
chloride as in the case of the preparation of the oxytetrafluoride (q.v.). The white. 
crystalline sublimate has a faint blue tinge ; it has a sp. gr. 3-494 at 19°; it begins 
to sublime at 265°, and at 271° sublimation rapidly occurs. It is very hygroscopic, 
and in moist air it forms hydrofluoric and molybdic acids. It forms a colourless 
soln. with water ; if only a smail proportion of water is used, the soln. is blue. It 
is also soluble in methyl and ethyl alcohols ;_ sparingly soluble in chloroform, carbon 
tetrachloride, and ether; and insoluble in toluene. The hot soln. in pyridine 
deposits on cooling a white, microcrystalline substance. It is soluble in sulphuryl 
chloride, phosphorus and arsenic trichlorides ; and in silicon tetrachloride—when 
these soln. are warmed, a gas is developed. A number of oxyfluomolybdates has 
been prepared. Starting from the normal molybdate, (RO),MoOsg, there are : 


Type I. Type II. Type ee Type IV. Type V. 
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RF.MoO, 2RE.MoO; RF.MoO0,F, 2RF.Mo0,F, RF.MoOF, 


Representatives of Type I have not been obtained; and Type V has been 
discussed above. Type II is represented by ammonium trioxydifluomolybdate, 
NH,[MoOs3F.], or 2NH,F.MoOg, which F. Mauro obtained by mixing a soln. of the 
dioxypentafluomolybdate with ammonia. The precipitate is dissolved in a hot 
ammoniacal soln. of ammonium fluoride, and the soln. evaporated spontaneously in 
air or over sulphuric acid. The rhombic bipyramids were found by A. Scacchi to 
have the axial ratios a:b: c=0-5746:1:0-6771; and to exhibit twinning and 
trilling. U. Alvisi found that the salt is ingoluble 4 in water, and, added F. Mauro, 
water decomposes the salt. It is not changed at 100°, but at a higher temp. decom- 
position sets in. HF. Mauro prepared thallous dioxytrifluomolybdate, Tl[MoO.F 3], 
or TIF.MoO.Fs, from a soln. of the dioxytetrafluomolybdate in conc. hydrofluoric 
acid. The salt begins to decompose at 240°. A. Scacchi found that the monoclinic 
prisms have the axial ratios a: b: c=0-6199 : 1: 13976, and B=93° 53’, and are 
isomorphous with the ammonium salt. 


| 
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Type III is represented by ammonium dioxytrifluoride, NH,[MoO.F3], or 
NH,F.MoO.F5, prepared by F. Mauro by evaporating over sulphuric acid a hydro- 
fluoric acid soln. of the hexoxyhenafluomolybdate, and U. Alvisi, by the action of 
hydrofluoric acid on 1: 24-phosphomolybdic acid or its ammonium salt. The 
colourless, monoclinic prisms were found by A. Scacchi to have the axial ratios 
a:b:c=0-6302 : 1 : 0-4255, and B=94° 7’, and to be isomorphous with the thallium 
salt. The salt turns green on exposure to air. M. Delafontaine described a hydrate, 
NH,F.MoO.,.H,0, obtained in rhombic crystals by the action of hydrofluoric acid 
on dioxytetrafluomolybdate, or an acid ammonium molybdate. The form of the 
crystals is the same as that of the dioxypentafluomolybdate, and M. Delafontaine’s 
determination of the contained molybdenum applies to either salt, hence F. Mauro 
believed that M. Delafontaine’s hydrate is really the dioxypentafluomolybdate. 
M. Delafontaine also reported prismatic crystals of potassium dioxytrifluomolybdate, 
K{MoO2F3].H,0, or KF.MoO.F,.H,O, to be formed by the action of hydrofluoric 
acid on an acid potassium molybdate, or the dioxytetrafluomolybdate. G. Marchetti 
could not prepare this salt, and he regarded the product as a mixture of the dioxy- 
tetrafluomolybdate with another salt as well as KF.MoOF,. There are similar, 
doubts about M. Delafontaine’s rubidium dioxytrifluomolybdate, RbF.MoO,F,.H,0. 

Type IV is represented by ammonium dioxytetrafluomolybdate, 2NH,F.MoO.Fo, 
or (NH,4)o[MoO.F,], prepared by F. Mauro by evaporating a soln. of ammonium 
trioxydifluomolybdate, and U. Alvisi obtained it from the mother-liquid obtained 
in the preparation of this salt. The colourless plates or prisms are isomorphous 
with the corresponding oxyfluocolumbate and oxyfluotungstate. The rhombic 
bipyramids were found by A. Scacchi to have the axial ratios a:b:c¢ 
=0-4207:1:0-0164. F. Mauro found that the salt is unchanged at 100°, but is 
decomposed at a higher temp. It is freely soluble in water, and the evaporation 
of the aq. soln. gives the salt unchanged. M. Delafontaine reported that the mono- 
hydrate is produced by evaporating a soln. of ammonium paramolybdate in hydro- 
fluoric acid and ammonium fluoride. The crystals are said to be triclinic 
like the analogous potassium salt with which they are isomorphous. It is rather 
more soluble than the potassium salt. By evaporating a soln. of ammonium dioxy- 
tetrafluomolybdate or trioxydifluomolybdate in ammonia over sulphuric acid or in 
air, F. Mauro obtained octahedral crystals of ammonium trioxytrifluomolybdate, 
(NH,)20.NH,F.MoO.F,, or MoO3.3NH,F, or F3Mo(ONHy,)3, or (NH4)s[MoO3F3] ; 
these crystals are isomorphous with the corresponding tungstate. They are stable 
at 100°, and when roasted furnish molybdenum trioxide. The salt can be crystal- 
lized unchanged from its aq. soln. lL. Pauling found that there are four molecules 
per unit face-centred, cubic lattice. The space-lattice has a=9-10 A., and the 
- interatomic distances Mo to F=1:9 A., and F to F, 5-3 A. The octahedral cleavage 
is perfect. 

M. Delafontaine prepared sodium dioxytetrafluomolybdate, Na.[MoO.F,].5H,0, 
or 2NaF.MoO,F,.4H,0O, from a soln. of normal sodium molybdate in a small excess 
of hydrofluoric acid. The crystals lose their water when heated in a closed vessel ; 
and are decomposed when heated in air forming normal sodium molybdate. 
J. J. Berzelius mixed potassium fluoride with a soln. of molybdenum trioxide in hot 
hydrofluoric acid, and obtained a precipitate of what was probably potassium dioxy- 
tetramolybdate, K.[Mo0O.F,].H,O, or 2K F.MoO,F,.H,O ; G. Marchetti added the 
theoretical proportion of potassium hydroxide instead of the fluoride ; J. J. Berzelius, 
and M. Delafontaine obtained the salt from a soln. of normal potassium molybdate 
in a small excess of hydrofluoric acid; and U. Alvisi, from a soln. of potassium 
hydrofluoride and 1: 24-phosphomolybdic acid. The tabular or scaly crystals 
_ were said by J. J. Berzelius to resemble the crystals of boric acid, and those of the 
corresponding tungsten salt ; M. Delafontaine also noted their resemblance to those 
of the oxyfluo-columbates, titanates, and tungstates ; the crystals were said to be 
triclinic, but A. Scacchi showed that they are monoclinic prisms with the axial 
ratios a:b: c=1-0006: 1: 0-9994, and B=103° 29’. G. Marchetti said that the 
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anhydrous salt is obtained by heating the hydrate to 100°; or by crystallization 
from a soln. in hot hydrofluoric acid. M. Delafontaine, and J. J. Berzelius said that 
the crystals are stable in air ; and they lose about 6 per cent. of water at about 60° ; 
and they melt without further decomposition when heated, forming a yellowish- 
brown mass. When roasted in air, normal potassium molybdate is formed. Hydro- 
fluoric acid is given off when the salt is heated with conc. sulphuric acid. The salt 
dissolves freely in boiling water, and the cooling soln. deposits the unchanged 
crystals. 

F. Mauro prepared copper dioxytetrafluomolybdate, CulF,.MoO,F>.4H.O, or 
Cul Mo0.F4].4H,O, by evaporating a hydrofluoric acid soln. of a mol each of copper 
oxide and molybdenum trioxide. The pale blue monoclinic plates were found by 
A. Scacchi to have the axial ratios a: b : c=1-4828 : 1 : 1-0987, and B=85° 9’, and 
to be isomorphous with the corresponding copper oxyfluotungstate and columbate, 
as well as with the copper fluosilicate, titanate and stannate. F. Mauro said the 
salt is stable in dry air; in moist air, water is absorbed ; at 115°, it loses its water 
and becomes pale green; and at 130°, the evolution of hydrofluoric acid begins. 
‘M. Delafontaine prepared zine dioxytetrafluomolybdate, Zn{MoO,F,].6H,O, or 
ZnF,.MoO.F,.6H,0, by evaporating a hydrofluoric acid soln. of eq. proportions 
of zinc oxide and molybdenum trioxide. The trigonal prisms have the axial ratio 
a:c=1:0-5166, and the salt is isomorphous with the oxypentafluomolybdate and 
columbates of magnesium, zinc, cadmium, manganese, cobalt, and nickel, and with 
the corresponding fluosilicates, fluotitanates, and fluostannates. H. Grimm studied 
_ the miscibility of these crystals with those of zinc fluostannate. B. Gossner gave 
2-151 for the sp. gr. When roasted, normal zinc molybdate is formed. M. Delafon- 
taine also prepared cadmium dioxytetrafluomolybdate, Cd[MoO,F,].6H,O, or 
CdF..MoO,F>.6H,0, as in the case of the zinc salt. The trigonal prisms have the 
axial ratio @:c=1:0-:5159. M. Delafontaine prepared thallous dioxytetrafluo- 
molybdate, Tl,[MoO.F,], or 2TIF.MoO,F,, by the double decomposition of thallous 
sulphate and potassium dioxytetrafluomolybdate, or from a hydrofluoric acid soln. 
of normal thallous molybdate, or eq. proportions of thallous oxide and molybdenum 
trioxide. M. Delafontaine said that it is monohydrated, and F. Mauro that it is 
anhydrous. It does not lose in weight at 200°; but when roasted in air, it forms 
normal thallous molybdate. A. Scacchi found that the rhombic bipyramids have 
the axial ratios a:b: c=0-4276:1:1-0247. M. Delafontaine prepared dark red, 
hexagonal crystals of cobalt dioxytetrafluomolybdate, Co[MoO.F,].6H,0, or 
CoF,.Mo0,F5.6H,0, which are stable in dry air; and nickel dioxytetrafiuo- 
molybdate, Nif MoO.F,].6H,0, or Nif,.MoO,F,.6H,0. 

F. Mauroreported ammonium hexoxyhenafluomolybdate, 5 NH,F.3Mo0,F,.H,0, 
to be formed by the evaporation of the hydrofluoric acid soln. of ammonium dioxy- 
tetrafluo- or trioxydifluo-molybdate. The colourless, six-sided, hexagonal prisms 
soon become opaque in air; they lose part of their water at 100°, and at a higher 
temp., they decompose. The aq. soln. has an acidic reaction ; and gives off hydro- 
fluoric acid when heated. F. Mauro also prepared ammonium dioxypentafluo- 
molybdate, 3NH,F.MoO.F5, or (NH,)3Mo.0oF;, by evaporating soln. of ammonium 
paramolybdate in an excess of hydrofluoric acid and ammonium fluoride. The 


colourless, rhombic prisms were found by A. Scacchi to have the axial ratiosa:b:¢ 


=0-5452:1:0-8767. EF. Mauro observed that the salt decomposes when heated ; 
it dissolves in water with an acidic reaction; and A. Miolatti and U. Alvisi showed 
that the electrical conductivity of the aq. soln. indicates that the salt is hydrolyzed. 
The eq. conductivity, A, of a soln. with (3NH,F.MoO.,F%) in » litres : 


v : «J o2 64 128 256 
A : a May LIT9 133-4 143-2 


There is a series of salts—the oxyfluopermolybdates—which is related to the 
oxyfluomolybdates much as the permolybdates are related to the molybdates. They 
were prepared by A. Piccini® by the action of hydrogen dioxide on the oxyfluo- 
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molybdates. They can be regarded as oxyfluomolybdates in which an oxygen 
atom is replaced by a bivalent C:O-group : 


0.0 
Rm O | or Mo nee : 
FR, 
The yellow salts crystallize well, and are stable. Their aq. soln. give the typical 
reaction of hydrogen dioxide. A. Piccini prepared ammonium trioxypentafluo- 
molybdate, 3NH,F.MoO3F;, or (NH4)s[MoF;0(02)], by evaporating a soln. of 
ammonium paramolybdate and fluoride in hydrogen dioxide and hydrofluoric acid ; 
or by treating ammonium dioxypentafluoride with hydrogen dioxide. The yellow 
prisms or plates become opaque in air ; they are not changed at 100°; they are very 
soluble in water; and in platinum vessels, the aq. soln. decomposes with the 
_ evolution of oxygen. 

A. Piccini prepared potassium trioxytetrafluopermolybdate, F,Mo(OOK)(OK). 
H,0, or K,[F,Mo0(0,)].H,0, by cooling a warm 4 per cent. soln. of hydrogen 
dioxide soln. of the dioxytetrafluomolybdate, and recrystallizing the product from 
dil. hydrogen dioxide. The yellow, monoclinic plates have the axial ratios a:b: c¢ 
=0-9958 : 1 : 0-9780, and B=102° 13’. The crystals are isomorphous with those 
of the rubidium salt, with the corresponding tungstate, as well as with those of the 
dioxytetrafluomolybdate and oxypentafluomolybdate. The (010)-cleavage is 
incomplete. The salt is stable in air; it loses some water at 100°; and at 150°, 
it gives off oxygen ; and at a higher temp., it forms normal potassium molybdate. 
It gives off no fluorine if dry in vacuo. It is sparingly soluble in cold water, and 
freely soluble in hot water; and it separates unchanged from its aq. soln., and 
its soln. in hydrofluoric acid. According to A. Mazzucchelli and C. Barbero, a 
mol of the salt in 15 litres of water has an oxidation potential 0-881 to 0-933 volt 
with platinum electrodes; and after the addition of an equal vol. of a soln. of 
potassium dioxytetrafluomolybdate of the same concentration, the oxidation 
potential is 0-872 to 0-920 volt. If a mol of this salt be treated with 4 mols of hydrogen 
dioxide, P. Kasanetzky found that microscopic, rhombic crystals of potassium 
pentoxydifluopermolybdate, K.[F,Mo03(0.)].H.O, are formed. With the continued 
action of hydrogen dioxide, all the fluorine is displaced, and potassium permolyb- 
date is formed. A. Piccini prepared rubidium trioxytetrafluopermolybdate, 
Rb.[F,Mo0(0.)].H,0, or FyMo(ORb)(OORb).H,O, by mixing a soln. of rubidium 
chloride in hydrogen dioxide with a soln. of molybdenum trioxide in hydrofluoric 
acid, and recrystallizing the product from a soln. of hydrogen dioxide. The yellow, 
monoclinic plates have the axial ratios a : b : c=1-0260 : 1 : 0-9938, and B=102° 15’. 
This salt is isomorphous with the corresponding potassium salt ; but is more easily 
soluble, otherwise, it behaves like the potassium salt. A. Piccini also prepared 
cesium trioxytetrafluopermolybdate, Cs.[F,MoO(O.)].H.O, or F,Mo(OCs)(OOCs). 
HO, as in the case of the rubidium salt with which it is quite similar. 
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§ 19. Molybdenum Chlorides 


Five chlorides of molybdenum have been reported in which the molybdenum 
is bi-, ter-, quadri-, quinque-, and sexivalent. L. F. Svanberg and H. Struve,! and 
C. J. Keyser prepared molybdous chloride, or molybdenum dichloride, MoCly, 
containing bivalent molybdenum. The compound was investigated by C. W. Blom- | 
strand, and A. Atterberg. The analyses by C. W. Blomstrand, and by L. P. Liechti 
and B. Kempe agree with the empirical formula MoCl,, but the mol. wt. calculated 
from its effect on the b.p. of alcohol was found by W. Muthmann and W. Nagel to 
agree with the formula (MoCl,)3, or Mo3Clg. C. W. Blomstrand also interpreted the 
chemical behaviour to agree best with the assumption that the bivalent molybdenum 
forms the polymerized chloride, Mo3Clg. He prepared it by heating the trichloride in 
a current of dry carbon dioxide, and L. P. Liechti and B. Kempe, and W. Muthmann 
and W. Nagel showed that it is necessary to exclude air and moisture, and to 
regulate the temp. carefully. C. W. Blomstrand also prepared the dichloride by 
heating a mixture of molybdenum and mercurous chloride—a large proportion of 
trichloride is formed at the same time; by passing chlorine, largely diluted with 
carbon dioxide over the moderately-heated metal; and as a by-product in the 
preparation of molybdenum pentachloride. According to K. Lindner and co- 
workers, the best method of preparation is to pass carbonyl chloride vapour over 
the powdered metal heated between 600° and 620°. The result at 400° is to 
form some trichloride which does not volatilize; at 490°, the boat contains some 
trichloride, and a little trichloride sublimes; at 520°, the boat contains both di- 
and trichlorides, and some of the latter sublimes ; at 590°, the boat contains the 
dichloride, and the tri- and pentachlorides sublime; at 610° and 620°, the boat 
contains the dichloride, and the sublimate a little pentachloride ; at 670°, the boat 
contains some dichloride, and molybdenum pentachloride sublimes ; and between 
700° and 1000°, there is a sublimate of the pentachloride. The heavy yellow layer 
of the dichloride which forms on the molybdenum protects the metal from attack 
by the carbonyl chloride. The dichloride is then extracted with conc. hydrochloric 
acid and the residual metal is again treated with carbonyl chloride. The compound, 
HMo3Cl,7.4H,0, separates almost quantitatively from the acid soln. in the form of 
long, yellow needles. Less favourable but useful results are obtained by the 
reduction of molybdenum pentachloride with finely-divided aluminium inthe presence 
of ignited quartz powder (to moderate the violence of the reaction). The product 
is subsequently extracted with hydrochloric acid. The yield is considerably 
diminished by the reduction of molybdenum pentachloride to other chlorides. The 
dichloride prepared .by C. W. Blomstrand was amorphous, and matte; and, 
according to L. P. Liechti and B. Kempe, after treatment with nitric acid, it is 
yellow. C. J. Keyser, and C. W. Blomstrand said that it is stable in air, and very 
difficult to volatilize. W. Biltz and C. Fendius gave 3-714 for the sp. gr. at 25°/4°, 
and 44-9 for the mol. vol. L. P. Liechti and B. Kempe found that when heated in 
air, it gives a sublimate of molybdenum trioxide and a black residue, which, on 
continued roasting, also volatilizes as molybdenum trioxide. When heated in hydro- 
gen, the dichloride is reduced to the metal. C. J. Keyser, and C. W. Blomstrand 
said that the dichloride is insoluble in water ; but it dissolves easily and completely 
in hydrochloric, and the other halogen acids; it is also soluble in sulphuric acid. 
L. P. Liechti and B. Kempe found that aq. ammonia dissolves the dichloride, and 
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then transforms it into a brown, nitrogenous powder. The dichloride dissolves 
in alcohol, and ether without undergoing chemical action. K.Lindner and co-workers 
observed that when a sat. alcoholic soln. of the dichloride is mixed with twice its 
vol. of ether, ice-cold, and treated with ammonia gas, a pale yellow, voluminous 
precipitate of molybdenous diamminochloride, Mo,Cl,(NH3)2.2CgH,;OH, is formed. 
It decomposes at 100°. When molybdenous dichloride is dissolved in ether con- 
taining 5 per cent. of ethyl alcohol, and the soln. evaporated in vacuo, the compound 
MozClg¢.C.H,OH remains as light yellow powder stable in air; the alcohol cannot 
be removed by heating in an inert atmosphere without decomposition. Addition 
of alcoholic silver nitrate to the alcoholic soln. precipitates silver chloride; the 
mother-liquor deposits the compound Mos3Cl,(NO3)9.EtOH on keeping, but on 
immediate treatment of the filtrate with ether, the nitrate, Mo3Cl,(NOs)o, is obtained. 
W. Hampe found that an ethereal soln. of the dichloride does not conduct the 
electric current; the alcoholic soln. conducts a little, probably in consequence of 
the formation of a little hydrochloric acid. Hydrogen is liberated from the cathode, 
and a black oxide is gradually deposited. W. Muthmann and W. Nagel added 
that the electrolysis of a soln. in 96 per cent. alcohol furnishes hydrogen and molyb- 
denum tetrachlorodihydroxide at the cathode, and at the anode, aldehyde and 
ethyl chloride. C. W. Blomstrand, and K. Wolf found that a soln. of potassium 
or sodium hydroxide dissolves the dichloride forming a yellow soln.; and with 
boiling alkali-lye, molybdenum dihydroxide, Mo(OH)., is formed. The yellow 
soln. in alkali-lye slowly absorbs carbon dioxide from the air, and when carbon 
dioxide is passed through the soln., or acetic acid is added, molybdenum tetra- 
chlorodihydroxide is formed. 

C. W. Blomstrand, and A. Atterberg supposed that molybdous chloride contained 
the group MosCl,. This is evidenced by the products obtained by C. W. Blomstrand 
by the action of strong acids on molybdous chloride, namely (MogCly)X»2, where X 
represents Cl, Br, or I, associated with ammonium or potassium halide; and by 
the various mixed salts obtained by C. W: Blomstrand, and A. Atterberg, namely, 
Mo3BryX9.nH,O, where X_ denotes Fy, Cle, Bro, Ig, MoO4, SO4, CrO4, (HePOx)e, 
and C,0,. According to I. Koppel, the bivalency of the contained molybdenum 
is illustrated by the development of hydrogen when the bromide Mo3Br,(OH)z is 
treated with alkali-lye; and by the precipitation of silver from an ammoniacal 
silver soln. when treated with (Mo3Cl,)HCl4H,O. The effect of the salt on the 
b.p. of alcohol agrees with the formula (MoCl,)3. The electrical conductivity of 
soln. of all the soluble derivatives is explained by assuming that the Mo Cl, 1s 
usually the cation, and hydrolysis proceeds as far as the MogCly-group. The 
dehydration phenomenon supports the same hypothesis. The radicle MogCl, is 
amphoteric acting either as a basic or as an acidic radicle. I. Koppel also empha- 
sized the great stability of the MosCl,-radicle ; and the resistance it offers to ox1- 
dation. These results are in accord with some hypothesis analogous to A. Werner’s 
co-ordination theory. This subject was discussed by K. Lindner, and W. Biltz. 

C. W. Blomstrand said that a trihydrate, Mo3Clg.3H,0, is deposed in pale, 
yellow, insoluble scales from a soln. of the anhydrous chloride in moderately dilute 
hydrochloric acid. Ifa soln. in hot hydrochloric acid be evaporated on a water-bath, 
pale yellow needles or prisms are formed ; these are soluble in water, alcohol, and 
ether. The compound was regarded by C. W. Blomstrand as a hexahydrate,. 
MozClg.6H,0 ; by L. P. Liechti and B. Kempe, as a hemienneahydrate, MosClg.43H20 ; 
and by A. Rosenheim and F. Kohn, as MogCly.HCl.4H,0. The last hypothesis 
is confirmed by the fact that when exposed to air, the crystals lose hydrogen chloride 
and become green, but the yellow colour is restored in an atmosphere of hydrogen 
chloride. The reaction with an ammoniacal soln. of silver is in agreement with the 
bivalency of the contained molybdenum. When this compound is heated at 100° 
or 130° in an atm. of hydrogen chloride, a yellow residue of the monohydrate, 
Mos,Cl,.H,O, is formed. The compound Mo3Clg.HCl4H,0 behaves as if it were 
chloroaquomolybdous acid, H[Mo,Cl,(H.0].3H,0. Water removes only one atom 
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of chlorine, but when a soln. in potash-lye is treated with acetic acid, molybdous 
diaquotetrachlorodihydroxide, Mo,C1,(OH),.8H,O, or [MogCl,(H,0,)|(OH),.6H,0, 
is precipitated. This formula is based on the fact that when heated to 100°, six 
mols. of water are given off; another mol. is given off below 300°; and the final 
product which resists further dehydration has the composition of molybdous 
diaquotetrachloroxide, [Mo3Cl,(H.O),|O. Again, when treated with hydrobromic 
acid, the hydroxide furnishes chlorobromides—vide infra—K. Lindner discussed 
the constitution of these compounds. 

Hydrolysis occurs when either of the compounds MozClg.H,O or 
H[MogCl,(H,O)].83H,O is treated with water. The latter, for instance, forms a 


yellow soln. with the minimum quantity of cold water necessary for soln., and in a. 


few seconds, a crystalline separation occurs forming a product with Mo: Cl=3: 6. 
The product is represented as molybdenum tetrachlorodiaquodichloride, 
[MozCl,(H,0).|Cl,.2H,O ; and when dehydrated, [MogCl4(H,O)2!Cl,, in which 
two of the six chlorine atoms are ionizable and replaceable by other anions. When 
chloroaquomolybdous acid is treated with more water, say 50 c.c. of water per 
0-3 grm. of the substance, an amorphous precipitate is formed with Mo: Cl=3:5 
—molybdenum hydroxypentachloride, Mo,C1;(OH) ; and with a large proportion 
of boiling water, the amorphous precipitate has Mo: Cl=3: 4—molybdenum 
diaquotetrachlorodihydroxide, [MogCl,(H20)>|(OH)2.6H,0, indicated above. Ethyl 
alcohol also forms the 3 : 4 salt. 

When chloroaquomolybdous acid is treated with pyridine and an excess of 
hydrogen chloride in alcoholic soln., pyridine alcoholates are formed as yellow, 
crystalline solids, e.g. with methyl alcohol, dimorphous CgH;N.H|MosCl,;(H.0)]. 
CH;0H is formed; and with ethyl alcohol, CgH;N.H[Mo,Cl,(H,O)|.C,H;OH. If 
the reaction occurs in amyl alcohol soln., the resulting salt, CsH;N.H[Mo3Cl,(H,0)], 
is free from alcohol. If this salt be crystallized from the lower alcohols, the alco- 
holates are formed. The mol. wt. of the pyridine salt calculated from its effect on 
the f.p. of nitrobenzene is 717, while 634 is required for CgH;N.H[Mo3Cl,(H,0)]. 
The mother-liquors employed in the preparation of the alcoholates, by varying the 
conditions, give a series of compounds in which the anion varies from Mo: Cl=3:7 
to 3:9, representing complexes of the acids H,+,|MosCl,+,] with pyridine, etc. 
Thus, with a large excess of hydrogen chloride, the pyridine alcoholates 
(CgH;N)3H3MogClo.3CH3,0H ; and (C;H;N)sHsMosCly.8C,H;,OH; as well as 
(CgH;N)3H3Mo0309.C;H,;,O0H, were obtained, and when heated, these compounds 
furnish C;H;N.H[MogzCl,| indicated above. Salts of the heptachloromolybdous 
acid, H{Mo.Cl7|, are indicated below and complexes with aniline, CgH;NHg. 
H[Mo;Cl,].9H,0; with urea, Co(NH,),.H[MosCl7].3H,O; and with ethylene- 
diamine, CyH,(NH.)o.2H[MozCl,].6H,O were also obtained. Complexes of octo- 
chloromolybdous acid, H.[MosClg|], were also prepared—e.g. with pyridine, 
2CsH;N.H.[Mo3Clg].C.H;0H ; and with triaminopropane, 2C3H,,N3.3H,| Mo3Cle]. 
45H,O. A. Rosenheim and F. Kohn, and K. Lindner and co-workers prepared 
complexes with enneachloromolybdous acid, H.{ MosCly|, namely C;H; N.Hs[ MogClg|- 
H,O 5 3C;H;N.Hs[ MosCl,].8CH,0OH 5 3C;H;N.Ha[ MosCly|.C,H;0OH 3 and 
3C5HsN.Hs[ MogClg].C;H,,0H. K. Lindner also prepared still higher complexes 
of the acids H3+,[MogCl,5;,] with pyridine. Thus, pentadecachloromolybdous 
acid, He[ Mo,Cl,5], furnishes 38C;H;N.H<[ Mo,Cl,,].2H.0, 4C;HzN.Hs[ Mo,Cl,5], 
and 5C;H;N.H,[Mo,Cl;|.2C,H;,0H; and heptadecamolybdous acid, H;|Mo,Cl,7|, 
furnishes 5C;H;N.H;[ Mo,Cl,7].2C;H,,0H. 

C. W. Blomstrand reported potassium molybdous octochloride, [Mo3Cl,|Clo. 
2KCI.2H,O, to be formed by evaporating a soln. of molybdenum dichloride in 
alkali-lye saturated with hydrogen chloride. Only half the contained chloride is 
precipitated by silver nitrate from the nitric acid soln. of the straw-yellow crystals. 
The salt is decomposed by water into potassium chloride and molybdous chloride. 
The corresponding ammonium molybdous octochloride, | MoCl,|Cl,.2NH,Cl.2H,0, 
was obtained in an analogous manner. A. Rosenheim and F. Kohn could not 
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confirm C. W. Blomstrand’s formula for the ammonium salt; and they showed 
that the corresponding pyridinium salt has the composition 3C;H;N.H3Mo3Cl9.3H,0, 
as indicated above. K. Lindner, EK. Haller and H. Helwig found that if a soln. of 
heptachloromolybdous acid, H[{Mo;Cl,], in a minimum quantity of hydrochloric 
acid be treated with cone. soln. of the metal chlorides, there are formed salts like 
ammonium molybdous heptachloride, K[Mo,Cl,7].14H,O, and potassium molyb- 
dous heptachloride, K[Mo,Cl,7].3H,0, as well as the pyridinium salts, etc., indicated 
above. 

J. J. Berzelius? prepared molybdenum trichloride, MoCls, and regarded it as 
Molybdéndichlorid, but C. W. Blomstrand showed that it is a trichloride, and this has 
been confirmed by the analyses of L. P. Liechti and B. Kempe, and of A. Rosenheim 
and H. J. Braun. By analogy with chromic chloride, CrClg, this salt can be 
called molybdic chloride, although the affixes ‘‘ ous” and “ic” are not so useful 
with multivalent elements which form so many compounds as in the case of vana- 
dium and molybdenum—wide 9. 54, 6. Some such system as that suggested by 
A. Werner is required, e.g. molybdo- for bivalent molybdenum; molybdi- for 
tervalent molybdenum; molybde- for quadrivalent molybdenum; molybdan- 
for quinquevalent molybdenum; and molybdon- for sexivalent molybdenum. 

J. J. Berzelius prepared molybdenum trichloride by passing the vapour of 
molybdenum pentachloride over heated molybdenum; C. W. Blomstrand said that 
it is not possible to obtain a homogeneous product by this process, and he recom- 
mended passing the vapour of the pentachloride, freed from oxychloride, and mixed 
with carbon dioxide or hydrogen through a hot tube at 250°. This method was also 
employed by L. P. Liechti and B. Kempe, by K. Wolf, and A. Rosenheim and 
H. J. Braun. A. Chilesotti obtained a red soln. of this chloride by the electrolytic 
reduction of a hydrochloric acid soln. of molybdenum trioxide using a mercury 
cathode, and a current density of 1 to 2 amp. per sq. dm.—vide supra, the electro- 
lysis of molybdenum trioxide. G. G. Henderson obtained the red soln. by reduction 
with potassium amalgam. | 

A. Chilesotti showed that by varying the conc. of the acid in hydrochloric acid 
soln. of molybdenum trioxide, red or green soln. of molybdic chloride can be obtained, 
and he postulated the existence of isomerides analogous to the green and violet 
chromic chlorides. This hypothesis was supported by F. Forster and HK. Fricke’s 
observations on the potential of soln. of tervalent molybdenum ; and by those of 
W. Wardlaw and R. L. Wormell on the molybdenyl chlorides—vide infra. The 
electrolysis of soln. of molybdenum trioxide in 9N-HCl gave red or brown soln., 
and with 2-7N- to 4N-HCl, green soln. The static potential of the red soln. is 0-12 
volt at 24°-26° ; and that of the green soln. under similar conditions is —0-18 volt. 
The red soln. are stable in air, but the green soln. are readily oxidized by air and 
water—especially in contact with platinum—with the evolution of hydrogen. 
G. Bredig and J. Michel found that the green soln. reduces perchloric acid 2000 
times more quickly than the red soln. 

J. J. Berzelius said that the trichloride forms a dark red powder; and 
L. P. Liechti and B. Kempe likened its appearance to that of red phosphorus. 
C. W. Blomstrand added that when sublimed, it forms a dark brick-red, crystalline, 
mass. W. Biltz and C. Fendius gave 3-578 for the sp. gr. at 25°/4°, and 56-6 for 
the mol. vol. L. P. Liechti and B. Kempe said that the trichloride is stable in dry 
air, and that when heated to dull redness in an atmosphere of carbon dioxide, it 
is decomposed into the di- and tetra-chlorides. A. Rosenheim and H. J. Braun 
observed that in humid air, the trichloride begins to give off hydrogen chloride, 
and, attracting moisture, it partly dissolves forming a brown liquid. L. P. Liechti 
and B. Kempe found that when heated in air, a white sublimate first appears, this 
becomes brownish-red, and a dark blue vapour appears—impure molybdenum 
dichloride remains behind. The pure trichloride was found by J. J. Berzelius, and 
A. Rosenheim and H. J. Braun to be insoluble in water; and L. P. Liechti and 
B. Kempe added that boiling water is gradually coloured brown. J. J. Berzelius 
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said that the trichloride is decomposed.by alkali-lye forming molybdic hydroxide. 
The trichloride is not decomposed by cold (J. J. Berzelius), or boiling (L. P. Liechti 
and B. Kempe) hydrochloric acid, unless, added A. Rosenheim and H. J. Braun, 


air has access to the liquid. L. P. Liechti and B. Kempe found that conc. sulphuric ; 


acid dissolves the trichloride forming a blue soln. which becomes emerald-green 
when heated. W. Wardlaw and N. D. Sylvester observed that with powdered 


sulphur in a soln. of tervalent molybdenum, the colour of the soln. gradually. 


changes from green to brown, and hydrogen sulphide is evolved—particularly 
with warm soln. W. A. Miller said that hydrogen sulphide slowly produces a brown 
precipitate of hydrated molybdenum sulphide, soluble in ammonium hydrosulphide ; 
whilst W. Wardlaw and N. D. Sylvester observed no visible effect on the green soln. 
of tervalent molybdenum during 2 or 3 hrs.’ action, but if the sat. soln. be sealed in 
a flask, a black precipitate—possibly Mo,8,—forms in the course of a few days. 
A soln. of sodium tetrathionate in a soln. of tervalent molybdenum, in the presence 
of 3N-H,SO,, in a current of nitrogen so as to remove hydrogen sulphide as it is 
formed, gives a brown precipitate which is a decomposition product of molybdenum 
tetrathionate ; sodium trithionate reacts similarly. For the action of ammonia 
gas, vide molybdenum nitride, 8. 49, 12; and molybdenum amides, 8. 49, 21. 
Aq. ammonia was found by C. W. Blomstrand to act very slowly in the cold, and 
when heated, L. P. Liechti and B. Kempe observed that a brown powder is formed 
—vide 8.49, 21. The trichloride is readily dissolved by warm nitric acid. W. Hampe 
said that the trichloride is almost insoluble in alcohol and ether. 

According to W. Wardlaw and R. L. Wormell, andin agreement with A. Chilesotti, 
and F. Forster and E. Fricke, the green soln. of tervalent molybdenum obtained 
by reducing a soln. of molybdenum trioxide in hydrochloric acid, can be made to 
furnish the trihydrate of molybdenum trichloride, MoC13.3H,0, as well as complex 
salts—R ,MoCl;.H,0 and R3MoCle—of tervalent molybdenum. The trihydrate 
was obtained in the following manner : 


A soln. of 10 grms. of molybdenum trioxide in 400 c.c. of hydrochloric acid of sp. gr. 


1-16, was heated on a water-bath for some hours, made up to 600 c.c., and electrolyzed in 
a diaphragm cell with smooth, platinum electrodes until the cathode soln. was red. This 
soln. was then evaporated to dryness at 70°—80° under reduced press. in an air-free flask. 
The residue was a copper-coloured, crystalline substance, which undoubtedly contained a 
portion of hydrolyzed material, and on analysis gave values of the order 1: 2-5 for the 
ratio Mo: Cl. 400 c.c. of pure ether, cooled in a freezing mixture of ice and salt, and 
sat. with dry hydrogen chloride, were drawn into the flask by releasing the vacuum, and 
the red soln. obtained was evaporated to dryness under diminished press., whereupon a 
dark red, crystalline substance separated. In order to ensure the complete conversion 
of any hydrolyzed salt into the normal chloride, this operation was repeated. The sub- 
stance finally obtained was quickly transferred in an atm. of dry carbon dioxide to a 
desiccator containing phosphoric oxide. The product was extremely hygroscopic, and 
exceptional precautions had to be taken to exclude moisture. 


Trihydrated molybdenum trichloride separates in dark, copper-coloured crystals, 
very soluble in water, acetone, or cold absolute alcohol, giving intensely red solns. 
It rapidly reduces soln. of copper, silver, or mercuric salts. Sodium and ammonium 
hydroxides give black precipitates, soluble in acids; these are probably the tri- 
hydroxide. If potassium chloride is added to a soln. of the substance in alcohol, 
the pink complex chloride, K,MoCl;,H,0, is deposited on warming. 

It is not possible to get the anhydrous trichloride into aq. soln., but, as indicated 
above, A. Chilesottiobtained a red soln. by electrolytic reduction, and G. G. Henderson, 
by reduction with potassium amalgam. The evaporation of the aq. soln. gives 
a brown residue soluble in water and alcohol. J. J. Berzelius, and C. W. Blomstraaill 


dissolved molybdic hydroxide in hydrochloric acid, and obtained a dark brown 


soln. which, on evaporation, gave a black, tough mass probably an impure oxy- 
chloride. If the red soln. is formed in the presence of alkali chlorides, complex 
salts are produced. These are precipitated by passing hydrogen chloride into the 
soln. These salts are red, or black and crystalline. They give a blue colour with 
ferric chloride, a dark brown colour with potassium ferricyanide, and precipitates 
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with mercurous, lead, copper, and silver salts. G. G. Henderson could not prepare 
the complex salt with sodium chloride, but ammonium molybdenum pentachloride, 
(NH,4)o>MoCl;.H,0, was obtained by A. Chilesotti, and W. R. Bucknall and co- 
workers as a brick-red powder freely soluble in water. It was obtained by adding 
25 grms. of ammonium chloride in 10 per cent. aq. soln. to 175 c.c. of a 33 per cent. 
soln. of molybdic chloride, concentrating the soln. under reduced press. at 70° until 
the bright, brick-red crystals are formed. G. Carobbi found that the crystals of 
the monohydrate are pleochroic, being brownish-red longitudinally and wine-red 
normally. The sp. gr. is 2-175 at 18°- The rhombic crystals have the axial ratios 
a:b: ¢c=0-6862 : | :0-71666, and they are isomorphous with the corresponding ferric 
salt. Solid soln. are formed with a maximum of 90 per cent. of (NH,4).FeCl;.H,0. 
W. R. Bucknall and co-workers found that the mol. wts. of soln. with 0-863, 2-115, 
and 5-391 grms. of salt per 100 grms. of water were respectively 105-6, 116-8, and 
141°7; and soln. with v litres per mol of water at 1° had the mol. con- 
ductivity, p: 


v , pied 37 33°76 54-96 101-4 251°3 
Be . Beran ie! 110 132 140 175 


when time=0. The conductivities increase with the age of the soln. owing to 
a series of hydrolytic changes resulting in the formation of molybdenyl chloride 
(g.v.). W.R. Bucknall and co-workers, F. Forster and K. Fricke, and A. Rosenheim 
and T. H. Li prepared ammonium molybdenum hexachloride, (NH,)3;MoCl,.H,0, 
in rose-red needles. To prepare this salt, 80 c.c. of a soln. of 33 per cent. molybdic 
chloride were sat. with hydrogen chloride, added to a sat. aq. soln. of 20 grms. of 
ammonium chloride, and the mixture conc. to the crystallizing pomt. The penta- 
chloride thus formed was removed, and the filtrate again sat. with hydrogen chloride 
until cold. Small rose-coloured crystals separated which, after washing free from 
hydrochloric acid with aq. alcohol, were dried in vacuo. G. Carobbi said that the 
crystals are monoclinic. W. R. Bucknall and co-workers found that an aq. soln. 
with 48-11, 64-44, and 157-9 grms. of the salt (NH,4)3MoCl,.H,0, per litre at 1°, had 
the mol conductivities 208, 210, and 225 respectively when time—0. The con- 
ductivity increases with age owing to hydrolysis. G. Carobbi treated a soln. of 
22-5 grms. of ammonium chloride with a soln. of molybdenum triochloride, and 
saturated it with hydrogen chloride. When the soln. was allowed to stand, 
it deposited monoclinic crystals of ammonium molybdenum heptachloride, 
(NH,),MoCl,.H,0, of sp. gr. 1-905. A. Chilesotti, A. Rosenheim and T. H. Li, and 
W. R. Bucknall and co-workers obtained potassium molybdenum hexachloride, 
KsMoClg, as a red powder very soluble in water. In preparing this salt, 350 c.c. of 
a soln. of 35 grms. of molybdenum trioxide in 8N-HCl were reduced to the tervalent 
state, conc. to 150 c.c. to make a 33 per cent. soln. of molybdic chloride, and sat. 
with hydrogen chloride. One-half to three-quarters of the theoretical amount of 
potassium chloride—30 to 40 grms.—was added as a 10 per cent. soln. in air-free 
water and the mixture conc. at 70° under reduced press., until crystallization com- 
menced. The liquid was filtered and the filtrate sat. with hydrogen chloride until 
cold, whereupon the double salt separated. The crystals were washed with cone. 
hydrochloric acid, alcoholic hydrochloric acid, and finally with alcohol, and dried 
in vacuo. The mol. wts. of aq. soln. with 0-498, 1-470, and 3-045 were respectively 
110-3, 120-5, and 167-0 by the f.p. process ; and the mol. wt. decreases from 167-0 
with a freshly prepared soln. to 117-3 after the lapse of 155 min. The mol. con- 
ductivities, , of a soln. of a mol. of the salt in v litres of water at 0°, are : 


peers . 15:67 58-97 95-84 153°3 222-0 
ia ees abd este 195 220 230 245 


when time—0. The conductivities increase with age owing to hydrolysis. 
D. M. Bose discussed the magnetic properties; P. Ray and H. G. Bhar found the 
magnetic susceptibility to be 13-1x10~6 at 25°. G. G. Henderson obtained the 
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dihydrate, K3MoClg.2H.0, in red prisms. W. R. Bucknall and co-workers found that 
liquid ammonia does not react with the tripotassium molybdenum hexachloride, thus 
supporting the view that the ammonia replaces the molecule of water in diammonium 
molybdenum pentachloride. A. Chilesotti obtained a thiocyanate, K,Mo(CyS)s, by 
the action of potassium thiocyanate. F. Forster and HE. Fricke, and W. R. Bucknall 
and co-workers prepared potassium molybdenum pentachloride, K.MoCl,;.H,0. 
100 c.c. of the red soln. containing tervalent molybdenum, prepared by the electro- 
lysis of a soln. of 10 grms. of molybdenum trioxide in 100 c.c. of 8N-HCl, were 
added to 25 c.c. of a soln. of a gram of potassium chloride and the mixture was 
cone. in an air-free flask at 60°-70° under reduced press. to a vol. of about 20 c.c. 
Air-free, absolute alcohol was now admitted and a bright brick-red, crystalline 
precipitate separated, which, after filtration and washing with alcohol, was dried in 
vacuo. The mol. conductivities, uw, of soln. with a mol. of the salt in 21-19, 58-31, 
and 94-08 litres of water at 1° were respectively w=118, 140, and 142; and the 
conductivities increase with time owing to hydrolysis. G. Carobbi found that the 
crystals of the pentachloride are rhombic and isomorphous with the corresponding 
ferric salt. The sp. gr. is 2°39 at 18°. Solid soln. with up to 83 per cent. Ky FeCl;.H,0, 
of sp. gr. 2:22, were formed. A soln. of the mixed salts deposits the ferrous 
salt K,FeCl,.2H.O, on standing for several days. This illustrates the strong 
reducing action of molybdenum trichloride. W. R. Bucknall and co-workers 
found that ammonium molybdenum pentachloride takes up ammonia to form 
ammonium molybdenum amminopentachloride, (NH,).[MoCl;(NH3)].H.0, when 
2-3 grms. of the pentachloride are treated with about 15 c.c. of liquid ammonia 
at the temp. of a mixture of ether and solid carbon dioxide, and the product washed 
first with liquid ammonia and then with dry acetone. This mauve-coloured ammine 
is extremely hygroscopic and undergoes rapid hydrolysis, ammonium chloride 
being liberated whilst the substance itself turns brown. It is readily soluble in 
water, producing a reddish-brown soln. from which the hydroxide separates after 
a few minutes. It was therefore impossible to determine its molecular conductivity. 
On treatment with conc. hydrochloric acid, the ammine dissolved, producing a 
brilliant blue coloration. On dilution, the soln. turned green and finally pink, owing, 
in all probability, to the re-formation of the original red complex chloride, with 
liberation of ammonium chloride. Attempts to isolate the blue substance were not 
successful. W.R. Bucknall and co-workers obtained H[Mo(0.0C.C,H,.0H)2(H,0)], 
by the action of sodium salicylate ; Mo(OH)[CgH,(CO.O)2|.3H,0, by the action of 
sodium phthalate; and Mo(OH)C,04.3H,0, by the action of ammonium oxalate. 
G. Carobbi found that the ammonium and potassium salts R2MoCl;.H,O are 
isomorphous with the corresponding ferric salts RoFeCl;.H,O. A. Chilesotti, and 
W. R. Bucknall and co-workers also prepared rubidium molybdenum penta- 
chloride, RbgMoCl,;.H,0, in red crystals very soluble in water; and likewise also 
red crystals of cgesium molybdenum pentachloride, Cs,MoCl;.H,0. By using 
more conc. acid soln. rubidium molybdenum hexachloride, Rb,MoCl,; and 
cesium molybdenum hexachloride, Cs;MoCl,, were formed. The hexahalides can 
be represented by the formula Rs[MoCl,], and the pentahalides by Re[MoCl,(H20)]. 
W. R. Bucknall and co-workers found that the salts of potassium and ammonium 
are extremely soluble even in cold water and give intensely red soln. The salts 
of cesium are quite insoluble and those of rubidium nearly so. In alcohol and ether 
hydrolysis occurs, and this is accelerated by warming and results ultimately 
in the precipitation of the hydroxide of molybdenum. All the salts have pro- 
nounced reducing properties. F. Forster and E. Fricke observed that only the 
tervalent elements of lower atomic weight (Ti, V, Cr, Mn, Fe, Co) in this horizontal 
row of the periodic system appear to form easily-crystallizable complex salts with 
bivalent anions, whereas the elements of higher atomic weight also give well- 
crystallized complex salts with univalent anions. As indicated above, the formation 
of red or green soln. of molybdic chloride by electrolysis was found by A. Chilesotti 
to depend on the conc. of the hydrochloric acid. F. Férster and E. Fricke stated 
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that the existence of the red salts, (MoCl,)Ms and [MoCl;.H,0]Mg, indicates that in 
the reddish-brown solns. of tervalent molybdenum an equilibrium exists between 
the tervalent cations and the complex ions, (MoCl;.H,O)” and [Mo(H,0).]"", 
respectively. Considerations of static potential lead to similar conclusions. No 
confirmation was obtained of Chilesotti’s hypothesis of an incipient reduction of 
tervalent to bivalent molybdenum taking place. The presence of the ions 
MoC],’”’, (MoCl;,H,0)”, and [Mo,(H,0),]"" is held to account for the increased 
reducing power of the green tervalent molybdenum soln. H. J. Braun prepared 
complex salts with aniline, quinoline, and pyridine ; and A. Rosenheim and T. H. Li, 
with ethylenediamine. 

According to L. P. Liechti and B. Kempe,? when molybdenum trichloride is 
heated to redness in a slow current of carbon dioxide, it is resolved into molybdenum 
dichloride and molybdenum tetrachloride, MoCl,, which appears as a yellow vapour, 
and condenses to a brown, crystalline powder which is not stable in dry carbon 
dioxide. When heated in a sealed tube, it decomposes into molybdenum penta- 
chloride and trichloride, and the latter decomposes into the dichloride, etc., as 
indicated above—this is an extraordinary cycle. It probably means that there is 
a state of equilibrium between the different chlorides, and that a rise of temp. favours 
the lower chlorides which are less volatile. The tetrachloride is therefore one of the 
products of the action of chlorine on heated molybdenum ; and C. W. Blomstrand, 
and H. Debray obtained it by the action of chlorine on a heated mixture of carbon 
and molybdenum oxide or sulphide. A. Michael and A. Murphy prepared the 
tetrachloride by heating molybdenum dioxide and carbon tetrachloride in a sealed 
tube at 250°. Molybdenum trioxide reacts with carbon tetrachloride at 280° with the 
formation of the pentachloride. When the trioxide is heated with a soln. of chlorine 
in carbon tetrachloride at 200°, the product consists of a yellowish-green oxychloride 
mixed with unchanged trioxide ; at 225°, a mixture of yellow and green compounds 
is obtained, probably consisting of the dioxydichloride and the oxytetrachloride ; 
at 240°, the pentachloride is produced. The pentachloride is also obtained when the 
oxide, MogQxg, is heated with carbon tetrachloride at 240°. According to L. P. Liechti 
and B. Kempe, molybdenum tetrachloride is a brown, partly crystalline powder. 
It is affected by air as in the case of the trichloride. It does not melt when heated 
in a sealed tube and forms brown vapour which consists of the decomposition 
products as indicated above ; when heated in an open tube, it forms a yellowish- 
white sublimate, which, owing to the action of the atm. moisture, consists of the 
complex oxychlorides MoOQ3.2HCl, and MoO.Cl,, and chlorine and hydrogen 
chloride are evolved. It produces a hissing noise in contact with water; there is a 
vigorous reaction, and most of it forms a brown aq. soln.; alcohol, and ether behave 
similarly. No hydrate has been prepared; J. J. Berzelius found that a soln. of 
molybdenum tetrahydroxide in hydrochloric acid gives, on evaporation, a dark, 
amorphous, soluble mass. J. N. Pring and W. Fielding observed that the vapour 
of the tetrachloride, in contact with carbon, forms molybdenum or the carbide 
at a temp. below 1300°. There is a hissing noise produced by the action of conc. 
hydrochloric acid, but the boiling acid dissolves only a little tetrachloride ; there 
is also a hissing noise produced by cone. sulphuric acid, hydrogen chloride is evolved, 
anda bluish-greensoln.isformed. Conc.nitricacidformsayellowsoln. J.J. Berzelius 
evaporated a hydrochloric acid soln. of molybdenum dioxide mixed with 
ammonium chloride, and obtained brown crystals which C. W. Blomstrand regarded 
as ammonium chloride stained a brown colour. W. Wardlaw and N. D. Sylvester 
observed no reaction between sulphur and soln. of quadrivalent molybdenum. 
J. J. Berzelius saturated a hydrochloric acid soln. of molybdenum dioxide with 
ammonia, and obtained, on evaporation, a black, crystalline mass which formed a 
red soln. with water. According to C. W. Blomstrand, if a soln. of ammonium 
chloride is saturated with molybdenum tetrachloride, and evaporated over sulphuric 
acid, brown crystals of impure ammonium chloride first separate, and afterwards, 
green, octahedral crystals of ammonium molybdenum tetradecachloride, 
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2NH,C1.3MoCl.6H,O. The salt is stable in dry air; and it decomposes when 
heated giving off water, ammonium chloride, hydrogen chloride, as well as molyb- 
denum dioxide, and, if air has access, molybdenum oxychloride. The salt deliquesces 
in moist air. This complex salt may be an oxychloride, and not really a salt of 
molybdenum tetrachloride. 

J. J. Berzelius,4 and C. W. Blomstrand first prepared molybdenum penta- 
chloride, MoCl,; but they mistook it for Molybddntetrachlorid. H. Debray showed 
that the product must have been the pentachloride, and this was confirmed by the 
analyses of L. P. Liechti and B. Kempe. According to J. J. Berzelius, chlorine 
gas does not act on molybdenum at ordinary temp., but when gently heated, 
chlorine gas freed from air and oxygen produces a transient glow over the surface 
of the metal, and a dark red vapour of molybdenum pentachloride is formed, and 
this condenses to greyish-black crystals. H. Debray distilled the product in a 
current of carbon dioxide in order to remove the chlorine. L. P. Liechti and 
B. Kempe, W. Lederer, and B. Kalischer employed an analogous mode of pre- 
paration; E. F. Smith and H. C. Burr passed chlorine over a heated mixture of 
molybdenum and sugar-charcoal; and C. W. Blomstrand passed dry and air-free 
chlorine over a mixture of molybdenum dioxide or disulphide and charcoal—the 
by-product, sulphur monochloride, is easily removed. P.Camboulives obtained the 
pentachloride by passing the vapour of carbon tetrachloride over molybdenum 
trioxide at 510°. <A. Michael and A. Murphy’s observations on this subject 
are indicated in connection with molybdenum tetrachloride. W. Lederer observed 
that when the product obtained by dissolving molybdenum in aqua regia is heated, 
the vapour of the pentachloride is given off. A. Chilesotti observed the presence 
of the pentachloride in the green soln. obtained by the electrolysis of a hydrochloric 
acid soln. of molybdenum trioxide (q.v.). 

The black or greyish-black crystals of molybdenum pentachloride are very 


like those of iodine. The greenish tinge mentioned by H. Debray is taken by ~ 


L. P. Liechti and B. Kempe to show that a trace of oxychloride is present, but 
O. Ruff and F. Hisner added that the crystals are dark green—almost black. 
C. W. Blomstrand found that the acicular crystals obtained by sublimation in carbon 
dioxide are dark brown or brownish-black. W. Biltz and C. Fendius gave 2-928 
for the sp. gr. at 25°/4°, and 93-3 for the mol. vol. H. Debray found the vap. 
density at 35° to be between 9-40 and 9-53 when the theoretical value for MoCls is 


9-47. J. J. Berzelius said that the salt readily fuses; H. Debray gave 194° for — 


the m.p., and L. P. Liechti and B. Kempe added that when the molten salt is 
cooled, it forms a crystalline mass. A. Michael and A. Murphy gave 194° to 195° 


for the m.p. H. Debray gave 268° for the b.p. C. W. Blomstrand said that when — 
strongly heated the salt is partially decomposed. According to W. Hampe, the 


molten salt is dark red, and in thick layers it appears black, and if the access of 
moisture be prevented, it does not conduct electricity either at the m.p. or at the 
b.p. 8. J. Lloyd found that the electrical conductivity, 4, of a mol of the salt in 
v litres of solvent at 18° is for the green soln. in methyl acetate ~=5-1, 3:33, and 
2-88 respectively for v=2600, 10,400, and 41,600; for the green soln. in ethyl 
acetate, w=1-12, 0-91, and 0-82 respectively for v=3200, 6400, and 25,600; for 
the olive-green soln. in acetone, w=2-02, 2-36, and 3-75 respectively for v=2925, 
11,700, and 103,600 ; for the olive-green soln. in benzaldehyde, »=2:-4, 2-15, and 


1-92 respectively for v=2900, 5800, and 23,200; for the reddish- brown soln. in 


pyridine, w=1-14, 1-79, and 3-12 respectively for v= 3150, 12,600, and 50,400 ; 
and for the reddish- brown soln. in glycerol, ~=0-92, 1-08, and 1-95 for v= 2509, 


5018, and 20,072. A. Voigt and W. Biltz found the sp. conductivity of the molten 
pentachloride to be 181076 mho at 216°, and 7:-5x10~6 at 258°, and W. Biltz — 
gave for the temp. coeff. of the conductivity 0-0;21. The subject was discussed — 


by W. Biltz and W. Klemm, and G. von Hevesy. 


N. Parravano and C. Mazzetti observed that molybdenum pentachloride mixed 


with hydrogen is reduced when passed over an iron rod at 900°, forming a film of 
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a molybdenum-iron alloy on the heated rod. J. J. Berzelius found that when the 
salt is kept in a vessel containing air, an oxychloride is formed, and L. P. Liechti 
and B. Kempe obtained a similar product by heating the pentachloride in air. 
The salt fumes in moist air, and, according to J. J. Berzelius, rapidly turns bluish- 
green, and then deliquesces to a black, bluish-green, greenish-yellow, deep red, 
reddish-brown, and finally yellow liquid while hydrogen chloride is evolved. The 
pentachloride dissolves in water vigorously giving off so much heat that the liquid 
boils. H. Debray said that the aq. soln. is green or brown; and L. P. Liechti and 
B. Kempe added that it hisses when in contact with a small proportion of water 
and forms a brown liquid; with a large proportion of water the soln. is colourless. 
M. Guichard found that in aq. soln. the pentachloride is resolved into the tetra- 
chloride and trioxide, and the strongly acid soln. forms a blue oxide when exposed 
to air. J. Nordenskjéld, and B. Kalischer consider that, in all probability, the 
first action of water can be represented : MoCl;+H,O0=MoOCl,+2HCI. According 
to L. P. Liechti and B. Kempe, a little absolute alcohol dissolves the pentachloride 
without hissing to form a dark green soln. which becomes brown if moisture be 
present; absolute ether also forms a green soln. without hissing. B. Kalischer 
added that chloroform and carbon tetrachloride form brown soln. which become 
green if a little water be present—wde supra. According to O. Ruff and F. Eisner, 
at ordinary temp., hydrogen fluoride converts it into a gaseous molybdenum 
fluoride and hydrogen chloride ; hydrogen chloride turns the pentachloride emera!d- 
green, whilst hydrochloric acid dissolves it with the evolution of much heat ; nitric 
acid forms a colourless soln. ; conc. sulphuric acid gives a bluish-green soln. which 
gradually tutns brown and then yellow. W. Hampe observed that the penta- 
chloride forms a green soln. with a small proportion of conc. hydrochloric acid, and 
a red or reddish-brown soln. with a larger proportion of acid. On electrolysis, the — 
soln. of the pentachloride in conc. hydrochloric acid is reduced at the cathode to 
the trichloride, and at the anode MoO3.nHCl is formed. A. G. Page observed that 
molybdenum pentachloride acts as a catalyst in chlorinations. O. C. M. Davis 
obtained the complex molybdenum nitrogen tetrasulphopentachloride, MoCl;.N,S,, 
by the action of nitrogen tetrasulphide on molybdenum pentachloride. H. J. Braun 
studied the action of ammonia on molybdenum pentachloride—vide the molyb- 
denum amides. F. W. Bergstrom represented the reactions by MoCl;+8NH3= 
Mo(NH),NH,+5NH,Cl, and by MoCl;+8NH3—Mo(NH,),C1+-4NH,Cl. A. Piutti 
obtained molybdenum phosphoryl octochloride, MoCl;.POCls, by the action of 3 mols 
of phosphorus pentachloride on a mol of molybdenum trioxide in a sealed tube 
at 170°; and K. F. Smith and G. W. Sargent, molybdenum phosphorus decachloride, 
MoCl;.PCl,, by using 5 mols of phosphorus pentachloride. W. Hampe observed 
that absolute alcohol or ether reacts vigorously with the evolution of heat, and giving 
of hydrogen chloride and ethyl chloride. The grass-green soln. formed with absolute 
alcohol gives a reddish-brown tetroxide when treated with alkali-lye. B. Kalischer 
said that the alcoholic soln. contains MoOCls ; and he found that the pentachloride 
dissolves with a hissing noise in many organic liquids—e.g. alcohols, ethers, ketones, 
aldehydes, acids, acid anhydrides, esters, and amines. W. Wardlaw and 
H. W. Webb also observed that molybdenum pentachloride reacts vigorously with 
dry methyl, ethyl and benzyl alcohols, forming molybdeny] trichloride, but it does 
not react with phenol. Dry ether forms MoCl;.2(C,H;).0, and with moist ether 
there is formed MoOCl,.2(C,H;)20, which with hydrogen chloride furnishes 
MoOCl3.(CgH;)20. Pyridine forms MoOCl;.2C;H;N, as well as MoCl,.3C;H;N, 
MoCl,.4C;H;N, and MoClH,.5C;H;N. A. Michael and A. Murphy found that the 
pentachloride is soluble in carbon tetrachloride. J. J. Berzelius said that molyb- 
denum pentachloride unites with ammonium chloride, but not with sodium or 
potassium chloride. B. Kalischer found that an excess of alkali hydroxide forms 
Mo(OH), and K,Mo0,; and P. Klason, that the theoretical proportion of alkali 
hydroxide forms MoO(OH)s. 

E. F. Smith and H. C. Burr > found that metallic molybdenum rapidly acts on 
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ferric chloride soln. with reduction of the ferric salt, and dissolves as a hexad ; 
and they tried to prepare molybdenum hexachloride, MoCl,, by driving the oxygen 
from an oxychloride of sexivalent molybdenum. Thus, molybdenyl chloride, 
MoO,Cl,, was mixed with an equivalent quantity of phosphorus pentachloride, 
and heated in a sealed tube, in the presence of chlorine, at. 170°. On cooling, it was 
found that the tube contained a mass of greenish-black crystals; these, when 
freed from phosphorus oxychloride by distillation in a current of chlorine, yielded 
a product which, on analysis, gave figures approximating more to the pentachloride 
than to the hexachloride. The experiment was repeated, silicon tetrachloride 
being substituted for the phosphorus compound. The crystalline product was 
quickly removed to a boat, and distilled in an atmosphere of carbonic anhydride. 
The brown vapours condensed in the colder portions of the tube, and on analysis 
gave results varying between those required by the tetrachloride and the penta- 
chloride. O. Ruff and F. Eisner heated a mixture of molybdenum pentachloride 
and liquid chlorine in a sealed tube for 96 hrs. at 100°, but obtained only crystals 
of the pentachloride. 
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§ 20. Molybdenum Oxychlorides 


According to W. Wardlaw and R. L. Wormell,! molybdanyl chloride, 
~MoOCI.4H,0, can be isolated from a cone. soln. of tervalent molybdenum. 


A soln. of 60 grms. of molybdenum trioxide in 390 c.c. of hydrochloric acid of sp. gr. 
1-16 was heated on a water-bath for 8 hours, made up to 600 c.c., and electrolyzed, in a 
diaphragm cell with smooth platinum electrodes until the cathode soln. was olive-green. 
This soln. was then conc. at 50° under diminished press., in an air-free flask ; the colour 
changed from green to reddish-brown at about 250 c.c. After conc. to 180-200 c.c., the 
soln. was transferred to a small cell and re-electrolyzed. A soln. was thus obtained having 
a much higher cone. of tervalent molybdenum than one prepared by direct dissolution of 
the trioxide in cone. hydrochloric acid. The electrolysis was continued until a sample of 
the cathode liquid, poured into acetone, gave an appreciable buff-coloured precipitate. 
The cathode soln. was now forced by the press. of carbon dioxide into air-free acetone ; 
the oxychloride, which separated as a heavy, buff-coloured powder in almost quantitative 
yield, was washed with acetone, alcohol and dry ether, all these operations being performed 
in an atmosphere of carbon dioxide with rigid exclusion of air, and transferred to a desiccator 
filled with carbon dioxide, which was then evacuated. The analysis corresponds with 
MoOCl1.3H,O, but the salt was dried in a desiccator. If the oxychloride be precipitated 
from a soln. of about a quarter the concentration here indicated, the analysis corresponds 
closely with MoOCl.4H,0. 


It is assumed that the formation of molybdeny] chloride in aq. soln. of potassium 
molybdenum hexachloride is a result of a series of hydrolytic reactions Rs{[MoClg| 
+H,O=R,[MoCl;(H,0)|+RCl; R,[MoCl;(H,0) ]+H,0=R[MoCl,(H,0)2]+RCl ; 
R[MoClL,(H,0)2] + H,0 = MoCl,.3H,0 + RCL; MoCls.nH,0 = MoCl,(OH) + HCl 
+(n—1)H,O; and MoCl,(OH)= =MoOCl-+HCI. The mol. wt. of molybdenyl 
chloride calculated from the f.p. of aq. soln. containing 0-1682 and 0-2531 grm. 
of salt in 10 grms. of water was respectively 186-1 and 191-3. The salt is thus in 
all probability hydrolyzed in aq. soln.; [MoOCl.4H,0|+H,0=[Mo00.5H,0] +Cl’. 
The hydrolysis thus yields a binary electrolyte. The progressive hydrolysis is 
shown by the fact that aq. soln. at 1° have a mol. conductivity w=33-7 for v=4 
after 4 min. and w=50°8 after 220 min.; and for soln. with v=25, .=33, after 
2 min., and after 40 min., 465-2. The dried solid is buff-coloured; and.it does not 
deliquesce i in air, although its titration value gradually falls owing to air oxidation. 
It is readily soluble in water and in cone. hydrochloric acid, yielding amber and 
reddish-brown soln. It is insoluble in acetone or ether, but dissolves slightly in 
cold, and readily in hot absolute alcohol. Cupric and mercuric chlorides are reduced 
to the “ ous ”’ condition, with further reduction to the metal by use of excess of the 
oxychloride. Ferric chloride also is readily reduced to the “ ous” state. Sulphur, 
on boiling with a soln. of the solid, yields hydrogen sulphide. Sodium and 
ammonium hydroxides give black, flocculent precipitates, readily soluble in acids, 
which are probably the trihydroxides. Potassium cyanide reacts similarly. 
Potassium ferricyanide gives a deep red coloration. Silver nitrate 1s reduced to 
the metal, whilst lead acetate acidified with acetic acid gives no precipitate of 
lead chloride, indicating the absence of the chloride ion. Tungsten and uranium 
do not yield analogues of molybdanyl monochloride, but vanadium, which should 
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resemble it by reason of its diagonal position in the periodic table, forms a brown, 
insoluble oxychloride, VOC]. An oxychloride of chromium, CrCl(OH),, has been 
described, but the general method of preparation of tervalent chromium oxy- 
chlorides is not satisfactory. 

A green modification of molybdanyl chloride, MoOCl.4H,0, has also been 
prepared : 


A soln. of 60 grms. of molybdenum trioxide in 390 ¢.c. of hydrochloric acid of sp. gr. 
1:16, was diluted to 500 c.c., electrolyzed for 4 hours in a diaphragm cell and concentrated 
at 50° under diminished press. to 250 c.c. This cone. soln., in which the molybdenum was 
quinquevalent, was then re-electrolyzed. On prolonged electrolysis, the soln. because 
green and the conc. of “‘ free”’ acid diminished. At this stage, a portion of the soln., 
on being poured into acetone, gave a bluish-green precipitate, a typical hydrolyzed 
product. The cell was now cooled in ice, and the cathode liquid forced by the press. of 
carbon dioxide into an equal vol. of ice-cold 10N- hydrochloric acid. The olive-green 
soln. thus produced was poured into air-free acetone and a green solid then separated in 
excellent yield. It was filtered off, washed with acetone, and dried in a vacuum desiccator. 
All these operations were performed in an atmosphere of carbon dioxide, air being rigidly 
excluded. 


The mol. wts. calculated from the depression of the f.p. of water containing 
0-2302 and 0:9774 grm. of the salt in 10 grms. of water were respectively 161-7 
and 191-4. The mol. conductivities of a soln. with v=5-7 at 1° were 42-77 after 
the lapse of one minute, and 53-6 after the lapse of 7 min. The freshly-precipitated 
solid is green, but on drying it becomes greyish-green. On exposure to the air, 
it darkens in colour and hydrolyzes. It is more readily soluble in water and in conc. 
hydrochloric acid than its brown isomeride, but is insoluble in alcohol. It has 
similar reducing properties to the brown oxychloride, but is much more reactive. 
The results agree with the assumption that the two isomerides have the co-ordination 
formula [MoOCl.4H,O]; and the reactions with sodium salicylate favour the 
assumption that the red and green modifications are respectively cis- and trans- 
isomerides : 


0 
1,0 See 1,0 
CL 4,0 


Trans- or green form. Cvs- or red form. 


W. Wardlaw and R. L. Wormell showed that by double decomposition of the 
theoretical amounts of molybdanyl monochloride and the alkali salts of benzoic, 
tartaric, and phosphoric acids, respectively, in air-free, aq. soln., reactions occur 
in accordance with the equations: MoOCl+C,H;.CO,.Na=CgH;.CO..MoO-+-NaCl ; 
2Mo00Cl + NaKC,H,0,¢ = (MoO)2C,H,0¢ + NaCl + KCl ; 3Mo00Cl + Na,HPO, 
—(Mo0)3P0,+2NaCl+-HCl. These insoluble molybdany] salts are all buff-coloured 
and undergo gradual hydrolysis in contact with water. They are best purified by 
washing with dil. soln. of the corresponding acids. Soln. of sodium oxalate and 
normal sodium citrate also give well-defined, buff precipitates when they are added 
to a soln. of molybdanyl chloride. These precipitates are probably the corre- 
sponding molybdany] salts. 

W. R. Bucknall and co-workers prepared potassium molybdenum dichloride, 
KMoOCl,.3H,0, in the following manner: 350 c.c. of the green soln. containing 
35 germs. of molybdenum trioxide were conc. to about 120 c.c., and re-electrolyzed 
for an hour to ensure the complete reduction of the molybdenum to the tervalent 
form. 250 c.c. of a 10 per cent. soln. of potassium chloride were added, and the 
whole was conc. nearly to dryness under reduced press. at 70°. The red salt formed 
was then removed and the filtrate treated with alcohol, whereby a bright yellow 
substance was precipitated. This was filtered, washed with alcohol, and dried in 
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vacuo. It was slowly soluble in water to a reddish-brown soln., and after a time 
the solid turned greenish-brown. The mol. conductivity increased with time, and 
agreed with the assumption that the co-ordination formula is K[ MoOCI,(H,0)s]. 
The salt is rapidly hydrolyzed in aq. soln. By similarly treating a green soln. with 
ammonium chloride, an impure ammonium molybdenum chloride, probably 
(NH,)[ Mo(OH)Cl,(H,0).], was formed. 

It is doubtful if molybdenyl trichloride, MoOCl,, has been prepared, although 
complex salts, RCl.MoOCls, are known. C. W. Blomstrand 2 obtained a product 
of the composition MogOgClgo, by the action of chlorine on an intimate mixture of 
molybdenum dioxide and carbon heated by an alcohol lamp; and also by passing 
chlorine over incompletely reduced molybdenum oxide. I. Nordenskjéld regarded 
the product as a mixture of MoO.Cl, and MoCl;; and P. Klason, as molybdenyl 
trichloride. C. W. Blomstrand described it as a dark green mass of tabular crystals ; 
it melts and vaporizes below 100°. It is stable when heated in a sealed tube, and 
in thin layers in direct sunlight, it acquires a reddish colour. It quickly decomposes 
when exposed to air and becomes blue. It can be sublimed in hydrogen. The 
vapour is dark reddish-brown. It is vigorously attacked by water; it forms a 
green soln. with a small proportion of water—a single drop of water colours it blue 
—and with more water a blue precipitate is formed. H. Fleck and HE. F. Smith 
found that the compound reacts with ethylamine ; and I. Nordenskjéld obtained 
complexes by adding aliphatic amines or pyridine to the soln. in hydrochloric acid. 
This soln. is supposed to contain MoOCls.2HCl, or H,[MoOCl;], for, with alkali 
or organic ammonium chlorides, it yields complex salts of the type Rg[MoOCl;). 
For a similar reason, green soln. of molybdenum pentachloride are supposed to 
contain molybdenyl trichloride. If the green soln. is diluted with water, it becomes 
brown owing to the formation of colloidal Mo(OH);, but when hydrochloric acid is 
added the soln. becomes green. J.J. Berzelius showed that a soln. of molybdenum 
trioxide is readily reduced by hydriodic acid, and F. Mauro and L. Danesi showed 
that the molybdenum trioxide is reduced to a quinquevalent form with the liberation 
of an atom of iodine per mol. of the trioxide. The reaction was utilized in the 
iodometric determination of molybdenum by C. Friedheim and H. von Kuler- 
Chelpin, and F. A. Gooch and co-workers. 

G. Bailhache prepared ammonium molybdenyl pentachloride, 2NH,Cl.MoOCls, 
or (NH,).[MoOCl,], by crystallization from a soln. of potassium molybdenyl oxalate 
and ammonium chloride in hydrochloric acid; and by passing hydrogen chloride 
into a soln. of molybdenum trioxydisulphate, Mo,03(SO,4)2, and ammonium chloride. 
P. Klason also obtained this salt by adding a mol of ammonium iodide, and 0-1 
mol ammonium chloride per gram-atom of molybdenum, to a soln. of 200 grms. of 
ammonium molybdate in 600 c.c. of fuming hydrochloric acid; distilling off the 
iodine on a sand-bath with fresh additions of hydrochloric acid ; and saturating the 
liquid with hydrogen chloride. The green liquid was allowed to stand for crystal- 
lization. ¥. Forster and E. Fricke obtained the salt by electrolytically reducing a 
soln. of molybdenum trioxide in hydrochloric acid, and subsequently adding 
ammonium chloride to the liquid. R. G. James and W. Wardlaw used the following 
process : 


100 grms. of molybdenum trioxide were dissolved in 500 c.c. of hot hydrochloric acid 
of sp. gr. 1-16, and the soln. evaporated to 250 c.c., filtered, and made up to 500 c.c. with 
hydrochloric acid. 150 c.c. of this liquid were placed in a diaphragm cell containing 
10N-NH,OH and a small quantity of ammonium chloride. On electrolysis with a current 
density of 0-1 amp. per sq. cm., and continuous saturation of the cathode with hydrogen 
chloride, a good yield of the salt separated out. 


The lowering of the f.p. of aq. soln. agrees with a mol. wt. of about 36 when the 
mol. wt. of (NH,),MoCl, is 325-3. The electrical conductivities of soln. with a mol 
of the salt in 199-2, 796-8, 1593-6, and 3187-2 litres of water are, respectively, 755-3, 
865-6, 916-8, and 948. The results are taken to agree with the assumption that the 
complex MoOCl,;’’-ion is unstable and that ionization and hydrolysis occur in 
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accord with R,{MoOCl;]+H,0=R]MoOCl,,H,O|+RCl1; R{MoOCl,,H,O]+-H,O 
=[Mo0Cl,.2H,O] + RC1; [MoOCl3,2H,O] + H,O =[Mo0(OH)Cl,,2H,0] + HCl ; 
[ Mo0(OH)CI,.2H,O] + H,0 =[Mo0(OH),C1,2H.0] + HCl=[Mo0,CL3H,0]-+ HCl ; 
[Mo0,Cl,3H,0]+ H,0=[Mo0,(OH),3H,O]+ HCl. Whence at infinite dilution: 
R,{[MoOCl;]+5H,0=[Mo0,(0H),3H,0|+2RCl1+3HCl. This agrees with the 
observed fact that 10 ions per mol. are produced at infinite dilution. Additional 
confirmation of this scheme of ionization for the complex salts is afforded by the 
isolation of the intermediate products R[MoOCl,,H,O], R[{MoO.Cl,,2H,O], and an 
oxychloride, [Mo,0,(OH)C1,4H,O], which may be considered as derived from the 
intermediate substances [MoO,Cl,3H,O] and [MoO0,(OH),3H,O]. According to 
P. Klason, the green, octahedral crystals are stable in air, and easily soluble in 
water. The salt can be reprecipitated from its aq. soln. by passing in hydrogen 
chloride. The salt in aq. soln. is hydrolyzed, and it may then suffer auto-reduction 
to form molybdenum blue. The salt is decomposed by alcohol. In addition to 
the green salt, H. Winkler obtained a brown form by evaporating on a water-bath 
the green mother-liquid from the green salt until a film of crystals appears on the 
surface, and cooling the liquid by ice-water. If the crystals are green, the treatment 
is repeated on the mother-liquid. The brown, cubic crystals are stable in air; 
and they are easily auto-oxidized. They form a green soln. with water—vde infra. 
A. Rosenheim and M. Koss, G. Scagliarini, R. G. James and W. Wardlaw, and J. Sand 
and O. K. H. Burger obtained complex salts with pyridine; and R. G. James and 
W. Wardlaw, salts with quinoline, and with trimethylammonium. I. Nordenskjéld 
prepared potassium molybdenyl pentachloride, K,MoOCl;.2H,O, by adding 
the calculated quantity of hydriodic acid to a soln. of molybdenum trioxide in 
fuming hydrochloric acid, driving off the free iodine, saturating the soln. with 
hydrogen chloride, adding the calculated quantity of potassium chloride, and con- 
centrating the soln. in a current of hydrogen chloride. F. Forster and HE. Fricke, 
and R. G. James and W. Wardlaw also prepared this salt. The lowering of the 
f.p. of aq. soln. agrees with an apparent mol. wt. of about 40 when the theoretical 
value for K,MoOCI; is 367-5. The electrical conductivities of soln. of a mol of the 
salt in 36-54, 292-3, 584-6, and 1169-3 litres of water are, respectively, 676-6, 834-3, 
987-3, and 954. G. G. Henderson added potassium chloride to a conc. soln. of 
molybdic hydroxide in hydrochloric acid, and saturated the liquid with hydrogen 
chloride ; and he also treated a soln. of molybdenum trioxide in hydrochloric acid 
with potassium amalgam. The dark green, rhombic prisms are stable in air; and 
when it is treated in hydrochloric acid soln. with potassium amalgam, 
K3MoOCl,.2H,O is formed. I. Nordenskjéld prepared rubidium molybdenyl 
pentachloride, Rb,MoOCl;, in a similar manner, and obtained green, rhombic 
octahedral crystals, which are less soluble than the potassium salt. This salt was 
also prepared by F. Forster and E. Fricke, and by R. G. James and W. Wardlaw 
as indicated above. The lowering of the f.p. of aq. soln. agrees with an apparent 
mol. wt. of about 36 when the theoretical value for Rb,MoOCls is 460-3. The 
electrical conductivities of soln. with a mol of the salt in 51-14, 409-1, 818-2 and 
1636-4 litres of water are, respectively, 688, 849, 910, and 973. I. Nordenskjéld 
prepared sparingly soluble cgesium molybdenyl pentachloride, Cs,MoOCl;, which 
forms yellowish-green, rhombic, octahedral, sparingly-soluble crystals. The salts 
R,MoOCl;, generally crystallize in the rhombic system, and range in colour from 
dark green through shades of emerald-green to yellowish-green. The pyridine salt 
exhibits a strong pleochroism and has a very high double refraction. When exposed 
to a moist atm., these salts more or less rapidly turn reddish-brown, in which con- 
dition they are very susceptible to aérial oxidation, molybdenum blue being 
formed. The pyridinium and the ditrimethylammonium salts give a_ bright 
copper-red substance at one stage of these changes. The potassium and the sub- 
stituted-ammonium salts are the most sensitive, and the quinolinium the least 
sensitive, to the action of moist air. All the complex salts are soluble in water, 
the conc. soln. being reddish-brown, passing through orange to bright yellow on 
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dilution. On sat. with hydrogen chloride, these aq. soln. finally turn emerald-green 
and from sufficiently conc. soln. the complex salts separate. Alcohol dissolves 
all these green salts, and from the soln. of the alkali complex salts, alkali chlorides 
separate on heating. The pyridinium salt under these conditions yields a red 
precipitate, which will be referred to in detail later. The addition of pyridine or 
quinoline to aq. soln. of any of the complex salts gives a brown, insoluble precipitate. 

R. G. James and W. Wardlaw prepared trimethylammonium molybdenyl 
tetrachloride, R[MoOCl,(H.0)], as follows: 75 c.c. of the soln. of molybdenum 
oxide, indicated above, were electrolytically reduced to the quinquevalent stage, 
and were concentrated on a water-bath under diminished press. to 20-25 c.c. Thirty 
c.c. of a soln. of 11 grms. of trimethylamine hydrochloride were now admitted by 
releasing the vacuum, and the mixture was heated to boiling under diminished 
press. The soln. was then sat. with hydrogen chloride while it was being cooled, 
finally in a freezing-mixture, and the emerald-green crystals thus obtained were 
filtered, washed with conc. hydrochloric acid, and dried in a vacuum over solid 
potassium hydroxide and phosphoric oxide. The mol. wt. by the cryoscopic process 
is about 47, when the mol. wt. of (CH3);HNMoOCI,H,O is 331-8. The mol. con- 
ductivity, x, of a soln. in v litres of water is: 


CEE - 389°6 +h ig 142-4 284-8 569°6 1139-2 2278-4 4556-8 
ee - 580 614 657 706 773 852 849 874 


The calculated value for pp» at 0° is nearly 880, on the scheme of ionization and 
hydrolysis indicated above, when there are 8 ions produced per mol. 

According to J. Sand and O. K. Burger, when green pyridine molybdenyl 
pentachloride is boiled with alcohol and cooled there separate out copper-red 
crystals of pyridinium molybdenyl dichloride, C;sHgN.MoO,Cl,.2H,O. The salt was 
also prepared by R. G. James and W. Wardlaw. The mol. wt. by cryoscopic 
methods ranges from 61-6 to 86-06 when the value for C;H,N.MoO,Cl,(H,0) is 
296-9. The mol. conductivity, pw, at 0°, of a soln. of a mol of the salt in v litres is : 


v x - 20°56 41-12 164-5 329 1316 
be : e185 210:6 275-1 312°0 336°0 


These results are explained by the assumption that in aq. soln. the pyridinium 
salt undergoes ionization and hydrolysis in accordance with the scheme: 
MoO,Cl,,2H,O + Cr;HgN ++ H,O = Cr;HgNCl + MoO,Cl “- 2H,O = Cz;HgN” + Cl’ 
+Mo0,C1.3H,0 ; MoO.Cl.3H,0+H,0=Mo00,(0H),3H,O0O+H'+Cl’. R. G. James 
and W. Wardlaw prepared molybdenum tetroxyhydroxychloride, Mo,0,(OH)CI. 
4H2O0—mol. wt. 380-5—as follows: The reddish-brown soln. of quinquevalent 
molybdenum, obtained by the electrolytic reduction of 150 c.c. of molybdic acid 
soln., was conc. on a water-bath under diminished press. until a dark, viscous mass 
was obtained. Pure, dry acetone was admitted in small portions with frequent 
shaking and warming, until the mass just dissolved, giving a deep brown soln. 
This was poured with constant stirring into a large volume of dry ether and a 
bulky reddish-brown precipitate separated, which was washed with dry ether and 
kept over solid potassium hydroxide in vacuo. This salt is a reddish-brown powder, 
readily soluble in water and in alcohol, giving deep reddish-brown soln. which on 
dilution become bright yellow. The aq. soln. is acid to litmus and reduces soln. 
of silver salts. The brown aq. or alcoholic soln. of the compound turn emerald- 
green on saturation with hydrogen chloride, and complex salts of the type 
R,MoOCl, may be isolated from them. On heating, the chloride decomposes with 
evolution of hydrogen chloride. The mol. wt. by the cryoscopic process is 157-9 to 
205-7. These results indicate that two ions are present in the more conc. soln. 
and three individuals in the more dil. This is satisfactorily explained by the pro- 
gressive hydrolysis Mo,0,(O0H)CI+H,0=Mo,0,(0H),H,0+Cl=Mo,0,4(0H),H,0" 
+Cl’ or Mo,0,4(OH)ClI+ H2.O=Mo0,0,(0H).+H’ +Cl’. 

H. Rose,’ and J. J. Berzelius prepared molybdenum dioxydichloride, MoO.Clo, 
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as a sublimate by the action of dry chlorine on heated molybdenum dioxide ; and 
also by heating a mixture of molybdenum trioxide, potassium hydrosulphate, and 
sodium chloride ; W. Piuttbach, and O. Ruff and F’. Hisner, by passing chlorine over 
a heated mixture of molybdenum trioxide and carbon; and C. W. Blomstrand, by 
the action of oxygen on molybdenum chloride or oxychloride, or by exposing the 
substances to moist air in the cold. According to C. W. Blomstrand, the yellowish- 
white, scaly crystals in the presence of some of the other oxychlorides may produce 
a red coloration. The crystals have a bitter, and acidic taste. The salt volatilizes 
without melting, but it can be melted in a sealed tube. It is hydrolyzed by water, 
Mo0,Cl,-+H,0O=Mo03+2HCl. A. W. Cronander observed that with phosphorus 
pentachloride, molybdenum diphosphotetradecachloride, MoCly.2PCl;, is formed. The 
salt is soluble in water, alcohol, and ether. W.Hampe said that the soln. in alcohol 
is an electrical conductor, but the soln. in ether is a non-conductor unless a trace 
of water be present. Hydrogen reduces the salt to molybdenum dioxide. EK. Wein- — 
land and W. Knoll obtained six-sided plates of ammonium molybdenum dioxy- 
tetrachloride, 2NH,Cl.MoO,Cl,.2H,O, or Mo(ONH,).Cl,.2H,O, or (NH,).[ MoO,Cly]. 
2H,0, from a soln. of molybdenum trioxide in conc. hydrochloric acid, saturated 
with ammonium chloride ; greenish-yellow, six-sided plates of potassium molyb- 
denum dioxytetrachloride, K.|MoO0,Cl,].2H,O, were obtained in a similar way 
from soln. with MoO,: KCl=1:1; likewise with six-sided plates of rubidium 
molybdenum dioxytetrachloride, Rb.[MoO.Cl,], and yellowish-green, hygroscopic 
crystals of ceesium molybdenum dioxytetrachloride, Cs,[MoO0.Cl,]. The salts 
are hydrolyzed by water. The mother-liquor obtained in preparing the potassium 
salt also furnishes six-sided plates of potassium molybdenum dioxytrichloride, 
K[Mo00,Cl3(H,0)], or MoCls(OK).(OH)s, and the same salt is deposited by soln. 
with MoOs,: KCl=3:1; and similarly with rubidium molybdenum dioxytri- 
chloride, Rb[MoO,Cl,(H,O)], and ceesium molybdenum  dioxytrichloride, 
Cs[MoO.Cl3(H,O)]. The mother-liquor employed in the preparation of the 
potassium salt furnishes aggregates of prisms of potassium trimolybdenum 
dioxyheptachloride, KCI.3MoO.,Cl,, or K[Mo30,Cl,].3H,O; and similarly with 
cesium trimolybdenum dioxyheptachloride, CsCl.3Mo0,Cl,.11H,O, which is also 
obtained from a hydrochloric acid soln. with MoO,:CsCl=8 to 12:1. The 
prismatic crystals are very hygroscopic. The constitution of these salts can be 
represented by : 


21.8) O O 
Mo.0.Mo.0.Mo.OK 
Clete laut lo 


W. Piittbach * reported molybdenum oxytetrachloride, MoOCl,, to be formed by the 
action of molybdenum pentachloride on molybdenum dichloride ; and by the action of 
chlorine on a mixture of molybdenum and its dioxide. The green, crystalline sublimate is 
hygroscopic, and on exposure to air acquires a red film. This compound was represented by 
C. W. Blomstrand by the formula Mo,O,Cl,. P. Klason regarded it as containing 
MoOCl,; but I. Nordenskjéld showed that it is probably a mixture of molybdenum 
pentachloride and molybdenum dichloride. 

C. W. Blomstrand observed that in the preparation of molybdenyl trichloride, a much 
less volatile molybdenum trioxyhexachloride, Mo,0,Cl,, is formed; and W. Piittbach 
obtained the same product by repeatedly subliming molybdenyl tetrachloride in a current 
of carbon dioxide. The deep violet, or ruby-red crystals are stable in dry air, but they 
gradually decompose in moist air. The salt is hydrolyzed by water. W. Hampe found 
that it forms a yellow, non-conducting soln. with ether. When the violet salt is heated 
in a current of carbon dioxide, C. W. Blomstrand, and W. Piittbach found that molybdenum 
pentoxyoctochloride, Mo;0,Cl,, is formed in radiating masses of red needles which are 
stable in air; they are insoluble in hydrochloric acid, and in cold sulphuric acid; and 
soluble in hot sulphuric acid, in nitric acid, and in aq. ammonia. . 

Some intermediate oxychlorides have been reported. Thus, W. Piittbach heated 
molybdenyl tetrachloride in a current of hydrogen, and obtained molybdenum trioxyhepta- 
chloride, Mo;0;Cl,, as the chief product along with some molybdenum, and molybdenum 
dichloride. The dark violet, acicular crystals are treated with water to decompose the 
unchanged molybdenyl chloride. The brown, acicular crystals volatilize without melting, 
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and are slightly soluble in hydrochloric acid ; and form a colourless soln. with nitric acid, 
or alkali-lye. W. Piittbach also said that molybdenum triowytetrachloride, Mo,0,Cl,, is 
obtained as an easily volatilized sublimate in the preparation of molybdenum tetrachloride. 
C. W. Blomstrand prepared molybdenum trioxypentachloride, Mo,0,Cl,, by heating 
molybdenum hemitrioxide in dry chlorine, and subliming the product in hydrogen. The 
brown or brownish-black product easily melts, and it sublimes slowly giving dark reddish- 
brown vapours. It deliquesces in moist air forming a blue liquid. It is easily soluble in 
SG aaa soln. becomes green, and then blue. With an excess of water, a blue precipitate 
is formed. 


H. Debray® prepared molybdenum trioxybishydrochloride, or molybdenyl 
dihydroxydichloride, or molybdenum oxydihydroxydichloride, Mo03.2HCl, or 
MoO(OH).Cls, or, according to A. Werner, H.[MoO3Cly], by passing hydrogen chloride 
over molybdenum trioxide at 150° to 200°. » It collects as a sublimate beyond the 
heated zone. KE. Péchard, and E. F. Smith and V. Oberholtzer obtained it by heating 
a non-volatile molybdate to 360°-400° in a current of hydrogen chloride. According 
to H. Debray, the compound forms white, or if slowly cooled, yellowish needles which 
are very easily -volatilized in a current of hydrogen chloride, but are decomposed 
when heated in air. This volatility enables molybdenum to be separated from 
silica, tungsten trioxide, and other substances which do not form chlorides volatiliz- 
able at about 400°. A. Vandenberghe’s observations on the vap. density show that 
the compound is somewhat dissociated at 160°. H. Debray said that the salt is 
easily soluble in water, and when the aq. soln. is evaporated, it deposits molybdenum 
trioxide. KH. Péchard found that the salt is readily soluble in ether, so that it can 
be extracted by ether from a conc. hydrochloric acid soln. of a molybdate, and the 
ethereal soln. deposits crystals of an ethereal complex ; the salt is also soluble in 
alcohols, acetone, ether, and glacial acetic acid. B. Kalischer observed some 
reduction accompanied by the smell of aldehyde with the alcoholic soln. 
A. Vandenberghe found from the effect of the salt on the f.p. of glacial acetic acid 
that the mol. wt. is 114-4 to 123-0; acetic acid, 156-0 to 314-1; and water, 38-4 to 
57-8; while its effect on the b.p. of ethyl ether agrees with the mol. wt. 208-6 to 
229°0 ; acetone, 220-8 to 236-1; methyl alcohol, 101-3 to 121-6 ; and ethyl alcohol, 
160-0 to 181-8. The data with ether and acetone are in agreement with the normal 
mol. wt.; with alcohol, the salt is dissociated, and more so with methyl than 
with ethyl alcohol ; with water, the decomposition is great. 

H. Weinland and W. Knoll found that when molybdenyl dihydroxydichloride is 
made into a mush with fuming hydrochloric acid, and the mixture warmed, the 
mass solidifies to form crystalline molybdenum oxyhydroxytrichloride, or 
molybdenyl hydroxytrichloride, Mo0(OH)Cls.7H,0, or 


Ho Mo=Cly. THO 

The salt is also formed by saturating with hydrogen chloride a soln. of molybdenyl 
dihydroxydichloride in fuming hydrochloric acid, and evaporating the liquid over 
sulphuric acid; and the salt has been found to separate from soln. containing 
magnesium or calcium molybdates. The pale green prisms or plates are very 
hygroscopic, and effloresce over sulphuric acid losing at the same time some hydrogen 
chloride. The salt dissolves in water without depositing molybdic acid. 

CO. W. Blomstrand obtained molybdenum dihydroxytetrachloride, Mo3(OH)>. 
Cl,.2H,O, by adding acetic acid to an alkaline soln. of molybdous chloride. The 
dihydrate is a pale yellow, amorphous salt insoluble in water, or alcohol ; it is freely 
soluble in strong acids if it is freshly precipitated and washed with cold water ; 
if washed with hot water, it is less soluble in acids. If the soln. in sulphuric or 
nitric acid is washed with water, it is precipitated as a compact, yellow powder 
which is not soluble in acids—conc. sulphuric acid or fuming nitric acid. 
C. W. Blomstrand obtained pale yellow crystals of the octohydrate by precipitation 
from an alkaline soln. of molybdous acid by carbon dioxide. W. Muthmann and 
W. Nagel obtained it at the cathode by the electrolysis of a soln. of molybdous 
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chloride in 96 per cent. alcohol. K. Lindner and co-workers found that at 35° it can 
be represented by [MosCl,(H,0).](OH),.H,0 ; at 67°-100°, by [MogCl,(H,0)2|(OH). 5 
and at 200°-300°, it forms molybdenum oxytetrachloride, [Mo3Cl,(H,0),]0. They 
also prepared a complex acetate, [Mos3Cl,(H,0).](C.H30¢2)o. 
P. Didier 6 did not succeed in preparing chloromolybdates analogous to the 
chlorotungstates.~ 
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§ 21. Molybdenum Bromides and Oxybromides 


C. W. Blomstrand! obtained molybdenum dibromide, or molybdous bromide, 
MoBry, or (MoBr.)3, by heating the tribromide to redness. If molybdenum is 
heated in the vapour of bromine, molybdous bromide will be found as a non-volatile 
residue in the part subjected to the strongest heat. It is purified by elutriation 
with water so as to leave the unchanged molybdenum behind. <A. Atterberg 
obtained it by a similar process; and K. Lindner and H. Helwig, by passing nitrogen 
and bromine vapour over powdered molybdenum at 600° to 700°. The yellowish- 
red product is infusible. It is insoluble in water and acids, and even in boiling 
nitric acid. W. Muthmann and W. Nagel represent the bromide by the formula 
[MosBr,|Brz. Molybdous bromide is completely decomposed by alkali-lye with the 
separation of black hydrated molybdic oxide, while it is freely soluble in dil. alkali-lye 
forming a yellow liquid containing alkali bromide and Mo3(OH),Br, ; acids precipi- 
tate from this soln. various complexes [Mo3Br,]Xo.nH,0, where X, denotes Fo, 
Cly, Brg, I,, 804, (NO3)2, (H_PO4)s, CrOy, MoO4, C,04, etc. If hydrobromic acid be 
added to Mo3(OH).Brg, or to MozBryIo, the trihydrate, [MogBr,|Br2.3H,0, is formed. 
K. Lindner discussed the constitution of these compounds. W. Lederer obtained a 
yellowish-white compound by the action of bromine or bromine water on molyb- 
denum. F. W. Bergstrom studied the action of liquid ammonia and obtained an 
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ammoniobasic halide. K. Lindner and H. Helwig prepared molybdous ammino- 
bromide, Mo,Bre(NH3)..C,H;OH, as well as a complex with pyridine, MogBrg.C;H;N. 
The action of alcoholic halogen acids furnishes the pyridine salt of hydrobromo- 
molybdous acids, C;H;N.HMo,Br,; (C;H;N);H;MogBry7.2C,;H;0H; and also 
salts of mixed hydrobromochloromolybdous acids. 

C. W. Blomstrand 2 prepared molybdenum tribromide, or molybdic bromide, 
MoBrs, by passing thé vapour of bromine over molybdenum or a mixture of molyb- 
denum dioxide and carbon heated by an alcohol lamp; and A. Rosenheim and 
H. J. Braun obtained it by passing dry carbon dioxide mixed with the vapour of 
dry bromine over warm molybdenum, and as a brownish-red soln. by the electro- 
lytic reduction of a soln. of 37 grms. of hydrated molybdic acid in 240 c.c. of conc. 
hydrobromic acid by a current of 0:6 to 0:8 amp. The tribromide forms a dark 
green or black mass of acicular crystals. It volatilizes with difficulty, and when 
strongly heated yields bromine and the dibromide. It is insoluble and not 
decomposed by water; ammonia gas transformed it at a low temp. into molyb- 
denum ; boiling hydrochloric acid, and cold dil. nitric acid do not attack it 
perceptibly; dil. alkali-lye acts slowly in the cold, whilst the boiling lye 
transforms it into hydrated oxide. F. W. Bergstrom studied the action of 
liquid ammonia, and obtained a deep red soln. and an ammoniobasic bromide. 
When a soln. of the salt is treated with ammonium bromide, and evaporated, 
A. Rosenheim and H. J. Braun obtained black rhombic crystals of ammonium 
molybdenum pentabromide, (NH,).MoBr;.H,O. ‘The salt is very soluble in 
water, forming a blood-red soln. F. Forster and E. Fricke represented it by 
(NH,).[MoBr;(H,O)|]. W. Wardlaw and A. J. I. Harding prepared potassium 
molybdenum pentabromide, K,MoBr;, by adding 20 c.c. of a soln. of 1-5 grms. of 
potassium bromide to 100 c.c. of a soln. of tervalent molybdenum bromide, in an 
air-free flask, and conc. at 65°-70° under reduced press. until nearly dry. Alcohol 
was introduced, and the crystalline brick-red salt separated out. By a similar 
process an impure rubidium molybdenum pentabromide was obtained ; and the 
double decomposition of the potassium salt and cxsium bromide furnishes ceeslum 
molybdenum pentabromide, (Cs,MoBr;.H,0. They also prepared potassium 
molybdenum hexabromide, K;MoBrg, by adding 10 grms. of potassium bromide, in a 
sat. aq. soln., to 200 c.c. of a soln. of tervalent molybdenum bromide, and concentrat- 
ing at 65°-70° under diminished press. to about 100 c.c. Air-free alcohol was then 
admitted to the flask, and the excess of potassium bromide precipitated. After 
filtration in an atmosphere of carbon dioxide, the filtrate was concentrated to 40 c.c. 
On addition of absolute alcohol a crystalline, light red solid was obtained which was 
filtered off and dried. All these soluble complex salts give deep red soln. with water, 
in which both potassium salts are very soluble, the rubidium salt is sparingly 
soluble, and the cesium compound insoluble. The aq. soln. gradually turn brown, 
then turbid, and finally yield a dark brown precipitate. This decomposition 1s 
accelerated by warming. The salts reduce copper sulphate soln. to cuprous bromide, 
whilst silver nitrate soln. is reduced to the metal. 

C. W. Blomstrand obtained a small yield of molybdenum tetrabromide, MoBry,, 
as a product of the action of bromine on heated molybdenum. Molybdenyl dibro- 
mide sublimes first ; green molybdenum tribromide appears near the hot zone, and 
most distant from the heated metal occur black needles of the tetrabromide. The 
exact conditions have not been established. The salt is fusible and volatile; it 
furnishes brownish-red vapour; it easily decomposes into the tribromide and 
bromine ; it deliquesces rapidly in air to a black liquid; and it gives with water 
a yellowish-brown soln. from which alkalies precipitate hydrated molybdic oxide. 

C. W. Blomstrand 3 found that a soln. of molybdous bromide in alkali-lye is 
gradually decomposed by air containing carbon dioxide forming golden-yellow 
crystals of molybdenum dihydroxytetrabromide, Mo,Br,(OH):.8H20 ; the crystals 
of the octohydrate were also produced by adding ammonium chloride to a hot, alkaline 
soln. of molybdous bromide; and by adding acetic acid to an alkali soln, of molyb- 
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dous bromide. According to A. Atterberg, and C. W. Blomstrand, if the octohydrate 
be dried over sulphuric acid, it gives the dark red dihydrate ; and if one of the 
hydrates be dried at 100° or in vacuo over sulphuric acid, a red powder of 
the anhydrous salt is formed. If it has not been heated over 90°, it dissolves com- 
pletely in alkali-lye. The octohydrate forms a yellow, amorphous powder which 
rapidly loses water in air. If the hydrate be heated until all the water is expelled, 
and the residue treated with alkali-lye, a black powder—possibly molybdous oxide— 
remains. Hydrochloric acid dissolves the product; nitric acid attacks the salt ; 
and, according to W. Muthmann and W. Nagel, it is decomposed by alkali hydroxide 
to form hydrated molybdic oxide. The alkaline soln. is precipitated by acids to 
form mixed salts, [Mo,Br,|X5.nH,0, as indicated above. Hydrogen sulphide was 
found by A. Atterberg to precipitate hydrated molybdic oxide; and A. Atterberg 
also studied the action of potassium cyanide. 

According to A. Atterberg, an alkaline soln. of molybdenum dihydroxytetra- 
bromide yields a dark reddish-yellow precipitate of molybdenyl bromide, 
MoOBr,4H,0, when treated with ammonium molybdate and acetic acid ; the colour 
becomes reddish-brown at 100°. W. Wardlaw and A. J. I. Harding prepared the 
bromide by precipitating a conc. soln. of a tervalent molybdenum bromide in 
acetone. 


25 grms. of molybdenum trioxide and 350 c.c. of the hydrobromic acid were heated 
under a reflux condenser for 3 to 6 hours, when a golden-brown liquid was finally obtained. 
The filtered soln. was electrolyzed in a diaphragm cell with smooth platinum electrodes, a 
current of 3-5 amps. being used, until the cathode soln. was reddish-brown. This soln. was 
transferred to an air-free flask and conc. at 70° under diminished press. to 80-100 ¢c.c. The 
liquid was then transferred to a small cell and re-electrolyzed to ensure that the molybdenum 
was tervalent. The electrolysis was continued until a sample of the liquid added to air- 
free acetone gave a flocculent fawn precipitate of molybdenyl bromide. (If the electrolysis 
is continued beyond this stage, the product is hydrolyzed and is much darker than the 
true compound.) The cathode soln. was now forced by press. of carbon dioxide into air- 
free acetone, and the solid which separated was filtered off and washed with acetone. All 
these operations were performed in an atm. of carbon dioxide, air being rigidly excluded. 
The solid was transferred to a desiccator which was then evacuated. 


The composition is MoOBr.4H,O. The dried solid is light fawn in colour and 
does not deliquesce in the air, although it gradually undergoes atm. oxidation. Itis 
readily soluble in water or hydrobromic acid, its solubility in water being greater 
than that of the oxychloride. It is insoluble in acetone or dry ether, slightly soluble 
in cold absolute alcohol and more soluble on warming. The substance has pro- 
nounced reducing properties. Silver nitrate is reduced to the metal, whilst with lead 
acetate acidified with acetic acid no precipitate of lead bromide is obtained. This 
test seems to indicate that molybdenyl bromide is not a binary electrolyte. The 
mol. wts. determined by the depressions of the f.p. of soln. of 0-1235, and 0-0640 grm. 
in 10 grms. of air-free water are, respectively, 218-8 and 218-2. This agrees 
with the assumption that the salt is a co-ordination compound [MoOBr.4H,0], 
which undergoes gradual hydrolysis, [MoOBr,4H,O]+H,O=[Mo0.5H,O]|Br 
=[Mo00.5H,O]'+Br’. This view receives support from the fact that the mol. wts. 
determined with soln. of the solid, after standing some hours in ice-cold water, were 
considerably less than those quoted above, whilst after longer periods the hydroxide 
of molybdenum gradually separated. The mol. conductivity of soln. of a mol of 
the salt in 24 litres of water at 1°, changes from 66:8 in 2 min. to 78-2 in 9 min. 
The rate of hydrolysis is faster in more dil. soln. 

K. Weinland and W. Knoll found that when the product of the action of hydrogen 
bromide on heated molybdenum trioxide, is dissolved in warm, 40 per cent. hydro- 
bromic acid until bromine is no longer evolved, and the soln. crystallized over 
sulphuric acid, green hygroscopic needles of molybdenum hydroxytetrabromide, 
Mo(OH)Br,.2H,0, are formed. They are rapidly decomposed in humid air. If the 
soln. used in the preparation of this salt be allowed to stand over soda-lime 
at 30°, dark brown, hygroscopic prisms of molybdenum oxyhydroxydibromide, or 
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molybdyl dibromide, MoO0(OH)Brz.14H,0, are formed. The aq. soln. is brown, 
and ammonia precipitates hydrated molybdenum pentoxide. 

The molybdenyl tribromide, MoOBrz, has not been isolated. A. Chilesotti 
observed that by the electrolytic reduction of molybdenum trioxide in hydrochloric 
or sulphuric acid soln. of suitable concentration, a soln. of quinquevalent molyb- 
denum is formed if a platinized platinum cathode is employed, but with a polished 
platinum cathode, a tervalent salt is produced. The complex ammonium molyb- 
denyl pentabromide, or ammonium molybdenum oxypentabromide, 2NH,Br. 
MoOBrs, or MoOBr3(NH,Bro)(ONH,), or (NH4).[MoOBrs], was obtained by 
H. Weinland and W. Knoll, from a hydrobromic acid soln. of the components. It 
forms reddish-brown, octahedral crystals. F.G. Angell, R. G. James and W. Ward- 
law prepared the ammonium salt by reducing electrolytically a soln. of molybdenum 
trioxide in hydrobromic acid to the quinquevalent state, and transferred the soln, 
in a current of nitrogen to an air-free flask containing a soln. of ammonium bromide. 
The light brown crystals were washed with hydrobromic acid of sp. gr. 1-7, drained, 
and dried in vacuo over potassium hydroxide and phosphorus pentoxide. The 
mother-liquor furnishes other crops when concentrated and seeded with crystals 
of the salt. According to E. Weinland and W. Knoll, an analogous process 
furnishes by using Mo: K in the proportions 2:1, potassium molybdenyl 
pentabromide, K,MoOBr;, in black or dark red crystals; similarly with 
rubidium molybdenyl pentabromide, Rb,MoOBr;, in dark red or green, rhombic 
pyramids ; and ceesium molybdenyl pentabromide, Cs,MoOBr;, in garnet-red, 
octahedral crystals. IF. G. Angell and co-workers obtained potassium molybdenum 
oxypentabromide, K,[MoOBr;].2H,O, in dark brown needles; rubidium molyb- 
denum oxypentabromide, Rb.[ MoOBr;], as a yellowsolid; pyridinium molybdenum 
oxypentabromide, (C;H,N).[ MoOBr;), in yellowish-green needles ; and quinolinium 
molybdenum oxypentabromide, (C,H,K.[MoOBr;], in golden-brown crystals. 
A. Rosenheim and M. Koss, and E. Weinland and W. Knéll also prepared the 
pyridine and quinoline complex salts. The calculated mol. wts., and those cal- 
culated from the depression of the f.p. of the salts, dissolved in air-free water, as 
well as the osmotic factor 2, are, in aq. and alcoholic soln., 


NH,- Rij Rb- C;H,N- C,H,N-salt. 

Calculated . 547-7 625-8 682:°5 671-7 771-8 

J Ke er ad ae : . 121-163 314—22-2 42-8 284-27°8 129-32 
Soln. | By lowering f.p. 51-5—-60-1 61-9-68-3 TL 62-9-73-2 71°7-87-7 
ae : . 62-9-73-2 Ci et icte ba 9-6 1O-7=0"1 10-7-8-8 
Alea (oe } . 29-4-19°5 — — 28-2-19-1 27-6-16-1 
Sha By lowering . 29-4-19-5 — — 219-214 179-264 
Aileiee ; . 3:84-4:12 — — 3°07—3-14 431-2-92 


The mol. electrical conductivities, y, of soln. with v litres per mol, were: 


Pei i OSG ATO 4 L140, » 228-1, 456-3 
(NH,),[MoOBrs{? °° 561.9 598.8 613-0 655-0 689-3. 757-0 
Pe eRe o oe BOrSo. : 7a29) 157-8 PE318-5 0 631-0 
BMoOBr,| { 4500 MASTT) 515-2) 915268 5661. | 660-4 


and similarly with the pyridinium and quinolinium salts. The chlorides are green, 
and the bromides brown to yellow when dry, but in aq. soln. these salts are 
extensively hydrolyzed and ionized. By treatment with thiocyanic acid, they 
yield black thiocyanates, Ro[MoO(CyS),;], insoluble in water but readily soluble in 
alcohol. The bromides are more sensitive to oxidation than the chlorides. Like 
the chlorides, the complex bromides in absolute alcohol give an osmotic factor 
approximating 7=3, and the soln. retain the characteristic colour of the salts them- 
selves. This is taken to mean that in alcoholic soln., the formula of the salts are 
of the co-ordination type Ry[MoOX;], rather than 2RX.MoOX3, where the osmotic 
factor. would be nearly 1=1. An alcoholic soln. ionization is in accord with 
R,{Mo0X,J=2R'+[MoOX;]” ; and hydrolytic decomposition does not occur as 
is the case in aq. soln. where the colours are quite different from those in 
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alcoholic soln. E. Weinland and W. Knoll prepared magnesium molybdenyl 


pentabromide, Mg(MoOBr;).7H,0, in hygroscopic, olive-green, octahedral crystals — 


or six-sided pyramids. 

E. Weinland and W. Knéll prepared potassium molybdenyl tetrabromide, or 
potassium oxytetrabromide, KMoOBr,.2H,O, or K[MoOBr,H,O].H,0, in olive- 
green columnar columns, from a hydrobromic acid soln. of the component salts with 
Mo:K=1:4. F.G. Angell and co-workers doubt if the salt is olive-green because, 
whilst the oxytetrachlorides are green, the oyxtetrabromides they obtained are all 
red. They prepared red, hygroscopic crystals of lithium molybdenum oxytetra- 
bromide, Li|MoOBr,(H,0)].3H,O, from the electrolytically reduced soln. of quin- 
quevalent molybdenum in hydrobromic acid, by the addition of lithium bromide, 
cooled in ice. The product was washed with hydrobromic acid of sp. gr. 1-7, and 
dried over sodium hydroxide and phosphorus pentoxide. The corresponding 
pyridinium molybdenum oxytetrabromide, (C;H,N)[MoOBr,], was also obtained 
in red, hygroscopic needles, and quinolinium molybdenum oxytetrabromide, 
(CoHgN)[MoOBr,], in orange, hygroscopic needles, which when dried change to 
pink. The f.p. of the aq. soln. gives an osmotic factor 1=9-0 to 7-7 or a mol. wt. 
56:5 to 66-5—calculated for the trihydrate 510-7. This corresponds with complete 
decomposition in aq. soln. In alcoholic soln., the osmotic factor 7 is nearly 3 
indicating a dissociation 2R[MoOBr,|—R,.|MoOBrs|+MoOBrs. The lithium salt 
was also prepared by E. Weinland and W. Knoll; and they also reported that 
calcium molybdenum oxytetrabromide, CaMoOBr,.7H,O, or Ca[MoOBr,(H,0)]. 
6H.O, furnishes red, four-sided plates. 

KE. F. Smith and V. Oberholtzer obtained molybdenum trioxytetrabromide, 
Mo,03Bry, along with the trihydroxytribromide by the action of hydrogen bromide 
on molybdenum trioxide. The colour of the salt resembles that of potassium per- 
manganate ; the tabular crystals which are slowly acted upon by purified air, but not 
by carbon dioxide; they dissolve in water with the development of heat, forming 
a colourless soln. which becomes blue on standing. E. F. Smith and V. Oberholtzer 
obtained molybdenum trihydroxytribromide, Mo(OH)s,Brs, as indicated above. 
The brownish-yellow volatile liquid at a low temp., and under reduced press., yields 
yellow needles, which liquefy as soon as air is admitted. The aq. soln. is very pale 
yellow, almost colourless, and becomes deep yellow on standing, and in about 
24 hrs. deposits blue molybdenum oxide. 

C. W. Blomstrand prepared molybdenum dioxydibromide, MoO.Bro, by heating 
molybdenum dioxide in bromine vapour; and by melting molybdenum trioxide 
with boric or phosphoric acid, and heating the cold and powdered mass with potas- 
sium bromide: Mo03-+B,03,+2KBr=2KBO,+MoO.Bry. The yellowish-red, 
tabular crystals deliquesce in air; and they form a colourless soln. with water. 
F. G. Angell and co-workers obtained lithium molybdenum dioxydibromide, 
Li{MoO0,Br.(H,0),].4H20, from an electrolytically reduced soln. of quinquevalent 
molybdenum mixed with lithium bromide, evaporated to a small volume, and 
cooled in ice. The salt was washed in hydrobromic acid of sp. gr. 1:7, and dried 
over sodium hydroxide and phosphorus pentoxide. 
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§ 22. Molybdenum Iodides, and Mixed Halides 


J. J. Berzelius 1 found that iodine does not act on red-hot molybdenum; and 
that a soln. of hydrated molybdic oxide in hydriodic acid, behaves like the soln. in 
hydrochloric acid. M. Guichard found that when dry molybdenum pentachloride is 
heated in a current of dry hydrogen iodide, iodine is liberated, and brown, amor- 
phous molybdenum diiodide, or molybdous iodide, Mol,, is formed. The sp. gr. 
is 4:3. Molybdous iodide is insoluble in water and alcohol. When heated in vacuo 
up to the m.p. of glass, it is not decomposed, but when heated in air, iodine js libe- 
rated and an oxide is formed which, at a higher temp., is converted into molybdenum 
trioxide. Hydrogen reduces the iodide at 500°, and the change is very rapid at 
an. incipient red-heat. Chlorine decomposes it below 240°, and bromine behaves 
similarly. In oxygen at 350°, there is vigorous incandescence, with a liberation of 
iodine and formation of molybdenum trioxide. Sulphur readily converts the iodide 
into a black sulphide, but nitrogen is without action at the softening point of glass. 
Water decomposes it very slightly at the ordinary temp., and a little more rapidly 
at 700°, whilst in superheated steam, hydrogen is liberated as well as hydrogen 
iodide, probably as a result of the decomposition of the steam by an oxide, MoO, 
formed as the first product of the action of the steam on the iodide. Hydrogen 
sulphide converts the iodide into sulphide, and sulphuric and nitric acids oxidize 
it slowly in the cold and more rapidly on heating. Potash-lye acts on it slowly at 
ordinary temp. 

J. J. Berzelius obtained a red soln. by dissolving molybdenum tetrahydroxide 
in hydriodic acid. When the soln. is evaporated in air, it forms red or brown crystals 
which are soluble in water, and give off hydrogen iodide when heated leaving a 
residue of molybdenum dioxide. M. Guichard obtained molybdenum tetraiodide, 
Mol,, by the action of liquid hydrogen iodide, under press., on molybdenum tetra- 
chloride. The black crystals change in air, and lose iodine at 100°. The salt 
- cannot be obtained free from chlorides. 

J. H. Gladstone ? observed that when hydrofluoric acid is added to a green soln. 
of molybdous oxide in hydrochloric acid, a rich purple precipitate is produced, and 
this is succeeded by a white precipitate which is insoluble in an excess of hydro- 
fluoric acid, but readily soluble in hydrochloric acid reproducing the green soln. 
The white substance was said to be a compound of molybdenum with both halogens. 
O. Ruff and F. Hisner condensed hydrogen fluoride over powdered molybdenum 
pentachloride cooled by a freezing mixture, and, after the mixture had stood 
for some time, distilled off the hydrogen fluoride. There remained molybdenum 
fluochloride, MosF,9Cl;, as a blue solid. A. Atterberg prepared molybdenum 
difluotetrabromide, Mo,Br,F,.3H,0, as a yellow powder, by the action of hydro- 
fluoric acid on an alkaline soln. of molybdenum dihydroxytetrabromide. 

A. Atterberg, and C. W. Blomstrand prepared molybdenum dichlorotetra- 
bromide, Mo;Br,Cl,.3H,0, by adding an excess of hydrochloric acid to an alkaline 
soln. of molybdenum dihydroxytetrabromide. The yellow powder loses no water at 
100° ; and when treated with boiling water, forms the dihydroxytetrabromide. — 
C. W. Blomstrand prepared molybdenum tetrachlorodibromide, Mo3Cl,Br,,3H,0, 
by allowing a soln. of molybdous chloride or molybdenum dihydroxytetrachloride 
to stand in hot hydrobromic acid for some time. The cold soln. deposits crystals 
of the trehydrate which are insoluble in water, and in dil. hydrochloric acid; with 
fuming nitric acid, hydrogen bromide is given off. If a warm aq. soln. is allowed to 
stand on a water-bath it deposits red prisms of the hexahydrate. It is soluble in 
water: and it can be recrystallized from its soln. in dil. hydrobromic acid. It is 
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soluble in alcohol and ether. When water is added to the alcoholic soln., there 
is precipitated molybdenum hydroxytetrachlorobromide, Mo,(OH)BrCl,.2H,0. 
C. W. Blomstrand also prepared ammonium molybdenum tetrachlorotetrabromide, 
2NH,Br.MogCl,Bro.2H,0, in yellowish-red crystals, by saturating a soln. of molyb- 
dous chloride with potassium chloride and adding ammonia and hydrobromic acid. 
The salt is decomposed by water; it can be recrystallized from dil. hydrobromic 
acid, and it dissolves without decomposition in alcohol. Similarly with the prepara- 
tion of potassium molybdenum tetrachlorotetrabromide, 2K Br.(Mo.Cl,) Bry.2H,0. 

C. W. Blomstrand obtained molybdenum tetrachlorodiiodide, Mo,Cl,I,.3H,O, 
from a hot soln. of molybdous chloride or molybdenum dihydroxytetrachloride in 
hydriodic acid. The trihydrate separates as a scaly crystalline precipitate. The 
mother-liquor, when concentrated on a water-bath, deposits dark red prisms of 
the hexahydraie. The salt is decomposed by water; and with fuming nitric acid, 
iodine separates out. It behaves towards alcohol like the tetrachlorodibromide. 
Dark yellowish-red crystals of ammonium molybdenum tetrachlorotetraiodide, 
2NH,1.MosCl,Io.2H,O, are formed by a method analogous to that used for the 
tetrachlorotetrabromide. Similarly with the preparation of potassium molybde- 
num tetrachlorotetraiodide, 2KI.(Mo3Cl,)I,.2H,O. A. Atterberg, and C. W. Blom- 
strand prepared a complex with molybdenum tetrabromodiiodide, namely, 
Mo;(OH).Bry.2Mo3Br,I,.8H,O, from an alkaline soln. of dihydroxytetrabromide 
saturated with hydriodic acid. These mixed salts were discussed by I. Koppel, 
and K. Lindner and co-workers. K. Lindner and H. Helwig obtained pyridine 
salts of some mixed acids, namely, C;H;N.HMo,Br,Cl,; C;H;N.HMo ,Br,Cly. 
C.H;OH; and C;H;N.HMosBr,Cly. 
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§ 23. Molybdenum Sulphides 


M. Guichard ! found that when molybdenum disulphide is heated in the electric 
arc-furnace for 2 to 4 min., a mixture of molybdenum and molybdenum hemi- 
trisulphide, or molybdic sulphide, Mo.S3, is formed. The metal can be removed 
by treatment with cold dil. aqua regia. W. Muthmann and co-workers heated 
molybdenite mixed with calcium oxide and fluoride in the arc-furnace, and obtained 
bluish. black crystals. M. Guichard found that this sulphide forms steel-grey 
needles of sp. gr. 5:9 at 15°, and it is rather harder than molybdenite. If heated 
in the electric arc-furnace, it forms molybdenum; and when heated in sulphur 
vapour, molybdenum disulphide is formed. M. Picon observed that this sulphide 
is largely dissociated at 1100°, and volatilization occurs at 1200°. W. Muthmann 
and co-workers found that this sulphide is not attacked by conc. hydrochloric acid. 
K. von der Heide studied the action of potassium cyanide on molybdic sulphide. 
V. Montoro found that the X-radiogram of the supposed sesquisulphide is the same 
as that of molybdenite, MoSg, superposed on that of a molybdenum hemicarbide, 
MoCg,, and that the latter disappears after the substance has been treated with dil. 
aqua regia. 

The history of molybdenum disulphide, MoS,, and its occurrence as molybdenite, 
has been discussed in connection with the history, and occurrence of molybdenum. 
F. Cornu applied the term jordiste to the colloidal mineral from Himmelsfiirst, 
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Freiberg, which has the same composition as molybdenite. Analyses of molybdenite 
were made by C. F’. Bucholz, R. Brandes, P. Janriasch, A. Cossa, L. F. Svanberg and 
H. Struve, W. Gerrie, A. Liversidge, H. Seybert, C. M. Wetherill, J. C. Ilsemann, 
J. C. H. Heyer, R. Nasini and E. Baschieri, K. Nenadkewitsch, and F. Zambonini. 
The results agree with the formula MoSg, and with the analyses of L. F. Svanberg 
and H. Struve, and M. Guichard of the artificial compound. Molybdenum disul- 
phide was prepared by C. W. Scheele, and J. J. Berzelius by heating one of the 
higher sulphides in a closed vessel ; and by heating molybdenum trioxide admixed 
with sulphur, or in a current of hydrogen sulphide. M. Guichard heated a mixture 
of 150 grms. of potassium carbonate, 310 grms. of sulphur, and 200 grms. of molyb- 
denum dioxide at a high temp. for half an hour, and washed out the potassium poly- 
sulphide by means of water. A. de Schulten used a similar process. M. Guichard 
obtained the same compound by heating a mixture of 50 grms. of ammonium 
molybdate, 100 grms. of sulphur, and some lamp-black. St. Meunier used a similar 
process. J. Milbauer found it to be a product of the action of potassium thio- 
cyanate on molybdenum oxide ata high temp. C.W.C. Fuchs calcined a mixture of 
_ molybdenum trioxide and cinnabar ; and H. Debray heated a mixture of ammonium 
molybdate and an excess of lime in a current of hydrogen chloride and sulphide ; 
HK. Péchard obtained it by the action of hydrogen sulphide on an acidic soln. of 
molybdenum dioxide ; and C. Winssinger, by the action of an excess of dil. acetic 
acid on potassium sulphomolybdate. C. Winssinger found that if the product 
so obtained be dialyzed for about 72 hrs., a brown, neutral liquid—colloidal molyb- 
denum disulphide—is formed. F. V. von Hahn prepared colloidal sols by the 
cathodic discharge. P. Bary and J. V. Rubio, and P. Bary studied the structure 
of the dried gel. 

’ J. J. Berzelius described molybdenum disulphide as a black powder; and 
HK. Péchard, as a reddish-brown precipitate, Molybdenite occurs in lead-grey 
masses which may be foliated, scaly, or granular. The crystals are hexagonal 
in form and appear in flexible but not elastic plates resembling mica, or in short 
prisms which are slightly tapering. The prismatic planes are horizontally striated ; 
and strize sometimes occur on the base normal to the edges. A. Knop said that 
thin plates are green. The cleavage of the crystals resembles that of mica, and 
thin sheets of the mineral several square centimetres in area may be scaled off from 
a large crystal of molybdenite. These sheets have a metallic lustre and look. not 
unlike sheets of lead foil. They can be readily electroplated with copper, so that 
connecting wires may be soldered to them. The streak, said J. L. C. Schréder 
van der Kolk, is greenish-grey. H. Schneiderhéhn examined polished sections 
of the mineral. J. B. L. Romé de l’Isle compared the crystals of molybdenite 
with those of mica and talc. R. J. Haiiy said that the préswmée forme primitive 
is a rhombic prism. J. G. Schmeisser described the crystals as hexagonal prisms ; 
J. F. L. Hausmann, as regular six-sided plates; and F. Mohs, as rhombohoidal 
(trigonal). N. A. E. von Nordenskjéld doubted if the crystals are hexagonal. 
M. Hornes, and N. von Kokscharoff said that the crystals are monoclinic or possibly 
rhombic; and P. Groth, rhombic. G. A. Kenngott, however, showed that the 
crystals are probably hexagonal; and A. P. Brown gave for the axial ratio of the 
hexagonal crystals a: c=1:1-9077. This is in agreement with the observations of 
A. J. Moses, W. E. Hidden, W. C. Brégger, and O. Miigge. A.J. Moses found that 
the corrosion figures of molybdenite agree with those for hexagonal crystals. 
R. G. Dickinson and L. Pauling found that the X-radiograms agreed with a typical, 
hexagonal, layer lattice. Hach hexagonal unit contains two molecules of the disul- 
phide, and has an axial ratio 1:95. Each sulphur atom is equidistant from three 
molybdenum atoms, and each molybdenum atom is surrounded by six equidistant 
sulphur atoms at the corners of a small triangular prism of altitude 3-17 A., and edge 
3:15 A.—Fig. 28 when the circles represent sulphur atoms, and the black spots, 
molybdenum atoms. There is a layer of sulphur atoms each side of a layer of molyb- 
denum atoms; two layers of sulphur atoms are in contact. The sulphur atoms 
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form pyramids which are 3-66 A. in length along the pyramid edges, and 3-15 A. 
along the basal edges. The distance of the molybdenum atom to the nearest 
sulphur atom is 2-41 A. The excellent basal cleavage of molybdenite is connected 
with the relatively great distance between the sulphur atoms. A. H. van Arkel, 
J. W. Gruner, V. Montoro, and EH. J. Cuy made some ob- 
servations on this subject. O. Hassel studied the structure 
of the disulphide, and H. Mark, the deformation produced 
by stresses. FF. Mohs found the sp. gr. of molybdenite to be 
4-591; and H. Seybert, 4-444. M. Guichard gave 4-80 for 
the sp. gr. at 14° of the artificial crystals, and 4-88 at 14° 


the sp. gr. of the artificial crystals. The hardness of molyb- 
denite is 1-0 to 1-5. Observations on this subject were made 
by A. Reis and L. Zimmermann. E. Jannettaz found the 
heat conductivity from a central poimt of the prisms fur- 
nished an ellipse with the axes 1:2 or 1:3. F. H. Neu- 
mann gave 0-1067 for the sp. ht.; A. de la Rive and 
F. Marcet, 0-1097 ; and H. V. Regnault, 0:12834. H. V. Reg- 
nault observed that the disulphide is not altered by heating 
it to a high temp. out of contact with air. EH. D. Clark said 
that when heated in the oxyhydrogen blowpipe flame, molyb- 
denite fuses at once and forms a white sublimate containing 


@-%; O=-S 


Fie. 28.— The Ar- minute globules of metal, and a molten mass of metal re- 
rangement oi Atoms gembling arsenical iron. J. Joly gave 450° for the temp. of 
in Molybdenite, gyblimation. R. Cusack gave 1185° for the m.p.; and 


MoS. G. Spezia added that if heated in the oxyhydrogen flame, the 


disulphide melts and forms a white crystalline sublimate and a yellowish-white 
vapour. N. Parravano and G. Malquori found that for the dissociation of the 
disulphide log pg, is —11-963 at 600° ; —7-620 at 805°; —6-463 at 910°; —5-453 
at 1005° ; and —4-629 at 1100°. M. Picon studied the thermal decomposition of 
the sulphide. A. W. Meyer found the index of refraction, w~; the absorption 
coeff., k; and the reflecting power, R, for light of wave-length A=my, to be for 


molybdenite : ) 
A : 8! 600 450 410 370 350 330 
a : - 5:668 4°675 4-002 3°209 2°640 2-217 
k : - 0341 0-581 0:812 0-963 0-982 1-001 
R : = poe od 56:75 59-71 52°93 47°13 42-10 


Observations on the optical constants were also made by E. P. T. Tyndall. A. de 
Gramont observed that the spark spectrum does not show the sulphur lines, but 
molybdenum lines are well-defined. A. Cossa said that the yellowish-green flame 
gives a continuous spectrum ; and a phosphate bead is blue in the reducing flame ; 
and a borax lead when heated in the oxidizing flame is yellow when hot and white 
when cold. W. W. Coblentz found that the ultra-red reflection spectrum of molyb- 
denite is uniform—18 to 20 per cent.—through the spectrum up to 14. Molyb- 
denite has four maxima of selective reflection in the ultra-violet at 260, 450, 610, 
and 690up respectively. The ultra-red transmission spectrum shows that molyb- 
denite is very opaque up to 15u. I. B. Crandall found that molybdenite has a low 
transmission in the visible region followed by great transparency and high reflec- 
tivity in the ultra-red. A decrease in temp. to the b.p. of liquid air greatly increases 
the transparency of molybdenite. A sample transparent to 0-702u at room temp., 
was transparent to 0:666u at —190°. For incident light of wave-length lw, 2-2, 
and 4u, W. W. Coblentz and C. W. Hughes found the percentage absorptions of 
the incident light in traversing 0-3 mm. layer were respectively 22-3, 18-1, and 18-1 ; 
the percentage light reflected at the first surface, 29-8, 27-8, and 27-8 ; the percentage 
sums of returning light, 39-0, 38-1, and 38-0; the percentage sums of the trans- 
mitted light, 40:5, 45-0, and 45-0; and the indices of refraction, respectively 3-40, 


for the amorphous disulphide. A. de Schulten gave 5:06 for 
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3:23, and 3-23. I. B. Crandall calculated the indices of refraction for light of wave- 
length A to be: 


A ; : 0-6757 9-6915 0°7136 0°80 3:0 
BOT A . 14:8 9-48 7:44 6-00 4-02 


EK. P. T. Tyndall found two maxima in the variation of the index of refraction in 
the visible spectrum at 600mp and 660up. There is also anomalous dispersion. 
O. Stelling studied the X-ray absorption spectrum. 

R. G. Harvey measured the electrical conductivity. T. W. Case observed the 
change in the electrical resistance of molybdenite in light. 8S. L. Martin showed 
that the result is not a contact effect ; and W. W. Coblentz, that the change is more 
marked with natural than with artificial molybdenite ; and it is destroyed by heating 
to 700°. A photoelectric change occurs in the resistance of molybdenite when 
it is subject to an impressed e.m.f. and exposed to thermal radiation between 
A=0:36u in the ultra-violet to beyond A=9 in the ultra-red. W. W. Coblentz 
showed that the effect of increasing the intensity of the exciting radiations is to 
produce a more rapid response in the long wave-lengths than in the short wave- 
lengths, with a resultant shift of the spectral photoelectric sensitivity curve toward 
the long wave-lengths. There is no simple law governing the variation in the 
photoelectric response in molybdenite, with variation in intensity of the radiation 
stimulus. At room temp. there are maxima of sensitivity in the regions of A=0-7p, 
0-854, 1-024, and 1-8u. Beyond 2-5u the photoelectric sensitivity is practically 
nil. Raising the temp. causes a rapid decrease in the spectral photoelectric sensi- 
tivity, especially in the regions of 1-024 to 1-8u. At 80° the spectral photoelectric 
sensitivity has practically disappeared—only slight indications being observed 
for radiations of wave-lengths A=0-6u to 0-8u. The effect produced by lowering 
the temp. is greatly to increase the sensitivity curve throughout the whole spectrum 
from the ultra-violet to 2-5u in the infra-red. This increase in sensitivity is greatest 
in the region of 0-8u to 0-9u, so that at the temp. of boiling liquid air the maximum 
sensitivity occurs at about 0°85u, with a new band at 1-25u to 1-35u. Samples 
of molybdenite which are quite insensitive at room temp. become fairly sensitive, 
photoelectrically, at —178°. At low temp., the spectral photoelectric sensitivity 
curves of all samples are quite similar, with a maximum in the region of 0-8 to 0-9. 
From this it would appear that this photoelectric property is one of degree rather 
than one of quality. The fact that the bands at 1-02u and 1-8 occur together, 
and that the 0-854 band may occur alone suggests the possibility that they are 
characteristic bands of spectral photoelectric sensitivity of different sulphur com- 
pounds of molybdenum. Using frequency instead of wave-length to indicate the 
spectral position of the radiations which cause the maximum change in electrical 
conductivity, it is found that in some instances there is a constant difference of the 
wave numbers analogous to the series relations of spectral lines. The time required 
for recovery of equilibrium in electrical conductivity is close to twice the time of 
exposure. Mechanical working of the material appears to lower the photoelectric 
sensitivity. ‘There appears to be no close connection between photoelectric sensi- 
tivity and current rectification in molybdenite. The greatest photoelectrical 
activity occurs in the region of the spectrum, where there is a rapid decrease in 
spectral absorption. While selenium is photopositive in that on exposure to light 
the electrical conductivity greatly increases, some samples of molybdenite are photo- 
negative in that the resistance in light is greater than it is in darkness. W. W. Cob- 
lentz found that the two opposing ettects may occur simultaneously. The photo- 
positive reaction occurs quickly and prevails on low voltages. The photonegative 
action usually builds up more slowly and predominates on high voltage. It is 
selective to the wave-length of the radiation stimulus, as well as to the magnitude 
and direction for the electric current through the crystal. Temp. also affects the 
phenomenon, and under certain conditions, on exposure of the molybdenite, the 
photonegative reaction occurs first followed by the photopositive action. For the 


644 INORGANIC AND THEORETICAL CHEMISTRY 


short wave-length region of the spectrum, extending to about 0-67u, the photo- 
electric reaction in one sample of molybdenite passed from purely positive on low 
voltages through intermediate stages to an apparently purely negative reaction 
on high voltages. Furthermore, this reaction is dependent upon the direction 
of the current through the crystal. On high voltages a secondary negative reaction 
appears to be present. The recovery after exposure is also unusual. When 
operated on the intermediate voltages, on shutting off the radiation stimulus, the 
negative effect still further increases, after which the crystal gradually returns 
to its former dark conductivity. However, at moderately low temp., —-20°, the 
recovery from the photonegative reaction is irregular, resulting in overshooting 
so that momentarily the apparent resistance is lower than the normal dark resist- 
ance. Ata given temp. the region of transition in the spectrum, in which the action 
changes from photonegative to photopositive, is very narrow (less than 9 A.). It 
appears to shift slightly toward the short wave-lengths with decrease in temp. or 
increase in intensity of the radiation. The critical voltage is very small. Under 
certain temp. conditions an increase of 1 volt sufficed to change a small positive- 
uegative galvanometer deflection of -+1 cm. into a pure negative deflection of 
perhaps —25 cms. With decrease in temp. the potential must be increased in order 
to produce a negative reaction. §S. L. Martin, and D. 8. Steinberg also discussed 
the photoelectric effect. 

Molybdenite not only shows a photoelectric change in resistance when subjected 
to an impressed e.m.f. and exposed to thermal radiation ; but it shows an actino- 
electric effect in that an e.m.f. may be manifested when it is exposed to thermal 
radiation without an impressed e.m.f. The actinoelectrical phenomenon is more 
common than is the photoelectric effect ; occurring in both the high and the low 
resistance classes of molybdenite. The intrinsic sensitivity of the actinoelectric 
reaction seems to be the highest in the low-resistance class of molybdenite, which 
is just the opposite of the photoelectric reaction. Both effects are usually observed 
in small spots or loci in the lamina; and both phenomena may be found in the 
same lamina. The actinoelectric e.m.f. of these spots, which are sometimes 
separated by only 0-5 to 15 mm., may be positive or negative. The polarity of 
this e.m.f. does not appear to have any relation with the positive and negative 
thermal e.m.f. observed at the ends of the sample, connected with the copper elec- 
trodes. The spectral actinoelectric effect may be positive or negative, depending 
upon the wave-length of the thermal radiation stimulus, as is the case with the 
photoelectric effect. The maximum of the spectral actinoelectric reaction is pro- 
duced by thermal radiation stimuli of wave-lengths between 0-65 and 0:9u. There 
may be several such maxima in this spectral region. The material seems to be 
insensitive actinoelectrically to radiation stimuli of wave-lengths greater than — 
about Iu. On the other hand, the maxima of the spectral photoelectric reaction 
in molybdenite usually occur beyond 0-84; and the sensitivity extends to 2u. 
Moreover, the magnitude of the photoelectrical reaction may be from 75 to 100 
times greater than the actinoelectrical response. Hence, since the former is usually 
observed with an insensitive galvanometer the actinoelectrical reaction has no effect 
upon previously published data on the spectraphotoelectrical sensitivity of molyb- 
denite. The time for attaining the maximum spectral actinoelectric response is 
practically instantaneous irrespective of the kind (high or low resistance) of molyb- 
denite examined, and of the wave-length of the exciting radiation. On the other 
hand, in the typical, high-resistance, high-photoelectrical sensitivity class of molyb- 
denite, for certain wave-lengths of the exciting radiation, the photoelectrical reaction 
requires from one to several minutes to attain a maximum, and twice that time for 
recovery after exposure to thermal radiation. In the typical low-resistance, low- 
photoelectrical sensitivity but high-actinoelectrical sensitivity class of molybdenite, 
the spectra-photoelectrical reaction appears to be instantaneous irrespective of the 
wave-length of the radiation stimulus. Lowering the temp. shifts the maximum 
of the actinoelectrical reaction toward the short wave-lengths ; but this shift is 
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much less than obtains in the photoelectric reaction. Lowering the temp. has no 
marked effect upon the intrinsic actinoelectric sensitivity, as compared with the 
marked increase in photoelectrical sensitivity observed under similar conditions. 
Increasing the intensity of the exciting radiation appears to produce a more rapid 
response on the short wave-length side than on the long wave-length side of the 
maximum of the spectral actinoelectric reaction, which is just the reverse of the 
previously observed, spectrophotoelectric reaction under similar conditions. 
A. Verneuil observed the effect of traces of molybdenite on the phosphorescence 
of calcium sulphide. J. O. Perrine found that the fluorescence of molybdenite is 
not excited by the X-rays. 

H. F. Vieweg found that the frictional electricity developed by molybdenite 
is like that developed by sulphur. F. Beijerinck, and C. Doelter found that the 
electrical conductivity of molybdenite at ordinary temp. is very small. J. Konigs- 
berger and O. Reichenheim observed that as the temp. rises, the conductivity 
increases. ‘The resistance taken in the direction of the C-axis was found to be: 

19-5° 73° 92-5° 400° 750° 1020° 
RL : 29:0 17-24 15-0 39 1-14 0-751 ohm. 


and perpendicular to C-axis : 


— 185° — 145° 65° 19° 64° 113° 
RE : - 750,000 13,000 306 29 10-5 6-18 ohm. 


They found that molybdenite frequently contains inclusions of the mineral chlorite. 
C. Tubandt and M. Haedicke said that molybdenite conducts like a metal below 200°. 
M. J. Huizinga mentioned the presence of a dark blue liquid on the surface of a 
molybdenite detector ; W. W. Coblentz noticed that the liquid is exuded from some 
samples when an electric current is passed through them ; and A. T. Waterman, that 
oxidation is preceded by local eruptions of the dark blue liquid. W. W. Coblentz 
suggested that the liquid is the blue, colloidal molybdenum oxide described by 
M. Guichard. G. W. Pierce’s values for the electrical resistance and conductivity 
of a sample of molybdenite are plotted in Fig. 30. J. Okubo, O. U. von Willer, 
G. Gottstein, and P. Collet also measured the resistance of molybdenite. F. Streintz 
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sistance of Molybdenite. 


found that the compressed powder of molybdenite is a good conductor. C. Tubandt 
and M. Haedicke found that compressed cylinders of molybdenum disulphide, 
between 200° and 300° behave like metallic conductors. <A. T’. Waterman showed 
that the resistance of molybdenite is very high with a small applied potential 
difference, but it diminishes rapidly with increasing potential difference. The 
effect is illustrated by Fig. 29. The effect is partly due to the rise in temp. caused 
by the electric current; but this is probably a minor cause of the phenomenon. 
The diminution of resistance with increasing potential difference continues uniformly 
up to a certain potential difference, which varies to some extent with different 
specimens and according to the treatment to which they have been subjected : 
at this point, which will be referred to as ‘“‘ the break,” the resistance diminishes 
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suddenly and the mineral conducts, at a red-heat, with a comparatively low resist- 
ance. Before the voltage has been raised sufficiently for the break to occur the 
resistance diminishes, as has been noted above, with increasing voltage, whereas 
after the break the resistance diminishes with diminishing voltage. This difference 
may be regarded as characteristic of two stages, a and f, of the material which occur 
before and after the break. The phenomenon of the break is reversible, but the 
rate of change of state decreases after long heating. ‘The substance also tends to 
persist in the state in which it was when the current was turned off. The light 
sensitivity becomes inappreciable as the conductivity of molybdenite becomes 
metallic. Heating the mineral to redness in a Bunsen flame for several minutes 
reduced the resistance to 4 or 4 its value, but further heating produced practically 
no further effect. The resistance was diminished to about half value by the 
momentary passage of a high voltage discharge, as from a small induction coil, 
but repetition caused no further decrease. The resistance is not affected by strong 
magnetic fields. J. K6nigsberger investigated the relation between the electrical 
conductivity and the light-absorption of the crystals; and P. H. Geiger found 
that if molybdenite be connected in a closed circuit with a galvanometer, and one 
surface of contact be illuminated, a photoelectric current is generated. J. Weiss 
and J. Konigsberger found that the thermoelectric force of the copper-molybdenite 
couple is 7-27 x10~* volt per degree of temp. between 20° and 80°; 7:60 x10~4 
volt between 68-7° and 57-0°; and 7-46 x10~4 volt between 57-0° and 45:8°. The 
current flows from the hot junction to the copper. G. W. Pierce found the thermo- 
electric force of different samples of molybdenite against copper at 20° varied from 
110 to 175 and from —230 to —750 millivolts ; and against lead, from 113 to 178 
and from —227 to —717 millivolts. With the cold junction zero, the e.m.f. with 
a copper-molybdenite couple was —7-5 millivolts with the hot junction at 10-1°, 
and —130-0 millivolts at 195°. The intermediate values varied linearly with 
temp. O.U. von Willer observed an e.m.f. of 560 microvolts by passing a current 
from copper to molybdenite to copper, and the temp. of the junctions differed by 
one degree. In the thermoelectric couple the current flowed from copper to 
molybdenite at the hot junction. W. Ogawa, and M. Kimura and co-workers 
studied the thermoelectric properties of molybdenite. 

G. Gottstein measured the Hall effect, and the Ettinghausen effect. G. Gottstein 


found a relatively large difference in the adiabatic and the isothermal Hall 


effects of molybdenite, but C. W. Heaps found the difference much smaller. 

C. W. Heaps found that there is a decrease in the resistance of molybdenite 
in a magnetic field, and the result is little affected by the direction of the field. 
According to I. Bernfeld, in the electrolysis with electrodes of metallic sulphides, 
the following changes occur. (1) In acid soln.: at the anode, the metal is dissolved 
and the sulphur precipitated or oxidized; at the cathode, hydrogen sulphide is 
formed with separation of the metal; (2) in alkaline soln.: at the anode, the 
metal forms a hydroxide, and the sulphur is oxidized ; at the cathode, the metal 
is precipitated and the sulphur passes into soln. as anion. In electrolyzing molyb- 
denum disulphide in fused potassium hydroxide, EH. F. Smith found that the sulphur 
is oxidized to sulphate. W. W. Coblentz, and G. W. Pierce discussed the rectifying 
action of molybdenite. H. 8. Roberts and L. H. Adams, M. J. Huizinga, and 
HK. T. Wherry found molybdenite to be a fair radio-detector. 

H. Rose found that the disulphide is not decomposed by hydrogen at a red- 
heat; but O. F. von der Pfordten observed that if strongly heated in hydrogen, the 
disulphide is reduced to molybdenum. N. Parravano and G. Malquori showed 
that in the reaction MoS.+-2H,=2H,8-+Mo, log K—log (Py,s/Px,), and 


805° 910° 1005° 1100° 
log (PH s/PHp). 4 eee —2-059 — 1-863 aay es HE 
hile ; 77,400 79,200 80,000 81.100 cals. 


According to J. J. Berzelius, when molybdenum disulphide is heated in air, it 
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forms molybdenum trioxide and sulphide ; and, as indicated above, A. T. Waterman 
found that the oxidation of molybdenite is preceded by local eruptions of a 
dark blue liquid. P.H. A. de Clermont and J. Frommel showed that the disulphide 
is not decomposed by water, but H. V. Regnault said that it is decomposed by 
steam at a red-heat. C. W. Blomstrand observed that molybdenite is easily 
attacked by chlorine, but not so readily by bromine; and A. Cossa added that 
when heated in chlorine, the disulphide is completely converted into pentachloride. 
M. Guichard said that sulphur vapour, at ordinary press., does not transform the 
disulphide into trisulphide. E. F. Smith found that the vapour of sulphur mono- 
chloride at 300° partially decomposes the disulphide. Boiling sulphuric acid, 
said J. J. Berzelius, forms sulphur dioxide and a blue soln ; the cold acid has very 
little action. Warm aqua regia converts it into molybdic and sulphuric acids ; 

and nitric acid oxidizes it easily. According to H. B. North and C. B. Conover, 
molybdenite is not attacked by thionyl chloride at 150° to 175°. If mixed with 
potassium nitrate and detonated, potassium molybdate is formed. P.Camboulives 
found that the vapour of carbon tetrachloride converts any oxide in molybdenite 
into molybdenum chloride. EK. Péchard found that the disulphide is soluble in a 
soln. of potassium cyanide ; and K. von der Heide studied this reaction. P. Berthier 
found that it is decomposed when heated to redness with lead oxide. A. Cossa 
found that molybdenite acquires a film of gold when immersed in a soln. of gold 

chloride; and in copper sulphate soln. in contact with a strip of zinc, it slowly 
acquires a film of copper. 

According to F. Mawroff and M. Nikoloff,? molybdenum pentasulphide, Mo,§;, 
is obtained as a trihydrate, Mo.8;.3H,0, by reducing with zinc a soln. of ammonium 
molybdate, containing more than 20 per cent. of sulphuric acid, until the colour 
is dark red, and then diluting, filtering, and saturating with hydrogen sulphide. 
The precipitate is collected and washed with hot water and then with alcohol. It 
is then shaken repeatedly with carbon disulphide, washed with ether, and dried 
at 68°-75°. One mol. of water is lost at 135°-140°, but further heating causes decom- 
position. The hydrated sulphide dissolves in warm soln. of alkali sulphides to 
give bright red soln. depositing an orange precipitate on cooling. It dissolves with 
difficulty, but completely, in warm conc. hydrochloric acid. Careful heating in 
carbon dioxide gives the anhydrous sulphide, Mo,S;, which is almost black. When 
the hydrated compound is heated in hydrogen sulphide, an exchange of water for 
hydrogen sulphide takes place, and the hemitrisulphohydrate, 2Mo.S8;.3He2S, is 
formed. 

J. J. Berzelius? prepared molybdenum trisulphide, MoS,, by saturating a 
soln. of an alkali molybdate with hydrogen sulphide, or by dissolving molybdenum 
trioxide in a soln. of an alkali sulphide or ammonium sulphide, and decomposing 
the sulphomolybdate so formed by dil. hydrochloric or sulphuric acid. The reddish- 
brown, gelatinous precipitate becomes dark brown when dried. The precipitate 
may contain some admixed sulphur or molybdic acid. A. Atterberg said that 
when precipitated from cold soln., the precipitate is more slimy, more easily oxidized, 
and less easily washed than when obtained from hot soln. R. F. Weinland and 
F. Sommer found that in order to get a trisulphide of a high degree of purity it is 
necessary to start from a pure sulphomolybdate. The precipitation of molybdenum 
as trisulphide, by passing hydrogen sulphide into a cold, acid soln. of molybdic 
acid, is incomplete, heat is necessary ; and if the soln., sat. with hydrogen sulphide, 
is heated in a closed vessel for a long time at 100°, the molybdenum is precipitated 
quantitatively as trisulphide provided the right proportion of acid be present in 
the soln. This subject was discussed above in connection with the analytical 
reactions of molybdenum. J. Milbauer found that the trisulphide is the one pro- 
duced by the action of potassium thiocyanate on molybdenum oxide at a high temp. 
L. Moser and M. Behr, E. Wendehorst, and by L. Dede and T. Becker obtained the 
compound in this manner. J. J. Berzelius observed that the molybdenum trisul- 
phide may appear as a colloidal soln., for he said that the sulphide is somewhat soluble 


648 INORGANIC AND THEORETICAL CHEMISTRY 


in water, particularly hot water, forming a dark yellow soln., and this is probably the © 
peptized trisulphide. C. Winssinger studied the properties of colloidal molybdenum 
trisulphide. J. J. Berzelius showed that when heated to a high temp., the trisul- 
phide passes into the disulphide. G. Preuner and I. Brockmoller measured the vap. 
press. of sulphur, p mm., from the trisulphide for temp. between 450° and 500°, and 
N. Parravano and G. Malquori, between 390° and 450° : 


355° 390° 418° 450° 475° 480° 500° 
iat - 40 28°8 178°6 (80) 250 313 980 


M. Wasjuchnowa gave 34 mm. at 450°; 195 mm. at 475°; 255 mm. at 480°; and 
560 mm. at 500°; while E. T. Allen and R. H. Lombard gave 31 mm. at 450° and 
170 mm. at 475°. According to O. F. von der Pfordten, the trisulphide is reduced 
to metal when heated to a high temp. in hydrogen. As shown by E. Collett and 
M. Eckardt, when the sulphide is roasted to transform it into trioxide, there is a 
tendency for small particles to be projected violently from the crucible, and also 
a tendency for some of the oxide to be lost by volatilization. The trisulphide, 
said J. J. Berzelius, dissolves in conc. soln. of potassium hydroxide partially as 
oxysulphomolybdate. F. Feigl, and O. Ruff and B. Hirsch discussed the associa- 
tion of sulphur with the trisulphide, MoS3.Sn, where the sulphur is not removed 
by camphor bromide. Molybdenum trisulphide unites with basic metal sulphides 
to form sulphomolybdates, Ro’MoS,—vde infra. 

J. J. Berzelius * stated that molybdenum forms not only di- and tri-sulphides, 
but also molybdenum tetrasulphide, MoS,, which he prepared as follows : 


A soln. of potassium paramolybdate is sat. with hydrogen sulphide and the nearly 
black liquid is boiled for some hours in a retort to drive off hydrogen sulphide. The cold 
soln. is filtered, and the black powder of molybdenum disulphide is separated from the 
heavier scaly crystals of a compound of the tetrasulphide and potassium sulphide, as well 
as possible, by levigation. The salt of the tetrasulphide is collected on a filter, and washed 
with cold water until the washings no longer give a blackish-brown, but rather a red, 
precipitate with hydrochloric acid. . The red scaly crystals on the filter are treated with 
boiling water which leaves insoluble red molybdenum disulphide, and a dark red soln. 
The soln. is treated with an excess of hydrochloric acid, and the precipitated molybdenum 
tetrasulphide washed with water. 


G. Kriiss prepared the tetrasulphide by melting molybdic acid with potassium 
carbonate, extracting the melt with water, and passing hydrogen sulphide into the 
soln. when heated to the b.p._ A black powder together with a crystalline substance 
separates out. This mixed material is washed first with cold water, then with hot 
water to dissolve out the molybdenum di- and tri-sulphides, and the resultant 
chocolate-brown powder is heated in a current of hydrogen sulphide until its weight 
is constant. J. J. Berzelius said that the tetrasulphide, when freshly prepared, 
is dark red, and translucent; it shrinks considerably when dried, forming a grey, 
granular mass which is cinnamon-brown when ground up to powder with water. 
G. Kriiss said that the powder is very hygroscopic; J. J. Berzelius added that 
it is not decomposed by water or by acids. According to G. Kriiss, when the 
tetrasulphide is oxidized by chlorine or bromine in alkaline soln., alkali sulphate 
and molybdate are formed. Boiling sulphuric acid forms a reddish-yellow liquid 
which deposits sulphur and emits sulphur dioxide. For the observation of F. Feigl, 
and of O. Ruff and B. Hirsch, wde supra. Soln. of alkali sulphides dissolve the 
tetrasulphide, forming sulphomolybdates, Rg’MoS;. 
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§ 24. Sulphomolybdates and Oxysulphomolybdates 


As indicated in connection with molybdenum trisulphide, J. J. Berzelius 1 
prepared a series of sulphomolybdates, Ro’MoSy, by the union of a mol of a basic 
metal sulphide with a mol of molybdenum trisulphide. A mol of the basic sulphide 
may also unite with two or three mols of molybdenum sulphide forming respec- 
tively Ro’Mo 87, and R»’Moz819. The soluble sulphomolybdates are prepared 
by the action of hydrogen sulphide on soln. of the molybdates ; or by the action 
of the soluble sulphides on molybdenum trisulphide. The insoluble sulpho- 
molybdates are formed by adding a soln. of the alkali or alkaline earth sulpho- 
molybdate to a soln. of the metal salt. A. Werner represented the formation of 
the sulphomolybdate, K.[Mo8,], by the equation : 


S 

I . S 
S==Mo+SkK,, 7.¢.| SMoS |K, 

g Ss 


J. J. Berzelius prepared ammonium sulphomolybdate, (NH,),Mo8,, by evaporating 
a soln. of ammonium molybdate sat. with hydrogen sulphide; by evaporating a 
soln. of molybdic acid in ammonium sulphide ; by- dissolving freshly precipitated 
molybdenum trisulphide in ammonium sulphide, and adding alcohol, or evaporating 
the liquid. G. Kriiss dissolved 5 grms. of ammonium paramolybdate in 15 c.c. 
of water, added 50 c.c. of aq. ammonia of sp. gr. 0:94, passed hydrogen sulphide 
into the liquid which became yellow, and then deep red, and, in about 
half an hour, the liquid deposited blood-red, tabular crystals with a green 
shimmer. According to C. von Haushofer, the rhombic bipyramids have the axial 
ratio a: b: c=0-7846 : 1: 0-5692. From J.-W. Retgers’, and H. Vater’s observa- 
tions, the sulphomolybdates and sulphotungstates are isomorphous. G. Kriiss 
said that the crystals become matt and dark violet in air; and J. J. Berzelius 
said dark brown. They decompose at 100° losing some ammonium sulphide. 
The crystals are freely soluble in water, and sparingly soluble in alcohol. There 
is a loss of ammonium sulphide when the aq. soln. is evaporated. According to 
R. Fernandes, ammonium sulphomolybdate is stable in an atm. of ammonia ; but 
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when it is exposed to air, it gives off ammonia and becomes dark green, dark violet, 
and finally black ; anditabsorbs water. If washed at this stage, it forms a dark red, 
microcrystalline ammonium parasulphomolybdate, (NH,);H.[H.(MoS,),].10H,0, 
which is stable in air, and in a soln. of ammonium sulphomolybdate, but is decom- 
posed by boiling water into ammonia, hydrogen sulphide, and molybdenum tri- 
sulphide. The formation of the parasulphomolybdate is represented by the 
equation: 6(NH,),.Mo8,=7NHs+(NH,);H;[H.(MoS,)¢]. It is also formed by 
saturating with hydrogen sulphide an ice-cold, conc. soln. of ammonium sulpho- 
molybdate, or by keeping a warm aq. soln. of ammonium sulphomolybdate for 
several days. When a conc. soln. of ammonium sulphomolybdate is heated for 
4 to 5 hrs. on a water-bath, a maroon-coloured, microcrystalline precipitate of 
ammonium trisulphomolybdate, (NH,),H,[H2(MoS,),].16H,O, separates. The 
guamdine sulphomolybdate, Gu,MoS,4, was obtained in dark red crystals; and also 
guamdine parasulphomolybdate, Gus;H;[H.(Mo8,)g].8H,0, in dark red crystals. 
These sulphomolybdates are relatively stable; are not very soluble in water ; 
and are decomposed when boiled with water. Hydrogen sulphide is evolved when 
the salts are treated with acids. It is supposed that these salts are derivatives 
of a hypothetical acid, 6H,S=H,9[H.S¢]. 

J. J. Berzelius prepared lithium sulphomolybdate, Li,MoS,.nH,0, as an 
amorphous dark red mass by evaporating an aq. soln. of the components. It also 
forms a complex with more than one mol. of molybdenum trisulphide. Dark red 
crystals of sodium sulphomolybdate, Na,MoS,, were similarly prepared, as well 
as of sodium sulphodimolybdate, Na,Mo,S,.nH,O. R. Fernandes could not pre- 
pare sodium trisulphomolybdate, NagH¢[H.(Mo8,)g], analogous to the ammonium 
salt. J. J. Berzelius prepared potassium sulphomolybdate, K,MoS,, by heating 
to bright redness a mixture of molybdenum disulphide, potassium carbonate, 
sulphur, and a little powdered charcoal; extracting the cold mass with water ; 
evaporating the aq. soln.; and purifying the product by adding alcohol to the 
aq. soln. The salt is also formed by digesting molybdenite with a soln. of potassium 
pentasulphide ; and by evaporating a soln. of potassium molybdate, saturated 
with hydrogen sulphide. G. Kriiss obtained it by saturating with hydrogen sulphide 
a soln. of 5 grms. of potassium molybdate in 10 c.c. of water and_50 ¢.c. of potash- 
lye of sp. gr. 1-44 to 1-48, and allowing the soln. to stand some time for crystalliza- 
tion. C. F. Rammelsberg said that the rhombic bipyramids have the axial ratios 
a:b: c=0-7651:1:0-5721. C. von Haushofer said that the dark red crystals 
are isomorphous with those of the ammonium salt. According to J. J. Berzelius, 
when heated out of contact with air the salt becomes grey ; about one-third remains 
undecomposed at a white-heat, and the remainder forms a mixture of potassium 
sulphide and molybdenum disulphide. G. Kriiss and H. Solereder found that 
hydrogen reduces the salt to a mixture of potassium sulphide and molybdenum, 
J. J. Berzelius found that the salt is soluble in water forming a yellowish-red soln. 
from which alcohol precipitates the salt as a cinnabar red powder which then forms 
scaly crystals. If the aq. soln. of the sulphomolybdates are boiled in closed vessels, 
they deposit molybdenum disulphide and a complex with the tetrasulphide (q.v.) 
giving off at the same time hydrogen sulphide. The cone. aq. soln. are fairly stable 
in air, provided an excess of molybdenum trisulphide is present ; but if the alkali 
sulphide predominates, or if free alkali be present, or if the soln. is dil., the soln. 
gradually darkens forming a compound with an excess of molybdenum trisulphide. 
This compound slowly decomposes with the separation of molybdenum trisulphide, 
and the supernatant liquor contains compounds of the alkali with sulphur acids, 
with molybdic acid, and with the blue oxide of molybdenum. Acids added to the aq. 
soln. precipitate molybdenum trisulphide with the liberation of hydrogen sulphide. 
Metal oxides which readily part with their oxygen form in the aq. soln. an alkali 
molybdate and a metal sulphide which enters into combination with the uadecom- 
posed molybdenum trisulphide. J. J. Berzelius prepared potassium sulpho- 
dimolybdate, K,Mo.8,7, as a dark grey substance, on adding a mineral acid, or 


652 INORGANIC AND THEORETICAL CHEMISTRY 


preferably acetic acid, to an aq. soln. of the normal sulphomolybdate, and 
evaporating the brown liquid. The brown powder dissolves slowly in cold water, 
and rapidly in boiling water. The aq. soln. with an aluminium salt liberates 
hydrogen sulphide and precipitates molybdenum trisulphide and aluminium 
hydroxide; and similarly also with titanium salts. R. Fernandes prepared 
potassium parasulphomolybdate, K;H;|H.(MoS,),¢|.16H,O; but he could not 
obtain potassium trisulphomolybdate, K,zH¢{ Ho(Mo8,)¢], analogous to the correspond- 
ing ammonium salt. G. Kriiss obtained crystals of potassium orthosulphodi- 
molybdate, 3K,8.2MoS8., 


(KS) 3X Y (KS’; 
g JMo.8.Mox g 


from a soln. of 5 grms. of potassium molybdate in 10 c.c. of water and 60 c.c. of 
potash-lye, of sp. gr. 1:53-1:56, sat. with hydrogen sulphide, by allowing it to 
stand for crystallization. The orange-red plates were thought by C. von Haushofer 
to be rhombic. They decompose after some time to form the normal sulphomolyb- 
date. The salt is freely soluble in water, but insoluble in alcohol and ether. The 
aq. soln. decomposes slowly in air, and it gives a pale lemon-yellow precipitate 
with a barium salt; brownish-yellow with a manganous salt; olive-green with a 
cadmium salt; and dark brown with a uranyl salt. G. Kriiss prepared ceesium 
sulphomolybdate, Cs.Mo8,, in red needles. 

J. J. Berzelius obtained cupric sulphomolybdate, CuMoS,, as a dark brown 
precipitate ; silver sulphomolybdate, Ag,MoS,, as a black precipitate; and gold 
sulphomolybdate, Au,(MoS,)3, as a black powder. By boiling barium disulphide 
with water and an excess of molybdenum trisulphide, and cooling the filtered 
soln., J. J. Berzelius obtained barium sulphotrimolybdate, BaS.3MoSsg, in brownish- 
red crystals. The salt is easily attacked by dil. hydrochloric acid, but not by the 
cone. acid, precipitating molybdenum trisulphide. The evaporation of the mother- — 
liquor gives barium sulphomolybdate, BaMoS,. G. Kriiss obtained barium ortho- 
sulphodimolybdate, 3BaS.2Mo83, from the potassium salt as indicated above. 
J. J. Berzelius obtained, as in the case of the corresponding barium salts, strontium 
sulphotrimolybdate, SrS.3Mo8,; strontium sulphomolybdate, SrMoS,; calcium 
sulphotrimolybdate, CaS.3Mo8,; calcium sulphomolybdate, CaMoS,; beryllium 
sulphomolybdate, BeS.3MoS8,; and magnesium sulphotrimolybdate, MeS.3Mo8.. 
F. Rodolico obtained a complex with hexamethylene tetramine, X, 
MeMo8,(X).10H,O. J. J. Berzelius prepared zine sulphomolybdate, ZnMos, ; 
and cadmium sulphomolybdate, CdMoS,. G. Kriiss also obtained cadmium ortho- 
disulphomolybdate, 3CdS.2MoS8., from the potassium salt as indicated above. 
J. J. Berzelius prepared mercurous sulphomolybdate, Hg,MoS8,, as a brownish- 
black precipitate ; and mercuric sulphomolybdate, HgMoS,, as a pale brown pre- 
cipitate. J. J. Berzelius did not obtain aluminium sulphomolybdate, because 
the precipitate was hydrolyzed to aluminium hydroxide; but he obtained a soln. 
of yttrium sulphomolybdate, which precipitated yttrium hydroxide in a few hours. 
A black precipitate of stannous sulphomolybdate, and a brown precipitate of 
stannic sulphomolybdate were obtained; likewise also with lead sulpho- 
molybdate. 

For the arsenic sulphomolybdates, wide the sulpharsenates. J. J. Berzelius 
obtained bismuth sulphomolybdate, Bi,(MoS,)3, as a dark brown precipitate. 

L. Fernandes prepared some complex sulphomolybdatovanadates or sulpho- 
vanadatomolybdates with guanidine, Gu, thallium, and ammonium. Thus, © 
ammonium  sulphovanadatomolybdate, (NH,),H;[H2(MoS8,)4(VSs)o].10H,0 : 
(NHy)5H»[ Ho(MoS8,)3(V83)3]-12H,0 ; (NH4);H[Ho(Mo8,)o(VS8s3)2]-25H,0 ; thallium 
sulphovanadatomolybdate, Tl;H[H.(MoS,).(VS3)4].60H,O; and also guanidine 
sulphovanadatomolybdate, Gu;Hs[H.(Mo8,)4(VSs)o].15H,O ;  T1;H.[H.(Mo8,)s- 
(VSs3)3]-22H,O; and T1,H[H.(Mo8,4)o(V8s)o].15H,0. J. J. Berzelius prepared 
chromic sulphomolybdate, as a dark brown precipitate ; uranyl sulphomolybdate, 
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as a dark brown precipitate; and G. Kriiss obtained a dark brown uranyl salt 
corresponding with 3K,8.2Mo83. J. J. Berzelius obtained manganous sulpho- 
molybdate as a brownish-yellow precipitate, and a polysulphomolybdate as a dark 
red powder; and G. Kriiss obtained a brownish-yellow magnanese salt corre- 
sponding with 3K,8.2Mo83. J.J. Berzelius prepared ferrous sulphomolybdate 
as a rust-yellow powder ; ferric sulphomolybdate, as a dark brown powder; cobalt 
sulphomolybdate, as a brownish-black precipitate; nickel sulphomolybdate, as 
a dark brown precipitate; and platinum sulphomolybdate, as a brownish-black 
precipitate. 

In the course of the preparation of molybdenum tetrasulphide, G. Kriiss obtained 
a blood-red liquid which furnished crystals of the composition KHMoS,;. When a 
soln. of this salt is treated with dil. hydrochloric or, better, acetic acid, permono- 
sulphomolybdic acid, H,MoS;, is precipitated. This is washed successively with 
cold air-free water, alcohol, ether, carbon disulphide, and water-free ether, and 
dried in vacuo over sulphuric acid. The product loses hydrogen sulphide when 
warmed in a closed vessel, and at 140°, it passes into molybdenum tetrasulphide. 
Tt is insoluble in water, alcohol, ether, and acetic acid ; with boiling conc. hydro- 
chloric acid, hydrogen sulphide is evolved ; hot, conc. sulphuric acid forms a reddish- 
yellow liquid which deposits sulphur and gives off sulphur dioxide; it forms a 
yellow liquid with warm alkali-lye; potassium hydrosulphide forms KHMoS,; ; 
and potassium sulphide, K,Mo8;. Many of the permonosulphomolybdates, 
Re'MoS;, reported by J. J. Berzelius may be oxysulphomolybdates. 

J. J. Berzelius prepared ammonium permonosulphomolybdate, (NH,).MoS,, 
by digesting moist molybdenum tetrasulphide in a soln. of ammonium sulphide 
containing an excess of ammonia which lowers the solubility of the salt. The yellow 
powder becomes dark red when dried in air presumably owing to the loss of 
ammonium sulphide. ‘The salt is sparingly soluble in cold water; freely soluble 
in hot water; and insoluble in ag. ammonia. J. J. Berzelius obtained lithium 
permonosulphomolybdate, Li,MoS,, as a pale yellow crystalline powder; sodium 
permonosulphomolybdate, Na,MoS;, as a reddish-yellow powder ; and potassium 
permonosulphomolybdate, K,MoS,, by the method indicated in connection with 
molybdenum tetrasulphide, and also by the action of a soln. of potassium sulphide 
on moist molybdenum tetrasulphide. The ruby-red plates or powder decrepitate 
when heated; and they are decomposed into potassium trisulphide and molyb- 
denum disulphide. The salt is sparingly soluble in cold water, but more soluble in 
boiling water. The hot soln. is red and does not give a precipitate on cooling ; 
with hydrochloric acid, the aq. soln. gives a precipitate of molybdenum tetra- 
sulphide. The salt is insoluble in cold potash-lye. According to G. Kriiss, the salt 
obtained in the preparation of molybdenum tetrasulphide (q.v.), and considered by 
J. J. Berzelius to be K,MoSsg, is really potassium hydropermonosulphomolybdate, 
KHMo8;. It is also formed by the action of a soln. of potassium hydrosulphide on 
molybdenum tetrasulphide. The blood-red, rhombic prisms are quickly decom- 
posed by moist air. Most metal salt soln. give red precipitates with the soln. of the 
potassium salt. K. A. Hofmann’s analysis of a salt made by mixing NH,MoSs, 
with a soln. of potassium hydrosulphide agreed with the formula KMoS;. 

J. J. Berzelius prepared copper permonosulphomolybdate, CuMoS;, as a dark 
red precipitate; dark brown silver permonosulphomolybdate, Ag.MoS,;; dark 
brown gold permonosulphomolybdate, Au,(MoS;)3; yellowish-red barium per- 
monosulphomolybdate, BaMoS, ; scarlet-red calcium permonosulphomolybdate, 
CaMoS,;; red magnesium permonosulphomolybdate, MgMoS,; red zine permono- 
sulphomolybdate, ZnMoS,;; red cadmium permonosulphomolybdate, CdMos; : 
reddish-brown mercurous permonosulphomolybdate, Hg,MoS;; red mercuric 
permonosulphomolybdate, HgMoS,; dark brown stannous permonosulpho- 
molybdate ; red stannic permonosulphomolybdate ; dark red lead permono- 
sulphomolybdate ; reddish-brown bismuth permonosulphomolybdate ; dark red 
chromic permonosulphomolybdate ; dark red uranyl permonosulphomolybdate ; 
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red manganese permonosulphomolybdate ; red ferrous permonosulphomolybdate ; 
red ferric permonosulphomolybdate ; reddish-brown cobalt permonosulpho- 
molybdate ; dark brown nickel permonosulphomolybdate ; and dark red 
platinum permonosulphomolybdate. | 

According to K. A. Hofmann, when a soln. of ammonium sulphomolybdate i 1s 
mixed with ammonium polysulphide, and allowed to remain 24 hrs., black needles 
of ammonium perdisulphomolybdate, NH,MoS,.H.0, are formed, and more of the 
salt is precipitated by adding alcohol to the mother-liquor. The salt is purified 
by washing it successively with water, alcohol, ether, and carbon disulphide, and 
drying it over potassium hydroxide. It is sparingly soluble in water, and in 
alcohol. When treated with cold, 10 per cent. hydrochloric acid, perdisulpho- 
molybdic acid, HMoS., is deposited. It is washed with carbon disulphide. If 
the ammonium salt is treated with a 10 per cent. soln. of potassium hydroxide for 
24 hrs. at ordinary temp., dark brown leaflets of potassium perdisulphomolybdate, 
KMo8,, are formed. The potassium salt is more soluble than the ammonium salt. 
Black insoluble prisms of ceesium perdisulphomolybdate, CsMoS,, are similarly 
obtained ; and likewise black, insoluble prisms of thallium perdisulphomolybdate, 
TIMoSg. 

F. Rodolico 2 prepared magnesium oxytrisulphomolybdate in association with 
hexamethylenetetramine, MgMoS30.2X.10H,O. According to H. ter Meulen, if 
sodium sulphide acts on molybdenum oxychloride in absolute alcohol molybdenum 
dioxysulphide, MoO,.S, is formed. H. Debray prepared golden-yellow needles of 
ammonium dioxydisulphomolybdate, (NH,),MoO.S., by treating a conc. soln. of 
ammonium molybdate with ammonium sulphide at a low temp. L. Bodenstab 
obtained it by saturating with hydrogen sulphide a strong ammoniacal soln. of 
ammonium molybdate containing much ammonium chloride. The red prisms 
were washed with aq. ammonia and dried over sulphuric acid. G. Kriiss obtained 
golden-yellow, monoclinic needles of the salt by passing hydrogen sulphide into a 
soln. of 5 grms. of ammonium paramolybdate in 15 c.c. of water and 25 c.c. of 
ammonia of sp. gr. 0-96, at 6°. The crystals which separate in about a quarter of 
an hour are washed with cold water, then with alcohol, and dried in vacuo. The 
yellow crystals redden on exposure to air. G. Kriiss and H. Solereder reduced the 
salt to molybdenum by heating it in hydrogen. G. Kriiss found that the salt is 
soluble in water; sparingly soluble in alcohol; and insoluble in ether and carbon 
disulphide. L. Bodenstab added that the crystals are sparingly soluble in cold 
water, and freely soluble in boiling water ; insoluble in alcohol, and in a sat. soln. 
of ammonium chloride. The aq. soln. decomposes when boiled. Dil. hydro- 
chloric acid precipitates molybdenum trisulphide from the aq. soln. without giving 
off hydrogen sulphide: 3(NH,4)2MoO.8.+6HCl=2Mo83-+Mo03+6NH,ClI+3H,0. 
According to H. ter Meulen, if acetic acid is used in place of hydrochloric to decom- 
pose the dithiomolybdate, stable colloidal soln. of the trisulphide are obtained. 
The fusion of sodium carbonate and the trisulphide or tetrathiomolybdate also 
yields the dithiocompounds, MoS3+2Na,COz3z=Na,Mo00.8,+Na.8+2C0O,. Cold, 
conc. sulphuric acid dissolves the salt, the soln. gradually darkens in colour, and 
the brownish-yellow soln. becomes green. Precipitates are produced by salts of 
the elements of the ammonium sulphide or hydrogen sulphide groups. L. Fernandes 
and EF, Palazzo prepared polyphenolic, and pyridine complexes. G. Kriiss pre- 
pared potassium dioxydisulphomolybdate, K.,Mo0.S., in reddish-yellow needles. 
F. Rodolico prepared magnesium dioxydisulphomolybdate in association with 
hexamethylenetetramine, MgMoS,0,5.2X.10H,0. 

L. Fernandes and F. Palazzo regarded the oxysulphides of molybdenum as 
isopolyacids in which oxygen is partly replaced by sulphur. They prepared 
sulphotrimolybdates containing four substituted hydrogen atoms by strong acidifi- 
cation; and oxysulphoparamolybdates with five substituted hydrogen atoms by 
weak acidification. Ammonium salts with five substituted hydrogen atoms, and 
containing the group MoS,O0, could not be prepared, because, with the smallest 
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addition of acid, tri-salts with four ammonium radicles were formed. Salts were 
prepared by adding increasing proportions of ammonium sulphomolybdate, 
(NH,)2MoS,, to ammonium dioxydisulphomolybdate, (NH,),.MoS.0., so as 
to obtain soln. with progressively increasing proportions of sulphur. Thus, 
(NH4)4He[ H2(MoS.02)¢]. 5H,0 was obtained as an orange-yellow powder, stable 
in air, by adding | to.15 c.c. of N-acetic acid to 10 grms. of ammonium dioxydisulpho- 
molybdate dissolved in the smallest proportion of water, and washing the precipitate 
with alcohol and ether. If N-acetic acid be added to a soln. of equal parts of 
ammonium sulphomolybdate and dioxydisulphomolybdate, (NH,);H;[ H(MoS30)s- 
(MoS,02)3].16H,O is formed as a maroon-red powder. The addition of N-acetic 
acid to soln. with proportions of ammonium sulphomolybdate, and dioxydisulpho- 
molybdate in proportions up to 9: 1, furnishes (NHy)5H;[H>(Mo830)¢].27H,0. 


By adding a soln. of guanidine acetate to a hot, dil. soln. of ammonium dioxydisul- 
phomolybdate, and cooling, Gu,H,{H.(MoS,O,),].8H,O is formed as an orange-yellow 
powder; if relatively dil. soln. be allowed to stand for some days, fire-red crystals of 
Gu,;H,[H.(MoS,0,),].9H,O appear; if acetic acid be added to soln. of guanidine acetate, 
and ammonium sulphomolybdate and dioxydisulphomolybdate, a maroon-red powder of 
Gu,H,[H.(MoS,0,)3(MoS8,0)3].10H,0 is formed; if only a very small proportion of 
acetic acid is used, red crystals of Gu,O,[H,(MoS,0,),(MoS,0)3|.9H,O are formed; and 
if the proportion of sulphomolybdate to dioxydisulphomolybdate is greater, dark red 
erystals of Gu;H;[H.(MoS,0,).(MoS8,0),|].7H,O are formed. 


G. Kriiss obtained sodium trioxysulphomolybdate, Na,MoO.8, by treating 
sodium trimolybdate with freshly prepared sodium hydrosulphide at 20°-30°, 
adding alcohol, and allowing the reddish-yellow oily precipitate to crystallize. 
The golden-yellow crystals are washed successively with alcohol, ether, carbon 
disulphide, ether, and alcohol, and dried in an air-bath at 100°. The hygroscopic . 
crystals are freely soluble in water ; acetic acid forms a green soln. ; conc. sulphuric 
acid a deep blue soln. which becomes green. Ammonium sulphide transforms the 
salt into sodium sulphomolybdate. The soln. gives a yellowish-green precipitate 
with copper salts; a yellowish-white precipitate with zinc salts; and a yellow 
precipitate with barium salts. F. Rodolico prepared magnesium trioxybisulpho- 
molybdate in association with hexamethylenetetramine, MeMoS03.2X.10H,0. 

G. Kriiss prepared ammonium hydrotetroxytrisulphodimolybdate, (NH,)- 
HMo,0,83, by treating a soln. of ammonium paramolybdate, at about 90°, 
with ammonium hydrosulphide ; and adding ammonium chloride to the cold soln. 
The reddish-yellow precipitate thus coagulates and it can be washed successively 
with water, alcohol, and carbon disulphide, and dried at 40°. It is also formed 
when a soln. of ammonium molybdate is sat. with hydrogen sulphide. The 
brownish-yellow product decomposes when heated in air; it develops hydrogen 
sulphide when boiled with water; it is soluble in water, but insoluble in alcohol, 
ether, and carbon disulphide. Hot, dil. soda-lye forms a reddish-yellow soln. 
which on cooling gives a precipitate of the sodium salt; potash-lye gives only a 
trace of the potassium salt. Hot, conc. alkali-lye precipitates sulphur, 
and olive-green molybdenum dioxide; with ammonia: (NH,)HMo0Q,83+NH, 
=(NH,),.Mo00.82+Mo00,.8; and with an excess of ammonium sulphide: 
(NH,)HMo0,0,83-+-5(NH,).S=2(NH,)2Mo8,-+7NH3+-4H,0. Conc. nitric acid OX1- 
dizes the salt vigorously; and hot, conc. sulphuric acid forms a yellow liquid 
which gives off sulphur dioxide. G. Kriiss prepared pale yellow, amorphous 
‘sodium hydrotetroxytrisulphodimolybdate, NaHMo,0,83, and lemon-yellow 
potassium hydrotetroxytrisulphodimolybdate, KHMo,0,83, in a similar manner. 
These salts can be regarded as derivatives of 2H,Mo0,0.8, less a mol. of H,S. Soln. 
of the alkali salts ‘give brown or reddish-brown precipitates with soln. of salts of 
aluminium, chromium, manganese, copper, lead, silver, and uranium; and yellow 
precipitates with mercury, platinum, lanthanum, and cesium salts. 

G. Kriiss found that if potassium trimolybdate be dissolved in a soln. of 
potassium hydrosulphide, and alcohol be added, a red oil is precipitated from which 
golden-yellow, monoclinic prisms of potassium heptoxyenneasulphotetramolybdate, 
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KgMo,0,S89, can be separated. They are washed successively with alcohol, ether, 
and carbon disulphide, and dried at 100°. The golden-yellow, aq. soln. reddens 
when treated with acetic acid; and when the aq. soln. is heated to boiling 
molybdenum trisulphide is precipitated. When treated with a barium salt a 
yellow precipitate is formed at once, while with the normal sulphomolybdate the 
precipitate forms in 12 hrs., and with the sulphodiamolybdate, in a few minutes. 
Copper and lead salts give reddish-brown precipitates. 

For molybdenum enneachloroctosulphide, Mo;SgClo, vide supra, action of 
sulphur monochloride on molybdenum ; and for MoCl;.N,S,, vide supra, molybdenum 
pentachloride. 
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§ 25. Molybdenum Sulphates 


According to J. J. Berzelius,! when dry hydrated molybdic oxide, Mo(OH)s, 
is rubbed in a mortar with an eq. amount of sulphuric acid, a black mass of normal 
molybdic sulphate is formed. It is decomposed by water into a soluble acidic 
and an insoluble basic salt. A basic salt is also formed by rubbing an excess of 
molybdic oxide with sulphuric acid ; and if the acid is in excess, an acidic salt is 
formed. These products represent more or less hydrolyzed and oxidized derivatives 
of the compound sought. W. Wardlaw and co-workers prepared molybdic oxydi- 
sulphate, Mo,0(SO,4)9.5(or 6)H,0, from a soln. of 40 grms. of molybdenum trioxide 
in 81 c.c. of boiling sulphuric acid of sp. gr. 1-84, mixed with a little nitric acid made 
up to a litre with water, and electrolyzed in a diaphragm cell with smooth platinum 
electrodes. The electrolysis is conducted with the soln. in an atm. of carbon 
dioxide. The green soln. is concentrated between 55° and 70°. If the temp. is 
too high, the soln. becomes brown, and if the soln. be too much concentrated, red. 
The green, conc. soln. is poured into acetone. The freshly precipitated salt is 
intensely green, but when dried over phosphoric oxide, it becomes grey, with the 
loss of sulphate. When heated, it decomposes: Mo gO(SO,)o.nH,0=Mo,0; 
+280,-+nH,0. The substance is very hygroscopic and readily hydrolyzable. 
It is insoluble in alcohol, ether, or acetone, but dissolves readily in water ; the soln. 
loses its green colour immediately on exposure to air, and a rusty-brown precipitate, 
readily soluble in acids, gradually forms. The oxydisulphate immediately pre- 
cipitates the metals from soln. of copper sulphate and silver nitrate at the ordinary 
temp., and reduces mercuric and ferric salts to the “ous” state. On warming 
with sulphur or sodium sulphite, a soln. of the oxydisulphate, acidified with dil. 
sulphuric acid, evolves hydrogen sulphide. Barium chloride produces no pre- 
cipitate in a freshly prepared soln. of the oxydisulphate, but barium sulphate is 
thrown down on warming. Lead acetate with acetic acid gives similar results. 
Sodium and potassium hydroxides give green deposits. Ammonia is without 
action in the cold, but produces a black precipitate on warming. Potassium ferri- 
cyanide gives a deep red coloration; a similar coloration is slowly produced by 
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potassium ferrocyanide. F. Forster and E. Fricke, and A. Chilesotti did not 
succeed in preparing alums of tervalent molybdenum. 

According to J. J. Berzelius, if molybdenum is dissolved in hot, conc. sulphuric 
acid ; or in dil. sulphuric acid mixed with a little nitric acid; or if hydrated 
molybdenum dioxide is dissolved in dil. sulphuric acid, black molybdenum disul- 
phate is formed. It forms a red soln. with water. J. Meyer and V. Stateczny 
prepared sulphatomolybdic acid, H,[MoO0(SO,).(MoO,)], by cooling a soln. of 
molybdenum trioxide in hot, conc. sulphuric acid. It is not considered to be a 
pyrosulphatomolybdic acid, H,MoSO,. L. Forsén also prepared potassium 
sulphatomolybdate, K,H[SO.(Mo30,,) |.3H,0. 

G. Bailhache 2 found that when a rapid current of hydrogen sulphide is passed 
into a boiling soln. of molybdenum trioxide in six times its weight of sulphuric acid, 
molybdenum trioxydisulphate, Mo,03(SO,)., or Mo.0;.2SOs, is obtained as a mass 
of black, olive prisms, slowly but completely soluble in water, and yielding a deep 
brown soln. if kept out of contact with air. When exposed to air, the compound 
deliquesces and its aq. soln. becomes green and then blue. The brown soln. is 
readily oxidized to molybdic acid ; when mixed with an alkali molybdate, it yields 
the blue molybdenum oxide, and when mixed with an alkali it yields a soluble 
molybdate and a precipitate of hydrated molybdenum dioxide. When heated 
alone, the compound yields molybdic, sulphuric, and sulphurous oxides; hot 
sulphuric acid converts it into the compound MoOs3.8O,; hydrogen at a red-heat 
converts it into molybdenum dioxide and sulphuric acid, and dry ammonia, also 
reduces it at a dull red-heat. When heated with an intimate mixture of sodium 
chloride or bromide, it yields molybdenum oxychloride, MoO,Cls, or the oxybromide, 
- together with molybdenum dioxide, sodium sulphate, and sodium molybdate, the 
proportions of the two latter depending on the duration of the operation. 
A. Kurtenacker and I’. Werner studied the catalytic decomposition of hydroxyl- 
amine by quinquevalent molybdenum sulphate. 

According to E. Péchard,? when alcohol is gradually added to a soln. of molybdic 
acid in sulphuric acid and the liquid warmed on the water-bath for a short time, 
diluted, and neutralized with ammonia, a crystalline precipitate is produced which 
consists of a mixture of two ammonium molybdosic sulphates, one of the com- 
position 5NH3.Mo0,S03.7Mo003.8H,0, crystallizing in blue, hexagonal plates, and 
the other, 3NH3.Mo0.803.7Mo003.10H,0, in dark blue prisms; the latter is con- 
verted into the former by the further action of ammonia. Both these compounds 
are very soluble in water, but insoluble in soln. of ammonium salts; they are only 
very slowly decomposed by alkales or nitric acid at the ordinary temp., and are 
therefore more stable than the other blue compounds of molybdenum which have 
been described. Analogous compounds containing potassium, and both potassium 
and ammonium, have also been obtained, but the corresponding sodium 
salt is too soluble to admit of isolation. The prolonged reduction of molybdic 
acid by alcohol in the presence of sulphuric acid at the ordinary temp. results in 
the formation of molybdosic sulphate, 7Mo03.2Mo00,.7803.nH,0, crystallizing in 
slender, black needles; while if the operation is conducted at 100°, soln. are 
formed which are immediately decomposed by ammonia. M. K. Hoffmann re- 
peated Hi. Péchard’s observations. He also reported products with (NH,),0: 
MoUpee MoO. oO. 11,0 im the proportions 171<°7;1:2; 1:5:1:72 0715; 
and 2:1:7:1:14. He also obtained in a similar way potassium molybdosic 
sulphate, K,0.Mo0,.7Mo003.S03.8H,0. 

According to J. J. Berzelius,* if an excess of molybdenum trioxide be boiled 
with sulphuric acid, a turbid liquid is obtained which gelatinizes on cooling and 
deposits flakes of a basic sulphate which are sparingly soluble in water, but insoluble 
in alcohol. A soln. of molybdenum trioxide in an excess of dil. sulphuric acid is 
pale yellow, and dries to a lemon-yellow, crystalline mass, which deliquesces in air, 
and is only partially soluble in water. M. Ruegerberg and EK. F. Smith said that 
precipitated molybdenum trioxide is easily soluble in sulphuric acid of sp. gr. 
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1-378. According to T. Anderson, if barium molybdate be decomposed by an 
excess of dil. sulphuric acid, and the soln. evaporated, crystals of molybdenum 
trisulphate, Mo(SO,)3.2H,O, are formed. A.C. Schultz-Sellak, however, could not 
obtain this product. There is no satisfactory evidence that the normal salt has 
been obtained. M. K. Hoffmann, M. Ruegerberg and EH. F. Smith, and A. Mazzuc- 
chelli and G. Zangrilli studied the properties of soln. of molybdenum trioxide in 
sulphuric acid. If hydrogen dioxide be added to the soln., the results are compli- 
cated by the decomposition of the complex molybdenum persulphates, and do not 
admit of any simple interpretation. A. Mazzucchelli and C. Barbero measured the 
potentials of the soln.—vide supra, permolybdates. 

A. C. Schultz-Sellak evaporated a soln. of molybdenum trioxide in cone. sulphuric 
acid and obtained crystals of what he regarded as molybdenum dioxysulphate, or 
molybdenyl sulphate, MoO0.(SO,), but T. Anderson could not obtain crystals. 
W. Muthmann cooled a sat. soln. of molybdenum trioxide in boiling, conc. sulphuric 
acid, and washed with alcohol and ether the crystals of the salt “which separated 
in six-sided prisms. When the salt is heated it decomposes with the expulsion of 
sulphur trioxide. The salt deliquesces in air, and becomes blue owing to the 
reducing action of dust. The aq. soln. becomes blue when warmed with molyb- 
denum. R. Reichwald found that fumarine is coloured violet and then dark green 
by this salt. W.T. Schaller found that the mineral ilsemannite, previously assumed 
to be MoO,.4MoOsz, or Mog0 14, found at Ouray, Utah, is rather a sulphate of the 
composition MoQ.(SO,).5H,0. 

R. F. Weinland and H. Kiihl added 5 to 8 mols of sulphuric acid to a mol of 
ammonium molybdate, and.evaporated the mixture over sulphuric acid. He thus © 
obtained ammonium molybdatotrisulphate, (NH,).0.2Mo00;.3803.10H,O. By ~ 
dissolving molybdeny] sulphate in conc. soln. of ammonium sulphate, the ammonium 
molybdatosulphate, (NH,)20.2Mo003.S03.nH,0, is tetrahydrated or enneahydrated. 
If potassium sulphate be employed, the potassium molybdatosulphate, K,0.2Mo00s3. 
SO3.nH,0, is dihydrated or hexahydrated. A soln. of a mol of potassium molybdate 
in 5 to 8 mols of sulphuric acid furnishes potassium molybdatotrisulphate, 
K,0.2Mo003.3803.6H,O. The salts all form slender needles, which are decom- 
posed by water with the precipitation of molybdic acid. 

C. W. Blomstrand,5 and A. Atterberg prepared molybdous tetrabromosulphate. 
[MogBr,]SO4.3H,O, by the action of sulphuric acid on an alkaline soln. of molybdous 
dihydroxytetrabromide. 
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§ 26. Molybdenum Carbonates and Nitrates 


No molybdenum carbonate has been reported. J. J. Berzelius! dissolved 
hydrated molybdic oxide in dil. nitric acid and obtained a soln. of molybdenum 
nitrate which soon became purple-red. The soln. when concentrated becomes 
blue, then colourless, gives off nitric oxide, and deposits molybdenum trioxide. 
If molybdenum or the hydrated dioxide be digested in nitric acid, a reddish-brown 
soln. is obtained which gives off nitrous fumes when evaporated. (©. F. Bucholz 
obtained a yellow residue—presumably molybdenum trioxide contaminated with 
iron—on evaporating the soln. K. Lindner and co-workers treated an alcoholic 
soln. of molybdous chloride with an alcoholic soln. of silver nitrate, and obtained 
on evaporation molybdenum alcoholotetrachlorodinitrate, Mo3Cl,(NO3)..C.H;OH ; 
and by adding ether to the alcoholic soln., molybdenum tetrachlorodinitrate, 
Mo;Cl,(NO3)o, was obtained as an amorphous, yellow powder. 8S. M. Tanatar 
and EK. K. Kurowsky prepared beryllium oxynitratomolybdate, Be(NOs3).. 
mBe3(MoO,)o.nBeO. 
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§ 27. Molybdenum Phosphates, and Phosphato- or Phospho-Molybdic Acids 


As previously indicated, W. Wardlaw and R. L. Wormell! found that when 
molybdenyl monochloride is treated with an alkali phosphate, molybdenyl phos- 
phate, (MoO);P0,.12H,0, is formed. A. Colani observed that when molybdenum 
trioxide is heated with metaphosphoric acid to a dull red-heat, it undergoes a very 
slight reduction, the loss in oxygen corresponding with the formation of the hypo- 
thetical oxide Mog0,7. When molybdenum dioxide is similarly heated, it yields 
the lower oxide Mo.Oz, which gives molybdic metaphosphate, Mo,03.3P.0,, and a 
higher oxide, which under the experimental conditions remains dissolved in the 
metaphosphoric acid. G. Saring prepared a complex potassium calcium phosphato- 
molybdate, Cag(PO4)2.2CaO.2K,0.MoOs, by fusing together the component residues. 
G. Denigés reported phosphatomolybdosic acid, [(MoO;),Mo0.2|,H3P0,4.4H.,O, to 
be obtained by treating sodium molybdate with crystalline sodium hydrophosphate 
in aq. soln. containing sulphuric acid and finely divided aluminium. The soln. was 
extracted with ether; the ether soln. extracted with water; and the aq. soln. 
evaporated under reduced press. The product forms sapphire-blue, rhombohedral 
crystals. The compound was examined by A. Verda. F. de Carli found that only 
an insignificant reduction of molybdenum trioxide occurs when it is fused with 
sodium metaphosphate, and even this is prevented with fusing the mixture in 
oxygen. Small proportions lower the m.p. of molybdenum trioxide (790°) down 
to the eutectic at 540° with 25 per cent. of the metaphosphate ; the m.p. then rises 
to a maximum at 600° corresponding with sodium molybdatometaphosphate, 
NaPO3.MoOs, it then decreases to a second minimum at 320°, and then rises to 
600°, the m.p. of the metaphosphate. The compound dissolves easily and com- 
pletely in hot water; and its constitution is thought to be Na.O.MoOQ2.0.PO.. 
A. 8. Schachoff discussed the preparation of sodium phosphomolybdate. 

The complex phosphatomolybdic acids were discovered by J. J. Berzelius.1 
He found that when freshly precipitated and moist hydrated molybdenum trioxide 
is digested with a small proportion of phosphoric acid, a lemon-yellow, insoluble, 
complex acid is formed. This product dissolves in an excess of hot phosphoric 
acid forming a colourless liquid which on evaporation yields a tenacious, amorphous, 
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transparent mass which is soluble in water and alcohol. The alcoholic soln. is 
yellow, but it turns blue on evaporation and leaves a brown residue which 
forms a blue soln. with water. The product was also examined by L. F. Svanberg 
and H. Struve, and EH. Drechsel. F. Elias found that a soln. containing 
P20; : MoOg=1: 21-74 gives with a 10 per cent. soln. of ammonium nitrate a 
precipitate with the mol. proportions 1 : 22-28; using a cold, sat. soln. of potassium 
chloride as precipitate, the product has 1: 22-71. The mother-liquors when 
evaporated give products with the respective ratios 1:18:44, and 1: 20-3. It is 
therefore inferred that the soln. of molybdenum trioxide in phosphoric acid contains 
two or more phosphomolybdic acids. A. Miolati and R. Pizzigheli measured the 
sp. electrical conductivity of mixed soln. of phosphoric and molybdic acids when 
1 c.c. of phosphoric acid soln. has 0-01961 grm. HgPO,, and 1 c.c. of molybdic acid 
soln. has 0-0288 grm. MoOg ; and when 1 c.c. of the molybdic acid soln. has 0-666 mol 
MoOs per mol of H3PO,. The curve shown in Fig. 31 has one break corresponding 
with P,0;: MoOg=1:20. A. Miolati and R. Pizzigheli also measured the sp. 
electrical conductivities of mixed soln. of molybdic acid and sodium hydrophosphate 
when 1 c.c. of the phosphate soln. has 0-02082 grm. NagHPO,, and 1 c.c. of the 
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Mixed Solutions of Molybdie and Mixed Solutions of Molybdic Acid 
Phosphoric Acids. and Sodium Hydrophospate. 


Na,HPO,. The curve shown in Fig. 32 has a break corresponding with 
P,0;.MoOz=1:5 and 1:16 respectively. According to L. Malaprade, when 
phosphomolybdic acid, P.0;.24Mo03.3H,0, is neutralized with alkali, the electro- 
metric curve shows no point of inflexion corresponding with the formation of the 
normal salt, but there is a point of inflexion corresponding with the formation of a 
salt of P205.22M003.7H,0 ; and a second one corresponding with the decomposition 
of the phosphomolybdic acid into phosphate and molybdate. 

According to A. Verda, when the ordinary phosphatomolybdic reagent (5 parts 
of phosphatomolybdic acid, 7 parts of nitric acid, 100 parts of water) is shaken with 
excess of ether, it is decolorized, the colour becoming conc. in a small quantity of 
dense liquid which separates at the bottom of the vessel. This proved to be a soln. 
of phosphatomolybdic acid in ether, for on evaporation of the ether there remained 
pure phosphatomolybdic acid as an amorphous yellow powder, more readily 
reducible than the ordinary phosphatomolybdic acid. Pure water dissolves out 
the phosphatomolybdic acid from the yellow liquid, but water sat. with ether is 
without action on it. Ether forms with solid phosphatomolybdic acid this yellow 
liquid, which, however, does not mix with the excess of ether. Soln. of phosphato- 
molybdates, acidified and treated with ether, can in this way be made to yield pure 
phosphatomolybdic acid. KE. Péchard prepared the phosphatomolybdic acids as 
compounds of phosphoric acid with metamolybdic acid. A large number of salts 
has been reported, but, as in the case of the molybdate, there are doubts about the 
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chemical individuality of many of them. The phosphatomolybdic acids with a 
high proportion of molybdate—say P:Mo=1:9 to 1:12—are yellow, whereas 
those with a lower proportion are white or colourless. According to A. Rosenheim, 
the yellow compounds can be regarded as derivatives of the septivalent POg-anion— 
or the H,PO, acid—with the bivalent Mo,0,-radicle in place of oxygen; while the 
colourless series are derivatives of the tervalent PO,-anion—or the H,PO, acid— 
with the bivalent MoO,-radicle. 


Phosphatododecamolybdic acid : ; : ; . P,0,;.24Mo00,.nH,O. 
H,[P(Mo,0,)6] 
Phosphatohenamolybdic acid ; , ~ P,0;.22M00,.nH,0. 
H42[P (Mo, O dul 
Phosphatodecamolybdic acid, F : . P,0O;.20M00,.nH,0. 
H,[P(OH)(Mo,0;), 1 
Phosphatoenneamolybdic acid . : ; , - P,O,.18M00;.nH,0. 
H,[P.02.(Mo, O 7)9 1 
Phosphatohemiheptadecamolybdic acid . ‘ : . 2P,0;.34Mo00,.nH,0. 
H2[P,0,(Mo,0, Mal 
easeay paerpeeniamoly baie. acid . ; : ; P,0;.6Mo00,.nH.0: 
; ; Egle ,04(Mo0,), ] 
Phosphatodimolybdie acid .. : : . P,O;.4Mo00,.nH,O. 
: : H,[PO ,(Mo0,)2] 
Phosphatomolybdie acid . : : ' : : 2) .P,0;.2MoO;-nH30: 
H[ PO3(Mo0,)] 


R. Finkener,and F. Kehrmann and E. Bohm obtained phosphatododecamolybdic 
acid, P,0;.24Mo003.nH,0. by adding yellow molybdenum trioxide to a boiling aq. 
soln. of phosphoric acid; evaporating, and cooling the soln. A. Miolati, and 
H. Debray, and M. G. Levi and E. Spelta obtained it by treating the ammonium 
salt with aqua regia, and repeatedly crystallizing the product from water acidulated 
with nitric acid. F. Hundershagen studied the conditions for its formation and 
separation as the ammonium salt in analytical work. According to E. Drechsel, 
and A. Rosenheim and J. Pinsker, phosphatododecamolybdic acid is also obtained 
by extracting with ether a soln. of molybdenum trioxide in phosphoric acid, or a 
soln. of a salt of the acid mixed with hydrochloric or nitric acid ; and evaporating 
the ethereal layer. F. Kehrmann and EK. Bohm used the following process : 


Dissolve 50 grms. of sodium phosphate in water, and pour into the cold liquid, a cold, 
sat., aq. soln. of 200 grms. of ammonium paramolybdate in a thin stream with constant 
stirring. Wash the precipitate by repeated decantation with hot water acidulated with 
nitric acid. Dissolve it in hot aqua regia, and remove the volatile acids by repeated 
evaporation with water on a water-bath. Dissolve the dry residue in a little water, 
evaporate the filtered soln. on a water-bath. Filter by suction, wash the product with 
ice-cold water, and recrystallize twice from water acidulated with nitric acid. 


R. Finkener, and F. Elias said that the soln. of phosphatododecamolybdic 
acid in a large proportion of nitric acid furnishes doubly refracting crystals of 
~-P,05.24M003.32H,0, or the dodecahydrate, H7|P(Mo,07)¢].12H,0. O. W. Gibbs, 
and G. Pohl said that if the conc. aq. soln. is allowed to stand it furnishes yellow 
octahedra of P,O;.24Mo005.62H,O—R. Finkener, and F. Elias gave P,O;.24MoOs. 
63H,O—or the octocosihydrate, H,[P(Mo.07),].28H,0. A. Rosenheim and 
J. Pinsker also represented what they regarded as P,0O;.24M003.63H.0 ; and 
G. Pohl, P,O;.24Mo003.64H,O. R. Finkener, and F. Elias represented the acid 
by the formula H3P0,4.12M003.29H,O; and F. Kehrmann, by PO(O.MoO,.0. 
Mo00,.0.M00,.0H)3; A. Rosenheim gave H,[P(Mo,07),!. A. Miolati and 
R, Pizzighelli assume that the basicity of the acid is the difference between the 
negative valency of the acid groups and the positive valency of the central atom. 
This makes phosphatododecamolybdic acid septivalent. The septivalency of this 
acid is supported by the silver salt, 7TAg,O.P.0;.24MoO3. According to the 
electrical conductivity rule—1. 15, 13—the guanidium salt behaves like a heptabasic 
acid. A. Miolati, and A. Rosenheim and J. Jaenicke found that the neutralization 
curve for the aq. soln. of the acid and a soln. of sodium hydroxide indicated that 


662 INORGANIC AND THEORETICAL CHEMISTRY 


the acid is at least sexivalent and octocosihydrated. Phosphatododecamolybdic 
acid forms dark yellow, cubic octahedra. R. Finkener found that the salt loses 
all but 3 mols. of water at 140°, and A. Miolati added that no other chemical change 
occurs. The crystals begin to melt at 78°, and at 98° form a clear liquid from 
which, at 90°, crystals of the dodecahydrate, H,P(Mo207),¢.12H,O, are formed. — 
The octocosihydrate is readily soluble in water and the same hydrate is deposited 
when the aq. soln. is crystallized. The soln. in conc. nitric acid deposits rhombic 
plates of the docosthydrate, H7P(Mo,07)¢.22H,O0. A. Rosenheim and J. Jaenicke 
gave for the eq. conductivity, A mhos, of one-seventh a mol of the acid in » litres 
of water at 25°, 


v : aoe 64 128 256 512 1024 
r : . 190-6 S113 229-1 248-5 249-5 258-1 


A. Rosenheim and A. Bertheim found that the dodeca-acid is gradually hydrolyzed 
in aq. soln. to form the ennea-acid—vide infra—and this explains the break in the 
conductivity curve, observed by A. Miolati and R. Pizzighelli—-vde supra, when 
molybdic acid is successively added to phosphoric acid. T. G. y Arnal studied 
the reactions of nitrophosphomolybdic acid with various salts. A. Rosenheim 
and EK. Brauer found the H’-ion cone. of the acid to be 5-8 x i073 for a 0-005N-soln. 
at 25°. The acid does not dissolve in water. The following reactions of a soln. 
of the acid with metallic salts, etc. were recorded by F. Kehrmann and EK. Bohm : 
With sodiwm chloride no precipitation occurs since the sodium salt is very soluble ; 
potassium and ammonium chlorides give a yellow, very sparingly soluble, pulverulent 
precipitate ; barium chloride gives no precipitation since the barium salt is very 
soluble ; but it can be salted out by barium chloride ; sdlver nitrate gives a yellow, 
pulverulent, sparingly soluble precipitate ; lead nitrate, mercuric chloride, and the 
sulphates of copper, zinc, cadmium, cobalt, and nickel give no precipitate because 
the resulting salts are very soluble; methylamine, dimethylamine, pyridine, and 
quinoline give yellow, pulverulent or flocculent precipitates almost insoluble ; 
aniline and p-toluidine give no precipitate in dil. soln., but with conc. soln. a yellow 
oil separates which soon crystallizes and becomes blue by reduction ; and 6-napthyl- 
amine gives an oily precipitate which rapidly forms yellow, sparingly soluble 
crystals. F. Parmentier found that the sat. ethereal soln. has a sp. gr. of 1-3, 
and he measured the solubility in ether of what he regarded as phosphatodeca- 
molybdic acid, but which was probably phosphatododecamolybdic acid; and 
found that 100 grms. of ether dissolved S grms. of the acid : 


0° - 81° 19-3° 27-4° 32-9° 
S : : - 80:6 84:7 96-7 103-9 107-9 


According to R. Finkener, ammonium phosphatododecamolybdate, 
m(NH,4),0.P.0;.24M003.nH,O, is obtaine dfrom acid soln. when ammonia is 
added to a soln. of phosphatododecamolybdic acid. The composition of the. 
precipitate was discussed by A. Konig, F. Elias, T. Salzer, H. Debray, C. Friedheim, 
H. von Jiptner, F. Feigl, A. von Lipowitz, V. Eggertz, E. Spiess, F. Hundeshagen, 
and C. F. Rammelsberg; A. Villiers and F. Borg gave 3(NH,).0.P.0;.24M003.3H,O ; 
H. C. Babbitt gave 3(NH,),0.P,0;.24MoO3.nH,O ; and O. W. Gibbs, 24(NH,)20. 
P,05.24M003.84H,.O. According to 8. Posternak, ammonium phosphatomolybdate 
precipitated from phosphate soln. in the absence of ammonium salts always contains 
phosphorus and molybdic oxide in a constant ratio. It consists of a variable mixture 
of di- and tri-ammonium phosphatomolybdates, varying according to the composi- 
tion of the ammonium molybdate soln. used. In the presence of 5 per cent. or more 
of ammonium nitrate or sulphate the phosphatomolybdate precipitate obtained 
is a complex mixture of the types 16(NH,)3(MoOs3);>P0O,.NH,(MoO;),NO3 and 
8(NH,4)3(MoO,)12P04.(NH,4)2(MoO3)g804, respectively. In all cases the molybdic 
acid behaves as though, in acid medium, it existed in the tetramolybdic state, 
and in this form combined with the hydroxyl groups of all the mineral acids present. 
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A. von Endredy represented the formula (NH,)3H,[P(Mo.07).].4H.O, and found 
that the precipitate 1s very prone to adsorb molybdenum trioxide. C. Friedheim, 
A. 8. Schachoff, and G. Wirtz prepared rhombohedral crystals of sodium phos- 
phatododecamolybdate, 5Na.O(P,0;.24Mo003)2.100 or 101H,O, by evaporating 
over sulphuric acid a soln. of a mol of sodium hydrophosphate and 10 mols of 
molybdic acid. M. Seligsohn obtained an ammonium sodium phosphatomolybdate 
approximating 6(NH,),0.15Na,0.P,0;.60Mo003.18H,0. A.  Miolati, and 
A. Rosenheim and J. Pinsker represented the sodium salt by the formula 
NasH,| P(Mo,07)¢|.19H,0, and the electrical conductivities of the soln. for one- 
third a mol of the salt in v litres of water at 25° were: 


gee BEL yo lis 64 128 256 512 1024 
ee mnoeaae ye: 270-4 298 321-8 344-2 370-8 
(AR, arid JP! 250 275°2 301-4 325-2 350-6 380-0 


O. W. Gibbs obtained yellow potassium phosphatododecamolybdate, 2K,0.P.,O;. 
24Mo003.4H,O, by boiling for a long time a mixture of potassium molybdate and 
hydrosphosphate with an excess of nitric acid. F. Kehrmann and EK. Bohm 
observed that what is presumably copper phosphatododecamolybdate is precipi- 
tated by copper sulphate from a soln. of the acid. The precipitate is soluble in 
water. A. Miolati and R. Pizzighelli obtained silver phosphatododecamolybdate, 
7Ag,O.P205.24MoOs, from a soln. of silver nitrate and phosphatododecamolybdic 
acid, or the ammonium salt. F. Kehrmann and E. Bohm reported barium 
phosphatododecamolybdate, 3BaO0.P,0,;.24Mo003.nH,0, to be formed by treating the 
phosphatododecamolybdic acid with an excess of barium chloride. The pale yellow 
octahedra lose water of crystallization when exposed to air; and they lose all their 
water at dull redness, without melting. The salt is soluble in water. M. Seligsohn 
obtained ammonium barium phosphatomolybdate, 3(NH,),0.30Ba0.P,0;.30MoOs. 
nH,0O, from a soln. of ammonium phosphatododecamolybdate and barium chloride. 
F. Parmentier, and A. Miolati and R. Pizzighelli obtained what was probably 
mercurous phosphatododecamolybdate by adding phosphatododecamolybdic 
acid to a soln. of a mercurous salt; and C. Kehrmann and EK. Bohm, 
by using a mercuric salt soln. Gh panied. mercuric phosphatododecamolybdate, 
3Hg0.P,0;.24Mo0s, as a precipitate soluble in water. H. Beuf found that a boiling, 
neutral soln of a lead salt furnishes a precipitate of what is nearly lead phosphato- 
dodecamolybdate, namely, 25PbO.P,0;.24Mo003.7H,O, when treated with an 
aq. soln. of phosphatomolybdic acid. The washed precipitate dried at 90° to 
100° forms a dense white powder which is insoluble in water (1 in 500,000) and aq. 
ammonia, but dissolves in nitric and in acetic acids; and at a high temp., it loses 
7 mols of H,O. The vanadium phosphatomolybdates are discussed in connection 
with vanadium. 

A. Arnfeld reported manganese phosphatododecamolybdate, 3MnO.P,0;. 
24Mo003.58 or 60H,O, to be formed by boiling a soln. of 40 grms. of manganese 
hydrophosphate with molybdenum trioxide, and allowing the filtered soln. to 
evaporate over sulphuric acid. The yellow octahedra effloresce in air. They 
dissolve in water; and at 90° lose 16-8 per cent. of water, and at 140°, all the 
water is expelled. By boiling freshly-precipitated ferric phosphate, molybdenum 
trioxide, and water, and evaporating the filtered soln., a yellow powder was 
deposited ; the filtered liquid, when concentrated, deposits octahedral crystals of 
ferric phosphatododecamolybdate, Fe,03.P,0;.24M003.58H,0. Water decomposes 
the salt. Instead of evaporating the soln., ether can be added, and the precipitated 
oil allowed to crystallize. A. Arnfeld prepared cobalt phosphatododecamolybdate, 
3C00.P205.24M003.58 to 60H20, by the saturating with molybdenum trioxide 
40 grms. of cobalt phosphate in boiling water; and concentrating the brown soln. 
over sulphuric acid. The yellowish-brown, pyramidal crystals effloresce in air. 
The yellow aq. soln. becomes red when treated with acids. A. Arnfeld prepared 
green crystals of nickel phosphatododecamolybdate, 3Ni0.P,0;.24Mo003.58 to 
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60H,O, in an analogous way. ‘The salt effloresces in air; loses all its water at 
150°; and is soluble in water. 


G. Pohl reported that if commercial phosphatomolybdic acid be recrystallized, the 
compound P,0,.23M00;.nH,O can be obtained from the mother-liquors ; and similarly also 
phosphatohenamolybdie acid, P,O,.22Mo00,.58H,O. C.F. Rammelsberg obtained ammonium 
phosphatohenamolybdate, 3(NH,),.0.P,0,;.22Mo00,.12H,O, by precipitation from a nitric 
acid soln. of ammonium molybdate on the addition of phosphoric acid. According to 
A. HE. Nordenskjéld, the axial ratios of the monoclinic prisms are a: b : c=0-5092 : 1 : 0-8466, 
and B=90° 59’. The yellow, air-dried salt loses all its water over sulphuric acid, and it is 
then stable at 100°, but gives off ammonia at 120°. O. W. Gibbs reported yellow crystals 
of potassium phosphatohenamolybdate, 5K,O(P,0,;.22Mo00;),..22H,.O, to be formed by 
boiling for a short time a mixture of potassium molybdate and hydrophosphate with an 
excess of nitric acid; and C. F. Rammelsberg, 3K,0.P,0,;.22Mo00,;.12H,O, by adding 
phosphoric acid to a nitric acid soln. of potassium molybdate. The crystals resemble 
those of the ammonium salt. They lose their water completely at 120°—140°, and suffer 
no further loss in weight at a red-heat. F. Ephraim and H. Herschfinkel obtained rubidium 
phosphatohenamolybdate, 7Rb,0.22Mo003.P,0,.12H.,O, by gradually adding 2-5 grms. of 
molybdic acid to a soln. of 30 ¢.c. of rubidium carbonate (containing 5-5 grms. Rb,O 
per litre) and 12 ¢c.c. of 3-3 per cent. phosphoric acid. O. W. Gibbs obtained small tabular 
crystals of silver phosphatohenamolybdate, 7Ag,O.P,0;.22Mo00,.14H,O, from a soln. of 
silver nitrate and the corresponding phosphatomolybdie acid. The salt is soluble in hot 
- water. 


H. Debray obtained doublement obliques (triclinic) prisms of what was re- 
garded as phosphatodecamolybdic acid, P,O0;.20Mo003.24, 41, 51, or 52H,O, or 
H,{ P(OH)(Mo.07)5|.nH,O, by the action of aqua regia on ammonium phosphate. 
G. Pohl, and F. Parmentier also prepared this product. These phosphatomolybdic 
acids, as well as the salts which have been reported, are probably impure phosphato- 
dodecamolybdic acid or phosphatododecamolybdates, or else the formule are 
based on unsatisfactory analyses. A. Rosenheim and A. Bertheim, and A. Miolati 
considered phosphatodecamolybdic acid to be a mixture of phosphatododeca- 
molybdic and phosphatoenneamolybdic acids. O.W. Gibbs described ammonium 
phosphatodecamolybdate, 8(NH,).0.(P,0;.20Mo00s)3.12H,O, as a yellow salt; 
and the salt (NH,)3Hs[P(OH)(Mo,07);| was described by L. F. Svanberg and 
H. Struve, F. L. Sonnenschein, M. Seligsohn, M. Nutzinger, and A. von Lipowitz. 
H. Rose prépared it from a soln. of molybdic acid, ammonia, orthophosphoric acid 
not in excess in an acid soln.—preferably nitric acid. Pyrophosphates and 
metaphosphates do not give the yellow, pulverulent precipitate, unless, added 
H. Struve, they are first transformed into orthophosphates. According to 
H. Debray, if the transformation is slow, the precipitate may be crystalline. 
A. von Lipowitz found that the precipitate can be obtained free from an excess 
of molybdic acid by dissolving 2 parts of molybdic acid, and one part of tartaric 
acid in 15 parts of warm water, adding 10 parts of aq. ammonia of sp. gr. 0-97, 
and then 15 parts of nitric acid ; heating the soln. to its b.p. when some molybdic 
acid is precipitated ; again heating the filtered soln. to its b.p.; and adding one 
part of phosphoric acid to 100 parts of the filtrate. The precipitate is washed with 
2 per cent. nitric acid, and dried over sulphuric acid. H. Debray obtained the 
salt by adding phosphatodecamolybdic acid to a strongly acid soln. of an ammonium 
salt. The canary-yellow precipitate, said L. F. Svanberg and H. Struve, is an 
amorphous powder. When heated to redness, ammonia and water are given off, 
and the brown or green residue forms with nitric acid a soln. which is yellow when 
hot, and colourless when cold; and which, on evaporation, furnishes yellow rhom- 
bohedra of phosphatodecamolybdic acid. Ammonium phosphatodecamolybdate 
is sparingly soluble in water or acids; and it is easily soluble in ag. ammonia, 
and alkali-lye. If an excess of ammonium molybdate be present, K. Richter said 
that the precipitate is nearly insoluble in aq. ammonia, and it is also insoluble 
in a feebly acid soln. of ammonium nitrate. H. Struve said that acetic acid favours 
the precipitation ; while C. R. Fresenius found that in the presence of ammonium 
molybdate and free nitric acid, the precipitation is retarded by hydrochloric acid, 
ammonium and metal chlorides, tartaric acid, ammonium tartrate or citrate, and 
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an excess of phosphoric acid. According to F. L. Sonnenschein, the following 
favour the dissolution of the precipitate: a large excess of water, or alcohol ; 
alkali hydroxides, carbonates, or ortho-, meta-, or pyrophosphates ; barium borate ; 
sodium dithionate, thiosulphate, acetate, arsenite, or arsenate ; potassium sodium 
tartrate ; ammonium oxalate; phosphoric acid, or conc. sulphuric acid; while 
ammonium molybdate or sulphate; potassium sulphate; tartrate, oxalate, 
nitrate, chlorate, chloride, bromide, or iodide; sodium bromide, or nitrate; or 
nitric, hydrochloric, boric, tartaric, oxalic, or dil. sulphuric acid, do not have a 
solvent action. EF. L. Sonnenschein also described a sodium phosphatodeca- 
molybdate. A. 8S. Schachoff recommended the following mode of preparation : 


Ammonium molybdate was prepared direct from 600 grms. of commercial molybdic 
acid, and an aq. soln. was treated with 100 grms. of sodium phosphate, and subsequently 
with 400 c.c. of hydrochloric acid. The precipitated ammonium phosphatomolybdate, 
washed free from chloride, was dissolved in a soln. of 200 grms. of sodium hydroxide in a 
small quantity of water, the liquid evaporated to dryness, and the residue heated to expel 
the residual ammonia. The salt was then crystallized from water, the final yield being 
115-120 per cent. of the molybdic acid taken. The proportions of water of crystallization 
and of sodium present vary in different preparations. . 


L. F. Svanberg and H. Struve reported potassium phosphatodecamolybdate, 
3K,0.P20;.20M003.3H,0, to be formed by boiling the ammonium salt with 
potassium hydroxide so long as ammonia is given off, mixing the colourless soln. 
with nitric acid, and washing the precipitate with water acidulated with nitric acid. 
H. Debray obtained it by adding phosphatodecamolybdic acid to a soln. of a 
potassium salt—a precipitate is formed if only 0-002 part of potassium be present. 
The yellow, four-sided prism® lose water when heated, and melt at dull redness. 
L. F. Svanberg and H. Struve said that the salt is insoluble in water, and H. Debray 
added that it is easily soluble in alkali-lye. F. Ephraim and H. Herschfinkel 
prepared rubidium phosphatodecamolybdate, 3Rb.0.P,0;.20M003.12H,O, as a 
yellow crystalline powder, from a soln. of 200 c.c. of rubidium carbonate (with 
10-94 grms. Rb2O) and 8-46 grms. of molybdenum trioxide, and 0845 grm. of P.O; 
in 25 c.c. of water, and dropping in 50 c.c. of nitric acid of sp. gr. 1:20. H. Debray 
said that microscopic crystals of silver phosphatodecamolybdate, 7Ag.0.P,0;. 
20Mo003.24H.0, are precipitated by the phosphatodecamolybdic acid from a soln. 
of silver nitrate ; and if a nitric acid soln. of this salt be evaporated, yellow crystals 
of 2Ag,0.P20;.20M003.7H,0 are formed. Similarly, he obtained thallous 
phosphatodecamolybdate, by adding an acid soln. of a thallous salt to the phosphato- 
decamolybdic acid. 

F. Kehrmann prepared phosphatoenneamolybdic acid, P,0;.18Mo003.nH,0, 
or Hy.[P,0.(Mo0207)9|.nH,O, by treating a warm soln. of the potassium salt, in 
a small proportion of water and sulphuric acid, with five times its vol. of alcohol. 
An equal vol. of ether was then added to the soln., and after allowing the liquid 
to stand in a freezing mixture for some time, evaporating it over sulphuric acid. 
It was also obtained by treating yellow hydrated molybdenum trioxide with 
boiling phosphoric acid, when the dodeca-acid first precipitates ; after the product 
has stood some weeks it becomes liquid, and when this is allowed to crystallize, 
the ennea-acid separates out. The acid was also prepared by G. Pohl, and F. Elias. 
The ennea-acid appears to be a hydrolysis product of the dodeca-acid, for A. Rosen- | 
heim, and A. Miolati found that if an aq. soln. of the dodeca-acid is allowed to 
stand for some weeks, it gradually loses its power to give a precipitate 
with ammonium chloride and it has then passed into the ennea-acid. The change 
is accelerated by adding a small proportion of phosphoric acid to the soln. 
K. Drechsel obtained it by extracting the soln. in dil. hydrochloric acid by means 
of ether, and the aq. ethereal soln. evaporated. Phosphatoenneamolybdic acid 
furnishes orange-red, hygroscopic prisms, and, in allusion to the colour—luteus, 
yellow—it is also called luteophosphomolybdic acid. 'The acid is freely soluble in 
water in any proportions. It effloresces over sulphuric acid, and it then rapidly 
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dissolves in water without undergoing any chemical change. The acid is quanti- 
tatively precipitated as the potassium salt by the addition of potassium chloride. 
The orange-yellow crystals are probably those of the tetracosi-hydrate, although 
the analyses show between 24 and 30H,O. If the orange-yellow prisms be kept 
under the mother-liquid at 0° for some time, yellow crystals of the tetratricontt- 
hydrate are formed. According to A. Rosenheim and A. Traube, the progressive 
neutralization of the ennea-acid by alkali shows that its basicity is more than six. 
The electrical conductivity of the sodium salt, and the composition of the phosphato- 
enneamolybdates agree with the assumption that the anion is either decabasic, 
| P(OH)(Mo,07),-Mo,07—P(OH)(Mo,07)4],. or else dodecabasic: [PO(Mo,07),- 
Mo,0,—PO(Mo,07)4] or [P(OH).(Mo,07)4,-Mo,07—-P(OH).(Mo.07),]. A. Rosenheim 
and A. Traube found the eq. conductivity, A mhos, of a soln. of one-twelfth of a 
mol of the acid in v litres at 25°, to be: 


v : ie tae 64 128 256 512 1024. 
. . 197-9 210-0 218-0 226-6 236-9 248-8 


The following are some reactions of soln. of the ennea-acid with soln. of metallic 
salts, etc. recorded by F. Kehrmann and HK. Bohm: There is no precipitation with 
sodium chloride owing to the solubility of the sodium salt; similarly also with 
ammonium chloride, but the ammonium salt can be salted out from the soln. by 
ammonium chloride; potassium chloride gives no precipitate, but the soluble 
potassium salt can be salted out by potassium chloride; barzwm chloride gives 
no precipitate since the barium salt is so soluble ; similar remarks apply to mercuric 
chloride, the sulphates of copper, zinc, and cadmium, and to lead nitrate—the soln. 
with the latter salt soon decomposes with the separation of a white powder ; 
silver nitrate gives a yellow, flocculent precipitate soluble in water, but insoluble 
in a dil. soln. of silver nitrate; mercurous nitrate gives a yellow, pulverulent 
precipitate very sparingly soluble in cold water but rather more soluble in hot 
water; thallous sulphate gives a dark yellow, crystalline precipitate, appreciably 
soluble in hot water; stannous chloride gives no precipitate but a blue reduction 
product is formed in soln.; similarly with antimonous chloride ; stannic chloride 
gives no perceptible change; methylamine, and dimethylamine give no precipitates ; 
pyridine, and quinoline give yellow flocculent precipitates almost insoluble in cold 
or boiling water; aniline, and p-tolucdine give yellow oily drops with fairly conc. 
soln., and these soon form scaly crystals, and a blue reduction product; and 
B-naphthylamine gives a yellow, oily precipitate which, when warm, soon forms a 
crystalline powder. 

F. Kehrmann and HE. Bohm treated barium phosphatododecamolybdate with 
dil. sulphuric acid, and saturated the filtered soln. with solid ammonium 
chloride ; orange, prismatic crystals of ammonium phosphatoenneamolybdate, 
(NH4)¢H¢[ P202(Mo,07)9|.11H,O, were formed. The aq. soln. can be kept days 
in the cold, but when heated, ammonium phosphatodecamolybdate is precipitated. 
K. Ephraim and M. Brand obtained orange pyramidal crystals of lithium phosphato- 
enneamolybdate, Li,H,[P0.(Mo,07)g].24H,O, which lose 18 mols. of water at 
100°, and the remainder at a red-heat; the salt is soluble in cold water. F. Elias 
also obtained a similar salt from a soln. of lithium carbonate and molybdic acid 
mixed with phosphoric acid. C. Friedheim reported prismatic crystals of sodium 
phosphatoenneamolybdate, 3Na,0.P,0;.18M00 3.25 or 26H,O, from a soln. of 
sodium phosphate and molybdic acid. F. Kehrmann and E. Béhm prepared 
potassium phosphatoenneamolybdate, 3K,0.P,0;.18M003.14H,O, by adding 
potassium chloride to the corresponding ammonium salt. The orange-red, 
prismatic crystals are more stable than the ammonium salt. The salt is sparingly 
soluble in cold water, but more soluble in hot water. L. Dupare and F. Pearce 
gave for the axial ratios of the triclinic crystals a: b : c=0-5938 : 1: 0-6479, and 
a=60° 50’, B=114° 22’, and y=115° 26’. F. Elias represented the salt as con- 
taining 11H,O and also 15H,O. F. Ephraim and H. Herschfinkel boiled a soln. 
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of rubidium phosphatodecamolybdate with rubidium carbonate, evaporated the 
filtered soln., and obtained rubidium phosphatoenneamolybdate, 6Rb.O.P.O;. 
18M003.10H,O. F. Kehrmann and EK. Bohm observed that presumably copper 
phosphatoenneamolybdate is precipitated by copper sulphate from a soln. of the 
acid. The precipitate is soluble in water: by using mercurous nitrate, they obtained 
mercurous phosphatoenneamolybdate ; and with mercuric chloride, mercuric 
phosphatoenneamolybdate, 3HgO.P,0;.18M0O3. 

A. Arnfeld treated the mother-liquor obtained in the preparation of manganous 
phosphatododecamolybdate with potassium chloride, and allowed the filtered 
liquid to crystallize. Prismatic crystals of manganese phosphatoenneamolybdate, 
3Mn0.P,0;.18M003.38H,0, were obtained. . The crystals lose 19 mols. of water at 
90° ; 33 mols. at 100° ; 35 mols. at 120° ; and all the water is expelled at 150°. The 
salt forms a yellow soln. with water. Attempts to prepare ferric phosphatoennea-~ 
molybdate were not successful. A. Arnfeld obtained cobalt phosphatoennea- 
molybdate, 3CoO.P,0,;.18M003.38H,0, by allowing the mother-liquor from the 
preparation of the phosphatododecamolybdate to stand over sulphuric acid. He 
also obtained nickel phosphatoenneamolybdate, 3Ni0.P,0,;.18Mo003.34H,O, in 
green, triclinic crystals in an analogous manner. The salt loses 30 mols. of water 
at 90°; and 34 mols. at 140°. The crystals effloresce in air, and form a green soln. 
with water. 

F. Kehrmann and E. Bohm found that the hydrolysis of a soln. of a phosphato- 
enneamolybdate furnishes unstable salts of phosphatohemiheptadecamolybdic 
acid, 2P,0;.34Mo003.nH,0, or Hoof P404(Mo.0,)17].nH,O. If a cold, sat. soln. 
of potassium hexahydrophosphatoenneamolybdate is mixed with a soln. of 
potassium hydrocarbonate, lemon-yellow scales of potassium phosphatohemi- 
heptadecamolybdate, 5K,0.P,0;.17Mo003.26H,0, or Kyo Ho{ P4O4(Mo,07)17].51H20, 
are formed. The salt slowly decomposes at ordinary temp., and immediately 
on boiling. F. Elas also prepared 3K,0.P,0;.17M003.12H,O. F. Kehrmann 
and K. Bohm also prepared ammonium phosphatohemiheptadecamolybdate, 
5(NH,4).0.P,05.17Mo003.nH,0, in bright yellow nodules by the action of ammonium 
hydrocarbonate on the ammonium phosphatoenneamolybdate ; and similarly with 
sodium phosphatohemiheptadecamolybdate, 5Na,0.P,0;.17MoO3.nH,0. By 
treating sodium phosphatoenneamolybdate with ammonium chloride and - 
ammonium hydrocarbonate, ammonium sodium phosphatohemiheptadecamolyb- 
date, (NH,4),¢Na¢[P,0,(Mo.0,);7|.33H,0, is formed; and similarly with potassium 
sodium phosphatohemiheptamolybdate, K,Na¢[P,O,(Mo.0,);7|.36H,O. By 
double decomposition with silver nitrate, silver phosphatohemiheptadecamolybdate, 
Agoo9| P404(Mo007)17].40H,O0, is formed, and similarly with the guanidinium salt, 
(CN3H¢)o[ P4O4(Mo207)17].40H20. 


O. W. Gibbs reported ammonium phosphatoctomolybdate, 3(NH,),0.P,0;.16Mo0O, 
14H.O, as a white precipitate, by a process like that used for the phosphatohemipenta- 
molybdate ; and J. Meschoirer, 5(NH,),0.P,0;.16MoO;, by the action of 25 grms. of 
ammonium dihydrophosphate on a cold, conc. soln. of 105 grms. of ammonium molybdate. 

J. Meschoirer reported white crystals of ammonium phosphatoheptamolybdate, 
9(NH,),0.2P,0;.28M00,;.8H,O, by the action of 25 grms. of ammonium dihydrophosphate 
ona hot,cone soln. of 105 grms. of ammonium molybdate. F. Ephraim and H. Herschfinkel 
reported cesium phosphatoheptadecamolybdate, 2Cs,0.P,0;.17MoO;.3H,0, as a yellow, 
microcrystalline powder to be formed by the method employed for rubidium 
phosphatodecamolybdate. 

F, Ephraim and M. Brand reported lithium phosphatohexamolybdate, 3Li1,0.P,0;. 
12Mo00;.18H.O, to be formed as a lemon-yellow microcrystalline powder by treating a 
conc. soln. of the phosphatohemipentamolybdate with dil. nitric acid. O. W. Gibbs found 
that soln. of what he regarded as ammonium phosphatohexamolybdate, 2(NH,),0.2P,05. 
12M003.3H.,0, is dissolved by a soln. of copper sulphate. 

O. W. Gibbs found that what he regarded as ammonium phosphatotetramolybdate, 
2(NH,),0.P,0;.8Mo00,.5H,O, gave no precipitate with a soln. of copper sulphate, nor is 
it reduced by boiling with or without hydrochloric acid. Ammonia gives a green, 
flocculent precipitate. 

F. Ephraim and H. Herschfinkel obtained cwsiwm phosphatotrimolybdate, 3Cs,0.P,0;- 
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6MoO;.8H,0, as a white micro-crystalline powder, by the method used for rubidium 
phosphatotetritaenneamolybdate excepting that cesium hydroxide is mixed first with the 
phosphoric acid, and the soln. then sat. with molybdenum trioxide. H. Perlberger obtained 
ammonium cadmium phosphatotrimolybdate, 2(NH,),.0.CdO.P,0;.6Mo0O;.8H,O, by the 
action of ammonium phosphatohemipentamolybdate on cadmium chloride. 

N. Seligson prepared a complex of molybdic acid with inositol phosphate, 
C,H,(NH,HPO,),..6Mo00,.15H,0. 


H. Debray prepared salts of phosphatohemipentamolybdic acid, P,0;.5MoOs. 
nH,O, but added that the free acid cannot be obtained from the salts because it 
is decomposed into phosphoric acid and presumably phosphatododecamolyhdic 
acid. Ifa yellow soln. of a phosphatomolybdate be treated with conc. aq. ammonia, 
hydrolysis occurs, the soln. becomes colourless, and a white phosphatohemi- 
pentamolybdate is formed. A. Miolati and R. Pizzighelli, and C. Friedheim 
showed that the anion is probably octobasic, and, in the language of the co-ordina- 
tion theory, can be represented [ PO.(MoO4)o—MoO4—PO2(Mo00,)o], or [P2O4(MoO,)5]. 
According to C. Friedheim, when less than two mols of molybdenum trioxide . 
react with one of potassium hydrophosphate there are formed potassium dihydro- . 
phosphatohemipentamolybdate, K,H.[P.20,(MoO,);].6H,O, and potassium tri- 
hydrophosphatohemipentamolybdate, K,H;[P20,(MoO,),].4H,O. C.F. Rammels- 
berg obtained white prisms of the trihydrophosphatohemipentamolybdate by 
adding phosphoric acid to a soln. of potassium trimolybdate in as small a quantity 
as practicable of potassium hydroxide soln. The rhombic bipyramids had the axial 
ratios a: 6: c=0-9833 : 1: 0-8209. The salt loses water at 120°. F. A. Zenker 
obtained the dihydrophosphohemipentamolybdate by evaporating a soln. of phos- 
phoric acid and molybdenum trioxide in hydrochloric acid, and saturating the syrupy 
liquid with potassium hydroxide; H. Debray, by melting the ammonium salt 
with potassium nitrate, and crystallizing from aq. soln. ; and C. F. Rammelsberg, 
by melting a mol of potassium carbonate, 2 mols of molybdenum trioxide, and . 
mixing a soln. of the product with phosphoric acid. The colourless, rhombic 
bipyramids have the axial ratios a:b:c=0-7199:1:0-7151. The aq. soln. 
has an acid reaction, and gives a precipitate with nitric or hydrochloric acid. 
C. Friedheim observed that if two mols of molybdenum trioxide are mixed with a 
mol of potassium hydrophosphate, the hemiheptadecamolybdate is formed, as well 
as potassium tetrahydrophosphatohemipentamolybdate, K,H,[P,0,(MoO,)<]. 4H,O 
—some phosphatodimolybdate is formed. F. A. Zenker reported ammonium - 
dihydrophosphatohemipentamolybdate, (N Hy) ¢H2[ P204(Mo0,)5]. 6H,O, to be 
formed by the spontaneous evaporation of an ammonia soln. of ammonium 
phosphatodecamolybdate. The first crop of crystals is ammonium paramolybdate. 
The next crop of crystals can be purified by crystallization from hot water and a 
little ammonia. O. W. Gibbs, H. Debray, and A. Werncke prepared it from a 
soln. of ammonium molybdate and ammonium phosphate. H. Perlberger, and 
J. Meschoirer also prepared the hexahydrate; and H. Perlberger reported a 
heptahydrate ; A. Mazzucchelli and G. Zangrilli obtained the heptadecahydrate 
by concentrating a soln. of ammonium hydrophosphate in a little water, mixed 
with ammonium molybdate, and hydrogen dioxide. F. A. Zenker, and O. W. Gibbs 
said that the crystals are triclinic prisms which are stable in dry air, but become 
Opaque in moist air. The salt is then no longer soluble in water. The salt is 
freely soluble in hot water, but less soluble in cold water. The aq. soln. has an 
acid reaction, and when the aq. soln. is boiled or allowed to stand exposed to air, 
ammonia is given off, and a white precipitate is formed. O. W. Gibbs reported 
white or colourless crystals of ammonium trihydrophosphatohemipentamolybdate, 
(NH4)5H3[P204(MoO,)s]. 2H,0, to be formed by cooling a hot soln. of molybdenum 
trioxide in one of ammonium phosphate ; and also the tetrahydrate by neutralizing 
phosphoric acid with ammonia, adding ammonium paramolybdate ; on evaporation, 
there is formed a gum-like mass which yields white or colourless plates easily soluble 
in water. H. Perlberger also prepared the hexahydrate. J. Meschoirer also prepared 
the dihydrate; and H. Perlberger, A. Arnfeld, and J. Meschoirer reported a 
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hemitridecahydrate, and H. Perlberger, a hexahydrate. -F. Ephraim and M. Brand 
prepared a complex of a mol of lithium dihydrophosphatohemipentamolybdate, 
LigH.[ P,04(Mo0,)5], and 6 mols of lithium phosphate from a soln. of 3 mols of 
lithium molybdate, 2 mols of molybdenum trioxide, and a mol of phosphorus 
pentoxide in water. They also obtained the salt 3Li,0.P,0;.5MoOg, with 16 and 
17H,0. H. Debray prepared sodium dihydrophosphatohemipentamolybdate, 
NagH.[ P,04(MoO,),].13H,O, as in the case of the potassium salt. H. Dufet said 
that the crystals are rhombic bipyramids with the axial ratios a:b:c 
=0-7966:1:1-0726; the (102)-cleavage is complete; the optical character is 
negative. For Li-, Na-, and Tl-light, at 20°, the optic axial angle, 2V, is respectively 
Bb1° 16’) OL” 18-5") and 51° 16’ ; and. 24, respectively,.90° 2’, 90° 35’, and. 90° 58’, 
while the indices of refraction are, respectively, a=1-5906, 15962, and 1-6017; 
b=1-6328, 1-6411, and 1-6494 ; and y=1-6420, 1-6520, and 1-6610. A rise of temp. 
of 1° makes the angle 2H about 10’ smaller. F. Ephraim and H. Herschfinkel 
could not prepare rubidium phosphatohemipentamolybdate. O. W. Gibbs found 
that copper sulphate gave no precipitate with a soln. of ammonium phosphato- 
hemipentamolybdate; H. Perlberger obtained copper phosphatohemipenta- 
molybdate, 3Cu0.P,0;.5MoOs, by the method used by A. Arnfeld for the manganese 
and cobalt salts. He also obtained ammonium copper phosphatohemipentamolyb- 
date, 3{(NH,)2.Cu}O,.P,0;.5M003.3H,0, by mixing aq. soln. of ammonium and 
copper phosphatomolybdates ; likewise also by the addition of potassium chloride, 
potassium copper phosphatohemipentamolybdate, -3K,0.Cu0.2P,0;.10MoOs. 
18H,O, was obtained. H. Debray reported silver phosphatohemipentamolybdate, 
3Ag,0.P,0;.5Mo003.5H,O, to be formed by the action of alkali hydroxide or 
carbonate on silver phosphatodecamolybdate. The colourless crystals are soluble 
in water. C. Friedheim prepared crystals of potassium calcium phosphato- 
hemipentamolybdate, 3K,0.2Ca0.2P,0;.10Mo003.22H,O, from soln. of calcium 
chloride and potassium phosphatohemidecamolybdate. H. Perlberger prepared 
cadmium phosphatohemipentamolybdate, 3Cd0.P,0;.5Mo003.5H,0, as in the case 
of the copper salt. O. W. Gibbs obtained mercurous phosphatohemipentamolyb- 
date by the action of mercurous nitrate on the ammonium salt. 

A. Arnfeld prepared manganese phosphatohemipentamolybdate, 3MnO.P.0;. 
5Mo003.20H,0, or MngH.[P20,4(MoO,);].19H,0, by allowing 9 grms. of freshly 
precipitated manganese hydrophosphate and 18 grms. of molybdenum trioxide 
to stand in cold water for 14 days. The filtered liquid is evaporated to a syrupy 
consistency, and treated with alcohol. The yellow, microcrystalline powder, 
loses 16 mols of water at 90°, and another mol at 100°; all the water is expelled 
at 150°. The salt is easily soluble in water, and sparingly soluble in alcohol. 
The aq. soln. gives a precipitate with ammonium or potassium chloride. If a 
soln. of a mol of ammonium phosphatohemipentamolybdate is treated with 10 mols 
of manganous chloride, and evaporated over sulphuric acid, crystals of ammonium 
manganous phosphatohemipentamolybdate, (NH,)3sMnH.[P,0,(Mo0O,);|o.12H.0, 
are formed. A cold soln. of a mol of ammonium phosphatohemipentamolyb- 
date and a mol of manganous chloride gives microscopic needles of ammonium 
manganous dihydrophosphatohemipentamolybdate, (NH,)2.Mn2H.[P20,(MoO,),]. 
19H,0. Asoln. of a mol of potassium phosphatohemipentamolybdate and 10 mols of 
manganous chloride gives potassium manganous phosphatohemipentamolybdate, 
KgMn,H,[ P204(Mo00,)s]o.29H20, as a yellow, microcrystalline powder, Attempts 
to prepare ferric phosphatohemipentamolybdate, Fe.03.P;0;.5Mo003.nH,0, gave 
a product of variable composition. The group [P20,(MoO,);]| has a basicity of 8, 
and [P,04(Mo0,)z |, has a basicity of 12. 

A. Arnfeld obtained cobaltous phosphatohemipentamolybdate, Co,H.[P.0,- 
(MoO,)5].154 or 164H,O, as in the case of the manganese salt ; or by evaporating 
a dil. soln. of a mol of phosphoric acid, 5 mols of molybdenum trioxide, and the 
theoretical quantity of cobalt carbonate ; or by the action of a mol of cobaltous 
phosphate on 10 mols of molybdenum trioxide suspended in water. The brownish- 
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red crystalline mass is extremely soluble in water, and the soln. with alcohol 
precipitates an oily liquid which soon crystallizes. If a mol of ammonium 
phosphatohemipentamolybdate be treated with a soln. of 3 mols of cobaltous 
chloride in hot water, ammonium cobaltous dihydrophosphatohemipentamolybdate, 
(NH,).CogH,[P204(MoO,);].9H.O, separates out on cooling as a brick-red, micro- © 
crystalline precipitate which is decomposed by water. A soln. containing a mol of 
ammonium phosphatohemipentamolybdate and 10 mols of cobaltous chloride 
furnishes rose-coloured crystals of ammonium cobaltous phosphatohemipenta- 
molybdate, (NH,)gCoH,[P.0,4(MoO,)5]2.11H,0, when evaporated over sulphuric 
acid. The salt is sparingly soluble in cold water. The corresponding potassium salts 
—potassium cobaltous dihydrophosphatohemipentamolybdate, K.Co,H,[P.O,- 
(MoO,);|.14H,O,. and potassium cobaltous phosphatohemipentamolybdate, 
KgCoH.[ P204(Mo0,)s]o.11H,0—were obtained by analogous processes. 

A. Arnfeld prepared nickel phosphatohemipentamolybdate, Ni; H.| P,0,(Mo0O,);]. 
19H,0, by boiling a mol of freshly-prepared nickel phosphate, and 5 mols of molyb- 
denum trioxide with water, evaporating the green soln. to a syrupy consistency, 
and adding alcohol. The oily liquid crystallizes over phosphorus pentoxide. 
The green needles are decomposed by cold water. Green crystals of ammonium 
nickel dihydrophosphatohemipentamolybdate, (NH,)gNioH.[ P.0,4(MoO,);].9H.O, 
and of ammonium nickel phosphatohemipentamolybdate, (NH,),NiH.[P.O,- 
(MoO,)s|o.11H.O, as well as of potassium nickel dihydrophosphatohemipenta- 
molybdate, K,Ni,H.[P,0,(MoO,);].12H,O, and potassium nickel phosphatohemi- 
pentamolybdate, KgNiH»[P204(Mo0,)5]o.11H20, were obtained as in the case of 
the corresponding cobaltous salts. 

F. Ephraim and H. Herschfinkel reported rubidium phosphatotetritaenneamolybdate, 
5Rb,0.2P,0;.9M00,;.13H,O, as a white, crystalline powder, from a soln. of a mol of 
rubidium carbonate and 0-5 mol of phosphorus pentoxide boiled with a mol of molybdenum 
trioxide. The filtered soln. is concentrated by evaporation and allowed to stand for 
crystallization. H. Perlberger prepared ammonium cadmium phosphatotetritaennea- 
molybdate, 3(NH,),0.2Cd0.2P,0;.9MoO,.14H,O, by the action of cadmium chloride on a 
soln. of the pentammonium phosphatohemipentamolybdate. 

O. W. Gibbs reported barvwm phosphatohexitatetradecamolybdate, 4BaO. 3P,0,;.14MoOs3. 
55H,O, from a soln. of barium hexametaphosphate in ammonium heptamolybdate. lf 
the soln. be treated with mercurous nitrate, a mercury salt is obtained. 

O. W. Gibbs also reported ammonium stannic phosphatohexitetradecamolybdate, 3(NH,),0. 
4Sn0,.3P,0;.14Mo003.28H,0, to be obtained as a yellow, crystalline precipitate by the 
action of ammonium chlorostannate on a soln. of an alkali phosphatomolybdate. The 
product is almost insoluble in boiling water. 


C. Friedheim prepared the potassium salt of phosphatodimolybdic acid, 
H.[PO.(MoO,)o|.nH,O. By the interaction of a mol of potassium hydrophosphate 
and 2 mols of molybdenum trioxide, there are formed hemipentamolybdates and 
potassium hydrophosphatodimolybdate, K,H[PO.(MoO,).].85H,O: C. Friedheim, 
and A. Mazzucchelli and G. Zangrilli also prepared ammonium hydrophosphatodi- 
molybdate, (NH4).H[PO.(MoO,).|.2H,O, and the hemipentahydrate. FE. Ephraim 
and M. Brand reported lithium phosphatodimolybdate, 5Li1,0(P,0;.4Mo03)5.28H,0, 
to be formed in white needles, from a boiling soln. of 25 grms. of lithium phosphate 
and 77 grms. of molybdic acid. The salt loses 16 mols. of water at 100°, 18 mols. 
at 120°, 23 mols. at 145°, and the remainder at a red-heat. H. Perlberger obtained 
copper ‘phosphatodimolybdate, 2Cu0.P,0;.4M003.19 or 20H,O, by the action of 
a soln. of molybdic acid and copper oxide on phosphoric acid. A. Arnfeld prepared 
cobalt hydrophosphatodimolybdate, CoH{PO.(MoO,).|.nH,O, as a brown 
amorphous precipitate, by heating in a sealed tube a mixture of a mol of ammonium 
phosphatohemipentamolybdate, 3 mols of cobaltous chloride and 25 c.c. of 
water, and likewise also a green precipitate of nickel hydrophosphatodimolybdate, 
NiA[ PO.(MoO,),|.nH,0. 

C. Friedheim obtained the potassium salt of phosphatomolybdic acid, 
a be aad nH,0, namely potassium phosphatomolybdate, KH,|[PO3(MoO,)]. 

11H,0, from a sottie of a mol of potassium dihydrophosphatomolybdate, and a mol 
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of molybdenum trioxide. The salt may be constituted (HO).-PO-KMo0Q,. 


J. Meschoirer also obtained ammonium dihydrophosphatomolybdate, (NH,)H,- 
[PO;(MoO,)]. 


F. Ephraim and H. Herschfinkel found that the evaporation of the mother-liquid 
obtained in the preparation of rubidium OSA OG ia aR ae A Se furnishes 
rubidium phosphatohexitadecamolybdate, TRb,0.3P,0;.10M003.153H.0. 

M. Seligsohn reported ammonium lead MiseiLoropenidecmohibaale. 3(NH,),0.30PbO. 
P,O;.30Mo0Os;, to be formed by boiling the lead phosphate with an excess of a soln. of 
lead acetate. It is a white powder. W. Bodenbinder reported a calcium lead phosphato- 
molybdate to occur in plates, resembling wulfenite, in the plumbocalcite of San Luis, 
Argentine. Its sp. gr. is over 7. 


O. W. Gibbs obtained orange-yellow crystals of platinum phosphatomolybdate by dis- 


solving platinic hydroxide in a boiling soln. of sodium phosphatododecamolybdate and 
evaporating the filtered liquid. 


Owing to the ready hydrolysis of pyrophosphoric acid in aq. soln. to form 
orthophosphoric acid, it is not possible to obtain ammonium and potassium pyro- 
phosphates of a high degree of purity in aq. soln. A. Rosenheim and T. Triantaphyl- 
lides prepared sodium molybdic pyrophosphate, Na(MoP,0,).12H,O, in brown 
prisms, by adding a soln. of tripotassium molybdic hexachloride to a soln. of 
sodium pyrophosphate at 80° to 90°. A. Rosenheim and M. Schapiro tried to 
prepare potassium and ammonium pyrophosphatomolybdates by the use of pyro- 
phosphates instead of the orthophosphates, but the results were unsatisfactory. 
The products were probably mixtures of ordinary phosphatododecamolybdates 
with the pyrophosphatomolybdates. By heating a soln. of 12 mols of lithium 
molybdate, and adding a mol of lithium pyrophosphate, a pale yellow, micro- 
crystalline precipitate of lithium pyrophosphatododecamolybdate, 2Li,0.P,0;. 
12M00,.17H,0, is produced. The salt forms a yellow soln. with water, and the 
soln. is decolorized by mineral acids owing to the hydrolysis of the pyrophosphate. 
A. Rosenheim and M. Schapiro added that es ist nicht unwahrscheinlich that the 
compound is the same as F. Ephraim and M. Brand’s 3L1,0.P,0;.12Mo003.18H,0. 
A boiling soln. of 12 mols of normal sodium molybdate and a mol of sodium pyro- 
phosphate with 24 mols of hydrochloric acid, when cooled deposits pale yellow, 
microscopic plates of sodium pyrophosphatododecamolybdate, 2Na.0.P.0.. 
12M003.26H,O. The yellow, aq. soln. becomes colourless in the presence of 
hydrochloric acid owing to the hydrolysis of the pyrophosphate to orthophosphate. 


According to O. W. Gibbs, if the orange precipitate which ammonia produces in 
a soln. of sodium gold pyrophosphate be boiled with a soln. of ammonium molybdate, 
pale yellow ammonium gold amminophosphatomolybdate, 24NH ,.12Au,03.7P,0;.3Mo0O3. 
21H,O, is formed. It explodes when heated. A dark orange-red, crystalline precipitate 
is produced when a soln. of sodium gold chloride is treated with sodium pyrophosphato- 
molybdate; and if the precipitate be boiled with a soln. of ammonium molybdate, 
orange-red crystals of sodiwm gold amminophosphatomolybdate, Na,O.5Au,03.15NH3. 
2P,0,;.11M00;.10H,O, areformed. The salt explodes when heated ; it forms a turbid liquid 
with hot water; and dissolves in hot hydrochloric acid. A soln. of sodium gold pyro- 
phosphate, AuNaP,O,, boiled with ammonium molybdate gave a buff precipitate of 
ammonium sodium gold pyrophosphatohemihenamolybdate, 15(NH,),.0.Na,0.6Au,03.4P,0;. 
22M003.5H,O. It does not explode when heated. 

O. W. Gibbs described ammonium manganous pyrophosphatomolybdate, 5(NH,),0. 
10Mn0.2P,0,.20M00;.10H.O, as a reddish-yellow, sparingly soluble precipitate, formed 
by digesting manganous pyrophosphate for some time with a conc. soln. of ammonium 
paramolybdate. Likewise also sodium manganous pyrophosphatomolybdate, 9Na,O.7MnO. 
2P,0;.22M003.57H,0, by the action of manganous chloride on a boiling soln. of sodium 
pyrophosphate and molybdenum trioxide. The pale red, amorphous precipitate becomes 
crystalline when allowed to stand under its mother-liquor. When crystallized from hot 


water, it forms sulphur-yellow crystals. It is sparingly soluble in cold water, and fairly 
soluble in hot water. 


G. Denigés * obtained sapphire-blue, hexagona! plates of a molybdosic phos- 
phate, [4Mo03.Mo0,]|,H3P0,.4H,O, from a soln. of sodium molybdate and sodium 
hydrophosphate. A. Verda said that the product is obtained only when tin or 
aluminium is present, and that the blue product is soluble in ether. 
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CHAPTER LXII 


TUNGSTEN 


§ 1. The History of Tungsten 


THE history of tungsten is closely associated with a mineral which was thought 
to contain tin, presumably because of its density. Thus, J.G. Wallerius ! called the 
mineral from Bohemia lapides stanniferr spathacer; C. von Linneus, stannum 
spathosum subdiaphanum album; and A. F. Cronstedt, ferrum calcevforme, terra quadam 
incognita vutime mixtum. In Sweden, the mineral was called tungsten—from the 
Swedish tung, heavy or ponderous; and sten, stone—and A. G. Werner called it 
Schwerstein. 

G. Agricola also referred to another brownish-black mineral which he called 
lupt spuma, or lapis niger ex quo conflatur candidum plumbum (tin) ; J. G. Wallerius 
called it volfram, and regarded it as ferrum arsenico mineralisatum ; while 
A. F. Cronstedt called it wolfram, and added that it contains magnesia (1.e. Mn) 
parva cum portione martis et jovis mixta. It was also called lwpis jovis in allusion 
toits weight. R. J. Haiiy called the mineral scheelin ferruginé ; and A. Breithaupt, 
wolframite, the name which it now bears. This mineral was described by L. Ercker, 
P. Albinus, A. von Schonberg, B. Rossler,.J. A. Cramer, J. F. Henckel, 8. Rinman, 
etc. G. Agricola suggested that the term wolfram comes from the German word 
“wolf,” and “vam” or rahm, froth ; hence his Latin term lupi spuma for wolfram. 
Others deny this derivation and say that the term is of unknown origin. According 
to A. Gurlt, and W. Pryce, the tin miners of Saxony and Bohemia called it wolf, 
wolfart, wolfort, wolfrig, and wolffert (A. von Schonberg), z.e. the wolfish or devouring 
ore, in allusion—as stated by A. Réssing, and others—to the low yield of tin obtained 
from tin ores associated with this mineral. The ore was also called woolfram 
(J. A. Cramer), and wolferam (L. Ercker). Lugus, or wolf, was one of the alchemist’s 
terms for antimony (q.v.) ; and G. Agricola’s term Jwpus spuma is now understood 
to mean that the mineral was mistaken for an antimony ore. The spuma is pro- 
bably an allusion to the scum formed when, say, gold is purified by melting it with 
antimony. According to T. Blair, the termination ram has a similar signification 
to that of spuma—a term applied by the Germans to substances with a laminated 
structure. I. Koppel discussed the history of tungsten. The tin miners of Corn- 
wall regarded it as an obnoxious ore because “ it eats up tin as a wolf eats up sheep,” 
and they named it cal or call or mock-lead. W. Pryce said : : 


In Cornwall, after the tin is separated from all other impurities, there remains a quantity 
of this mineral substance, cal, which, being of equal gravity, cannot be separated from the 
tin ore by water; therefore this reduces its value down to eight or nine parts of metal for 
twenty of mineral. 


J. F. Henckel said that wolfram is an arsenical and ferruginous ore of tin. 

J. G. Wallerius, and A. Cronstedt regarded it as a kind of manganese ore containing 

tin and iron; J. H. G. von Justi, an ore containing iron, arsenic, tin, and an earth 

which is not metallic—and, added J. W. Baumer, sulphur and calcareous earth ; 

G. A. Scopoli, an ore of tin yielding 28 lbs. per hundredweight; B. G. Sage, a 
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combination of iron and basalt; and J. G. Lehmann, a vitrifiable or glassy 


earth containing iron and a small proportion of tin. J. G. Kaim supposed wolfram 
to contain a semi-metal ; but the regulus he described is unlike that which is now 
known to be derived from that ore. , 

In 1781, OC. W. Scheele, in his memoir: T'ungstens bestdnds-delar, showed that 
tungsten ore (scheelite) is a compound of lime with a peculiar acid. He fused the 
ore with potassium carbonate, dissolved the mass in water, and added nitric acid. 
The white precipitate was washed and dried. He then showed that the product 
is the acid of tungsten—a metallic acid in which the metal is reduced by phlogiston 
to a metallic calx. He demonstrated the other component of the ore to be lime. 
Hence, the mineral is a calcium tungstate. D. L. G. Karsten then called the 
mineral scheelerz ; R. J. Haiiy, scheelin calcaire ; A. Breithaupt, scheelspath ; and 
C. C. Leonhard, scheelite, the name which the mineral now bears. 

T. Bergman said that the acid of tungsten in lapis ponderosus is the calx of a 
metal which has a high sp. gr.; it is precipitated by potassium ferrocyanide, and 
colours glass. J.J. and F. de Elhuyar, in their Andlisis quimico del volfram y ex- 
dmen de un nuovo metal que entra en su composicion (Bascongada, 1783), showed that 
the mineral wolfram contains the same acid as tungsten ore, but in wolfram, the 
acid is associated with iron and manganese instead of lime. These chemists obtained 
the metal by reducing the oxide with carbon; and they described alloys of tungsten 
with gold, silver, lead, and iron. The question has been raised: Were the Spanish 
chemists the first to isolate the metal? Actually one at least of the brothers 
de Elhuyar worked under the direction of C. W. Scheele, and T. Bergman for some 
years, and, in their memoir, the two brothers—perhaps modestly—made no claim 
to having been the discoverers of the metal—because, according to J. J. Runner 
and M. L. Hartmann, C. W. Scheele had probably already prepared the metal. 
S. Rinman definitely ascribed the discovery of the metal to C. W. Scheele, and stated 
that its alloy with iron was prepared by J. J. and F. de Elhuyar. In spite of these 
and similar statements, the fact remains that the first published account of the 
isolation of the element is that of the Spaniards, J. J. and F. de Elhuyar. In 1785, 
R. E. Raspe referred to a Cornish mineral, which, when treated with a soln. of 
stannous chloride gave a blue coloration ; and he added that he succeeded in obtain- 
ing from it a regulus in the proportion of 36-5 to 37:3 per cent. This regulus was 
said ‘‘ to contain very little iron ; to be most refractory in the fire; and to cut glass 
like the most highly tempered steel. It will therefore perhaps be useful in harden- 
ing iron and steel for some classes of work.” The name J. J. and F. de Hlhuyar, 
by the way, appears in literature spelt in many ways. According to R. A. Hadfield, 
on the authority of the Royal Library, Madrid, the spelling is “ de Elhuyar,” not 
d’EKlhujar, etc. J. J. and F. de Elhuyar called the elemental metal wolfram or 
tungsten. The metal came to be called scheelium, and J. J. Berzelius suggested 
wolframimum because “ C, W. Scheele had already immortalized his name by other 
great discoveries to such an extent as to preclude the necessity of its being handed 
down to posterity by the denomination of a substance.” The term wolfram is 
used for the metal in Germany; tungsten in England; and tungsténe in France. 
The symbol W is in fairly general use, although in France and Italy Tu is sometimes 
employed. EE. Moles 2 argued in favour of the term wolfram. The metal was also 
prepared by reducing the oxide by carbon by A. Ruprecht, L. N. Vauquelin and 
L. Hecht, W. Allen and A. Aiken, C. F. Bucholz, and J. J. Berzelius. 


M. Gerber ® stated that tungsten is not a simple substance but is accompanied by another 
element to which he gave the name neotungsten, and the latter is estimated to have the at. 
wt. 188. He said that soluble metatungstic acid furnishes ammonium isotungstate, 
described by A. Laurent. In the isotungstic acid prepared from this salt, the metal had 
an at. wt. ranging from 186-5 to 187—ordinary tungsten has the at. wt. 184. It is assumed 
that the isotungstic acid contained neotungsten. These statements have not been con- 
firmed—+de neomolybdenum—P. Barbe could find no evidence of the existence of 
isotungstates, and never obtained a specimen with a mol. wt. higher than usual. He said 
that the ammonium isotungstate of M. Gerber was ammonium sodium tungstate. 
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There are a few books, monographs, and memoirs on the general properties, etc., 
of tungsten—e.q. j 


J. J. Runner and M. L. Hartmann, The Occurrence, Chemistry, Metallurgy, and Uses 
of Tungsten, Rapid City, 1918; M. L. Hartmann, A Bibliography of Tungsten, Rapid City, 
1918; Pahasapa Quart., 5. 2, 1916; A. Joly, Tungsténe, Paris, 1888; P. Truchot, Les 
terres rares, Paris, 1904; J.C. Escard, Les métaux spéciaux, Paris, 1910; C. Baskerville, 
Eng. Min. Journ., 87, 203, 1909; .Met. Chem. EHngg., 11. 319, 1913; J. Castner, Stahl 
Hisen, 16. 517, 1896; J. Ohly, The Rare Metals, London, 1905 ; H. Dickinson, Min. Science, 
57. 123, 1908; H. F. Baumhauser, Bayer. Ind. Gewerbebl., 141, 1912; L’Industria, 26. 
414, 1912; Ind. Chim., 12. 348, 1912; A. Haenig, Oesterr. Zeit. Berg. Hiit., 56. 177, 1908 ; 
EK. C. Reibe, Min. World, 26. 565, 1907; A. B. Frenzel, Min. Science, 65. 73, 1912; 
O. J. Steinhart, Min. Scient. Press., 109. 64, 1914; H. Fleck, Addresses on the Rare Metals, 
New York, 1915; A.C. Rubel, Bull. Arizona State Bur. Mines, 11, 1916; H.W. Hutchins, 
Min. Mag., 17. 39, 85, 1917; C.J. Smithells, Tungsten, London, 1926; H. Leiser, Wolfram, 
Halle a. S., 1910; Chem. Zig., 35. 665, 1911; H. Mennicke, Die Metallurgie des Wolframs, 
Berlin, 1911; N. Branoic, Giorn. Bibliogr. Tech. Internat., 1. 3, 1925; J. L. F. Vogel, 
Chem. Age, 8. 306, 1920; L. Moser, Oesterr. Chem. Ztg., 26. 67, 1923; C. Matignon, Chim. 
Ind., 3. 277, 1920; G. Aichino, /1 Tungsteno, Tunis, 1916; P. Nicolardot, Rev. Mét., 5. 
9, 1908. 
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§ 2. The Occurrence of Tungsten 


Tungsten does not occur in the elemental form in nature. Its compounds are 
among the scarcer constituents of the earth’s crust. According to F. W. Clarke 
and H. 8. Washington,! the average proportion of tungsten in the igneous rocks 
of the earth’s crust is 5 <10~5 per cent. J. H. L. Vogt estimated m x 1078 per cent. 
W. Vernadsky gave 0-000048 for the percentage amount, and 0-0005 for the atomic 
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proportion. W. and J. Noddack and O. Berg gave 5107 for the absolute 
abundance of molybdenum in the earth. The general subject was discussed by 
H. 8. Washington, G. Tammann, V. M. Goldschmidt, I. Herlinger, A. von Antropoff, 
O. Hahn, R. A. Sonder, and J. Joly. H. A. Rowland,? and M. N. Saha classed 
tungsten with the elements whose presence in the sun is doubtful. 

The more important tungsten minerals are the wolfram group consisting of 
iron and manganese tungstates, and the scheelite group consisting of calc1um 
tungstate. They occur irregularly and the lodes are more or less sporadic. The 
genesis of the ores has been discussed by R. H. Rastall.8 The ores can be 
divided into primary and secondary. The primary group includes occurrences 
in lodes, veins, dykes, and contact deposits; while the secondary group 
includes alluvial and residual deposits. The primary ores are generally asso- 
ciated with granites, and are often accompanied by tin. The tungsten appears 
to have been concentrated in the later stages of the solidification of the granite 
magma to the margin of the intrusion. The wolfram is normally disseminated 
in the granite, or concentrated in pegmatites, dykes, and quartz veins of direct 
igneous origin. It also occurs in the country rock adjoining the veins; and some 
lodes are zones of rock impregnated with ores derived from vapours or solutions 
passing through cracks due to contraction or faulting. The tungsten in this respect 
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Fic. 1.—The Geographical Distribution of Tungsten Ores. 


resembles tin, but the tungsten zone has been carried further than the tin. Vapours 
escaping from the hot interior coming in contact with calcareous rocks formed 
contact deposits of scheelite. The secondary deposits of tungsten show that in 
some cases the ore has decomposed, while in other cases the tungsten has resisted 
weathering influences and accumulated in detrital deposits like tinstone, gold, 
and platinum. 

The geographical distribution of tungsten ores is illustrated by Fig. 1. The 
main localities are as follow : 

Europe.—Nearly all the tungsten ores of the British Isles 4 are obtained from Cornwall 
and the neighbouring parts of Devonshire. The districts are Land’s End; Camborne and 
Redruth; St. Austell; Bodmin Moor; and Callington and Tavistock. The tungsten ore 
occurring at Carrock Fell, Cumberland, was described by A. M. Finlayson. In France,® 


tungsten ores are found in Brittany—at Montbelleux, and Villeray; at Puy-les-Vignes, 
Haute Vienne; near Chanteloube, Mazataud, and Chabanne; at Meymac; Charente, 


Saone et Loir, Nievre, and Allier; Framont, Vosges; and St. Lary, Hautes Pyrénées. In’ 
Spain,® there are deposits near Lousame and Cabana, Corunna, Carbia, Pontevedra ;: 


Silleda; Zamora; Barrvecotardo, Salamanca; Caceres; Badajos near Jerez de los 


a 
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Caballeros; Valle de la Serrana; Cordoba and Jaen—Conquista, Malaga, and Paterna. 
Most of the Spanish output comes from Badajos. In Portugal,’ the northern half of the 
country is the largest producer of wolfram ores in Europe. There are deposits at Borralha, 
Serra das Alturas; Braganca, Iffanes, Para, Paradinha, Valle de Seixo, Coelhoso, Miran- 
della, Miranda do Douro, Sierra da Estrella, Serra de las Mesas; Panasqueira, Silvares ; 
Fundas, Sabugal, Matta da Reinha, Pinhel, Sac Cosmado, Moirmenta, Paredes, Arouca, 
Capela do Senhor dos Alfitos ; Vizeu, and Serra da Estralla. In Italy,’ scheelite occurs in 
Cagliari, Sardinia, and at Suergiu, and Genna-Gureu. In Switzerland,® it occurs at Etzlithal. 
In Austria-Hungary, and Bohemia,?° deposits occur near Graupen, Bohemia, and this is a 
continuation of the Zinnwald-Altenberg field. Deposits also occur at Felsdbanya. In 
Russia,11 a few deposits of tungsten ore are known—e.g. at Baevka, Perm; Nerchinsk, 
Siberia; and at Pitkéranta, Finland. In Germany,!? wolfram occurs in the tin district 
of the Erzgebirge, Saxony; Altenberg, and Zinnwald, Saxony; Annaberg, Johann- 
georgenstadt, Eibenstock, Neudorf, Tirpersdorf, and Schmiedelfeld. -In Sweden,!? a few 
deposits have been reported, and so also in Greenland.14 

Asia.—In India,’® wolfram occurs at Argagon, Nagpur; Hazaribagh, Bengal; and 
Degana, Marwar. In Burma,'® a considerable amount of ore is produced in the Tavoy 
district, Tenasserim; and there are deposits in the Southern Shan States; and in the 
Thaton district, Lower Burma. In the Malay States,!7 and the Straits Settlements 
extending into the Dutch territory Banka and Billiton, the chief producing states are 
Perak, Selangor, Negri Sembilan, Pahang, Kedah, and Trengganu. In Siam,!8 ore is mined 
in Nakawn Sritamarat, Trang, and Lacon; and also at Tonkin. 

In Japan,'® there are mines in Yamaguchi Ken, Ibaraki Ken, Corea, and Chin Chow, 
Manchuria. In China,?° tungsten is obtained from the alluvial deposits in the districts 
of Kwantung, Hunan, and Hong Kong—Haifeng, Lufeng, Puning, Kityang, Wuhua, and 
Waichow. 

Africa.—Tungsten minerals have been reported from the Union of South Africa *4 
—e.g. at Knils River, Cape Province ; the tin fields of Waterberg, and Stavoren, and near 
Leydsdorp. In South-West Africa,?? there are deposits near Little Karas; Ubib, and 
Goages in Swakopmund ; and in the Erongo Mountains. In Rhodesia, there are deposits 
in numerous localities from Wankie to Umtali, and from Lomagundi to the Limpopo river, 
Lusoakas, Northern Rhodesia; and at Essexvale, Umzingwane.. 

Northern America.—In Canada,?* there are tungsten ores in Nova Scotia—Stillwater 
Brook, Halifax ; in New Brunswick—Burnt Hill Brook; in Manitoba—Falcon Lake district 
in British Columbia—Black Prince Group; near Barkerville and in the Kootenay; and 
near Mayo, Yukon Territory. In the United States, the tungsten ores are mainly con- 
fined to the Cordilleran region in the west ; and in all the Western States with the exception 
of Wyoming, but more particularly in the Atolia- Randsburg district of California, and about 
Bouder in Colorado. There are deposits in Alaska,?+ Arizona,?> California,?® Colorado,?’ 
Connecticut,2% Idaho, 2° Missouri,?° Montana,?1 Nevada,®? New Mexico,?* North Carolina,*4 
Oregon,?° Pennsylvania,*®® South Dakota,*’ Texas,?* Utah,*® and Washington.*° Tungsten 
has been reported in Mexico 44 near Sonora and Durango. 

South America.—In Argentina,*? tungsten deposits are mainly confined to the Pampa 
range—Cajon, Gualapaji, Amboti, TInecasti, Colorados, Mazan, Guasapampa, Quines, San 
Ramon, Pantana, San Ignacio, El Morro, Los Condores, Pisco Yacu, and Cumbre. In 
Peru,*? the deposits are mainly situated in the department of Ancachs and Libertad on 
the Pelagatos and Tamboras Mountains. There are deposits in the department of Taya- 
bama; and near Lircay, Huancavelica. In Chile,*4 there are deposits in Tacna. In 
Bolivia,4® there are deposits on the Cordillera Real, and Eastern Cordillera. In Brazil *° 
deposits occur at Encruzilhada, Rio Grande do Sal; and also in the States of Hspirito, 
Santo, and Minas Geraes. 

Australasia There are deposits in Queensland 4’ at Mount Carbine, Wolfram and 
Bamford. In New South Wales they occur in the north-eastern portion and in the west 
near Broken Hill. ‘There are also the Hill Grove scheelite deposits. In Victoria, tungsten 
is found near Benambra, and near Baragwanatti; at Maldon, and Koetong ; in Tasmania, 
near Constable’s Creek, Upper Scamander, Gipp’s Creek, Storey’s Creek, and Moina. 
Scheelite also occurs on King Island. In South Australia, tungsten occurs near Norman- 
ville ; in Northern Territory, in the Pine Creek district, Brock’s Wolfram Mine, and Hatches 
Creek ; in Western Australia, in the Yalgoo and Murchison fields; and in New Zealand,*® 
scheelite occurs in the Otago gold-fields, Glenorchy, and Macrae’s Flat. Wolfram is re- 
ported from Stewart’s Island, and the western parts of Nelson. 


The valuation of tungsten ores is based on the percentage amount of tungsten 
trioxide in the conc. ore—65 per cent. is adopted as a standard in Great Britain, 
while 60 per cent. is preferred in the United States. If the percentage is below 
the standard, the selling price is penalized. An excessive proportion of phosphorus 
or arsenic reduces the value of the ore. Before the war, the price was 25s. to 35s. 
per unit. In 1915, it was 55s. per unit; and in 1918, the price was raised to 60s. 
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with special allowances for losses on high freights and on exchange. The price 
of chromite ore in 1924 ranged from 86s. 3d. to 90s. Od. per ton. R. H. Rastall and 
W. H Wilcockson 49 estimated for 1910-1917 the proportion of metal in metric 
tons in the concentrates produced by different countries to be approximately as 
follows : 


1910 1913 1917 1924 1929 

United ae sae ; 278 785 245 2 135 
Burma NY eg 1715 4553 813 2200 
Malay States : , — 324 1200 430 175 
New South Wales oy oon 173 249 3 68 
Queensland : Z 908 549 502 r 45 
Tasmania : : 68 69 245 60 380 
New Zealand : : 145 225 164 3 25 
Germany, Austria : 60 150 250 83 120 
France : 5 . 30 245 225 — 14 
Spain : : : 153 150 800 200 350 
Portugal . ; : 948 800 1596 400 700 
Japan F : ay e591) 297 1500 10 283 
China ee os — 1200 3500 6500 
French Indo-China ot ieee — — 494 238 
Siam : ._ 281 634 10 35 
_ United States : . 1652 1395 5006 512 2300 
Argentina . ; eee 539 1000 132 120 
Bolivia ; ; : 207 569 1650 18 585 
Peru : : ; 12 300 1000 — 100 
Mexico 4 : _ — — 25 45 


The tungsten minerals include the wolframite series which, according to 
F. L. Hess,5° comprises ferberite containing 80 to 100 per cent. FeWQ,, and 0 to 
20 per cent. MnWO,; wolframite with 20 to 80 per cent. FeWO, and 20 to 80 per © 
cent. of MnWO,; and hibnerite with 0 to 20 per cent. FeWO, and 80 to 100 per 
cent. MnWo,; reinite, FeWO,; there are also scheelite, CaWO,; powellite, 
Ca(Mo,W)O,; stolzite—tetragonal PbWO,, and raspite—monoclinic PbWO,; 
chillagite, a mixture of lead tungstate and molybdate; cuproscheelite, or cupro- 
tungstite, CuWO,.2H,O ; tungstite, or tungsten ochre, WO,.H.,O ; ferritungstite, 
Fe,03.WO,.6H,O ; and tungstenite, WS,. 

H. St. C. Deville 5! found small quantities associated with tantalic acid. 
F. Zambonini found it in vesbine in crevices in the Vesuvian lava of 1631. M.Mazade 
detected its presence in the mineral waters of Nérac. 
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§ 3. The Extraction of Tungsten Trioxide 


The products usually obtained from tungsten ores are (i) compounds, like 
tungsten trioxide or tungstates, employed in the arts as pigments, mordants, ete. ; 
(ii) crude tungsten, usually pulverulent, employed for making ferrotungsten, and 
other alloys; and (iii) purified metal in the form of sheet, rod, or wire, for use in 
lamps, X-ray tubes, thermionic valves, etc. The mining of tungsten ores does not 
present any peculiarities different from those used in mining other ores of a similar 
nature. The ore as mined is commonly associated with tinstone. The milling and 
concentration 1 of wolfram ore may involve the use of a magnetic separator since 
wolfram is fairly magnetic in virtue of the contained iron, while tinstone is virtually 
non-magnetic. A separation with less than one per cent. of tin oxide with the 
wolframite is rarely possible. Scheelite is not usually magnetic, but it is not 
commonly found associated with tinstone. When tinstone is present, a chemical 
process is required for the separation. The average amount of tungsten trioxide © 
in the concentrate is about 65 per cent. 

Scheelite is easily decomposed by heating it with conc. hydrochloric or nitric 
acid whereby calcium chloride or nitrate is formed, and hydrated tungsten trioxide. 
The latter can be purified by dissolving the hydrate in a soln. of ammonium 
carbonate and ammonia, as indicated below. ‘This process was used by 
A. EK. Nordenskjold.2 According to G. Gin, scheelite may be fused in a reverberatory 
furnace with potassium fluoride so as to form soluble potassium tungstate and 
insoluble calcium fluoride. The soln. of the tungstate is then decomposed by acid 
inthe usualmanner. P.Schwarzkopf heated the ore in air to form tungsten trioxide, 
and when oxidation was complete, he sublimed the trioxide in a current of air. 

The extraction of tungsten trioxide by treating wolfranute with acids.2—The finely- 
powdered mineral is digested with conc. hydrochloric acid, renewing the acid from 
time to time, and adding a little nitric acid towards the end of the operation, so 
as to oxidize and dissolve the iron as a ferric salt. The operation is continued until 
the ferric and manganic oxides have passed into soln., and the brown residue is 
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changed to a yellow colour. The undissolved residue consists of hydrated tungsten 
trioxide, undissolved wolframite, and silica; it is then well-washed, and shaken 
up with aq. ammonia. The hydrated tungsten trioxide passes into soln.; and on 
evaporating the filtered soln., crystals of ammonium tungstate are formed. The 
ammonium salt is then ignited in air to form tungsten trioxide. Modifications 
of the process were described by J. B. von Borck, J. B. A. Dumas, B. Franz, W. Lotz, 
J. C. G. de Marignac, J. Persoz, J. Philipp, A. Riche, E. R. Schneider, and 
ii. Zettnow. The product is of inferior purity. If desired, the small proportion of 
columbium and tantalum can be removed by treating the product with ammonium 
sulphide which dissolves only the tungsten trioxide. The soln. is acidified with 
hydrochloric acid to precipitate hydrated tungsten trioxide. This is washed, dried, 
and ignited. In another process, the finely-divided ore is digested with 50 per cent. 
sulphuric acid, heated by superheated steam in lead pipes immersed in the liquid. 
In 3 hrs. the liquid containing iron and manganese is decanted off, and the 
extraction repeated 2 or 3 times with 30 per cent. sulphuric acid. The residue 
is mixed with 20 per cent. sodium chloride and half this weight of sodium nitrate, 
and enough sulphuric acid added to evolve hydrogen chloride and nitrous fumes. 
This is repeated 2 or 3 times to oxidize the remaining iron and manganese. The 
hydrated tungsten trioxide mixed with any insoluble matter, like silica, remains as 
a sludge. Itis washed and dried. The iron and manganese sulphates are recovered 
by evaporating the acid liquors. lL. Weiss discussed the opening of wolframite 
by treatment with conc. hydrochloric, hydrofluoric, sulphuric or nitric acid, or with 
aqua regia. K. Anjow used dil. sulphuric acid at 180° under press. for opening up 
the finely-divided ore. 

The extraction of tungsten trioxide by heating wolframite with fluxes — 
J. B. Richter,* and J. B. von Borck fused the wolframite with four times its weight 
of potassium nitrate—or a mixture of sodium carbonate and potassium nitrate, or 
a mixture of sodium and potassium carbonates—extracted the cold product with 
water ; precipitated calcium tungstate from the filtrate by the addition of calcium 
chloride ; decomposed the washed calcium salt with nitric acid ; and washed the 
hydrated tungsten trioxide with water. KE. ¥F. Anthon boiled the soln. of potassium 
tungstate for a quarter of an hour with an excess of hydrochloric acid, dissolved the 
washed hydrated tungsten trioxide in aq. ammonia; and evaporated the soln. for 
ammonium tungstate. C.F. Bucholz, and J. J. Berzelius fused the wolframite with 
twice its weight of potassium carbonate; B. Franz, and J. Philipp used 150 parts 
of ore, 100 parts of sodium carbonate, and 15 parts of potassium nitrate ; L. Mayer, 
and G. C. Wittstein used one part of wolframite, one of potassium nitrate, 
and 2 parts of potassium carbonate; C. Scheibler, and E. Zettnow used 33 to 
50 per cent. of sodium carbonate; W. B. Stoddard and I. Hochstadter used 
a mixture of ore, charcoal, and sodium nitrate ; R. W. Stimson, alkali nitrate ; and 
A. Riche used 17 parts of sodium carbonate with 10 parts of wolframite. The 
processes in use are more or less modified forms of R. Oxland’s process in which the 
ore is first fused with sodium carbonate, and the sodium tungstate extracted by 
leaching with water. Modifications were described by F. A. Bernoulli, K. Christl, 
G. Bessa, A. K. Huntington, R. Derenbach, etc. 


C. H. Jones, describing the process in use in North Chicago, said that the hand-picked 
ore is crushed and ground to a coarse powder ; and mixed with soda-ash in a ball-mill so 
as to pass 100’s lawn—one part each of tungsten trioxide and sodium carbonate plus a 
15 per cent. excess of the latter. About 150 kgrms. of the mixture are charged into a 
reverberatory furnace and raked by hand for a couple of hours while the temp. is kept at 
about 800°. This allows a free access of air to oxidize the iron and manganese respectively 
to Fe,0,; and Mn,0,. The product is removed from the furnace, cooled, and crushed ; 
and the sodium tungstate extracted by leaching with water. The clear liquor is heated 
by a jet of live steam, and a soln. of calcium chloride is added to precipitate calcium 
tungstate. This is washed by decantation, and then treated with hydrochloric acid. 
The yellow precipitate is washed by means of a suction pump; and dried. Its com- 
position approximates: H,WO,, 99:53; FeO, 0:02; Al,O,, 0:05; CaO, 0-20; and 
SiO,, 0:20 per cent. J. B. Ekeley and W. B. Stoddard added sodium chloride to the 
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fusion mixture to hasten the reaction. It is then necessary to add a little sodium nitrate 
or chlorate as oxidizing agent. The General Electric Co., and N. T. Gordon and A. F. Spring 
used a continuous process. 


F. Wohler melted one part of wolframite with 2 parts of calcium chloride for an 
hour, and extracted the cold, powdered mass with boiling water; the chlorides of 
calcium, manganese, and iron passed into soln. The residual calcium tungstate 
was treated with conc. hydrochloric acid; the washed residue was dissolved in 
aq. ammonia, and the soln. evaporated for ammonium tungstate ; the product was 
heated to redness for tungsten trioxide. F. Jean mixed powdered wolframite with 
3 per cent. of calcium carbonate and 20 to 30 per cent. of sodium chloride, and heated 
the mixture for half an hour to dull redness. When the mixture is cold, it 
is pulverized, and then boiled for a quarter of an hour with hydrochloric acid, which 
dissolves the lime, and the oxides of iron and manganese, with the disengagement of 
chlorine, leaving the whole of the tungstic acid in the insoluble state as a lemon- 
yellow crystalline powder, which is purified by washing with acid. With calcium 
carbonate, without sodium chloride, it was found impossible to decompose the 
wolframite completely ; but with about 20 per cent. of pure lime, the decom- 
position was easily effected at a dull red-heat. Sulphates, alkaline carbonates, or 
calcium chloride may replace the sodium chloride. L. Weiss compared the result 
obtained by opening up the wolframite by heating it with ammonium fluoride ; 
sodium hydroxide ; calcium carbonate—alone or mixed with calcium or sodium 
chloride; with calcium chloride; or with magnesium compounds. He 
recommended fusing a mixture of 4 parts of wolframite with one part of each of 
calcium carbonate and chloride, and decomposing the product with an acid. If 
magnesium carbonate be employed, the product contains red crystals of magnesium 
tungstate which are not decomposed by acids. G. Gin heated a mixture of 
wolframite and magnesium chloride on the hearth of a reverberatory furnace and 
found that the manganese and iron are volatilized as chlorides. The aq. extract 
of the cold mass furnishes a soln. from which, on evaporation, crystals of magnesium 
tungstate can be obtained. This salt is decomposed by hot, conc. hydrochloric 
acid leaving insoluble hydrated tungsten trioxide. 

When tin is present in appreciable quantities, G. Gin recommended fusing the 
ore mixed with potassium hydrosulphate in a furnace with the hearth made of silica 
agglomerated with pitch. The mixture is stirred and run from the furnace. The 
cold, powdered mass is digested with water—soluble sulphates pass into soln., and 
an insoluble acid potassium tungstate remains along with silica, stannic oxide, and 
insoluble sulphates. The dried mass is treated with a warm soln. of ammonium 
carbonate when the potassium tungstate passes into soln., whilst the stannic oxide, 
sulphates, and silica remain. The evaporation of the soln. furnishes ammonium 
tungstate which is converted into tungsten trioxide by ignition. The ammoniacal 
soln. can be treated with hydrogen sulphide, and ammonium sulphotungstate is 
deposited in orange-red crystals which, on ignition and roasting, pass into tungsten 
trisulphide and then to the trioxide. The Elektrochemische Fabrik used sodium 
hydrosulphate with an excess of sulphuric acid in place of potassium hydrosulphate. 
The aq. extract contains soluble metal sulphates and sodium tungstate. The metals 
can be precipitated by electrolysis; and the sodium sulphate crystallized out. 
Hydrochloric acid then precipitates hydrated tungsten trioxide. H. Brandenburg 
and A. Weyland, and F. E. Clotten employed a modification of the hydrosulphate 
fusion process. 

The extraction of tungsten trioxide from wolframite by alkali-lye—Tungsten 
trioxide can be extracted from wolframite by treatment with conc. soda-lye or 
potash-lye. The tungsten can be recovered from the liquor by crystallization, 
by precipitation with acid, or precipitation as calcium tungstate, etc. EH. K. Jenckes 
recommended the process. G. A. Hempel carried out the extraction in an auto- 
clave under press. by mixture of alkali-lye with enough lime to ensure the pre- 
cipitation of silica and tin, but not enough to precipitate calcium tungstate. The 
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tungsten trioxide is recovered in the usual way. W. B. Gero and C. V. Iredell 
digested in boiling soda-lye ground wolframite concentrates and added calcium 
chloride to the resulting soln., whilst the resulting calcium tungstate was digested 
with boiling hydrochloric acid, and the tungstic acid converted into ammonium para- 
tungstate. The latter was ignited for tungstic oxide. L. Weiss discussed the 
results obtained by extraction with alkali-lye. 

The extraction of tungsten trioxide from wolframate by volatilization as chloride.— 
The processes based on the volatility of the chloride are not practicable with low- 
grade ores unless other metals—e.g. tin—can be recovered at the same time. In 
W. H. Dyson and L. Aitchison’s process, the wolframite is heated to 600° in a 
current of equal vols. of chlorine and hydrogen chloride to remove the tin ; and the 
temp. is then raised to 900° to distil off the iron, manganese, and tungsten chlorides. 
The distillate is collected in water so as to precipitate the hydrated tungsten trioxide. 
O. J. Stannard mixed the crushed ore with carbonaceous material, and heated the 
mixture to redness. The product is then heated at about 300° in a current of 
chlorine gas, free, or almost free, from air. The volatilized or sublimed mass which 
results is treated with hot water, with or without the addition of nitric or hydro- 
chloric acid. For the recovery of stannic chloride from wolfram ores the sublimate 
is heated with hot water and hydrochloric acid, and the resulting soln. of stannic 
chloride is separated from the precipitated tungstic acid. The process may be made 
cyclic by heating the mixture of chlorides obtained in a current of dry air and using 
the chlorine thus recovered for the treatment of further quantities of ore. In a 
volatilization process devised by P. Jannasch and R. Leiste; the ore is heated in a 
current of the vapour of carbon tetrachloride, and the tungsten chlorides distilling 
over are decomposed by mineral acids. F. L. Hahn and W. Franke heated the 
tungstate with carbon tetrachloride under press. at 250° to 300°, and extracted the 
mass with acid. 

The extraction of tungsten trioxide from wolframite by electrolysis. —R. HK. Pearson 
and co-workers suggested the following process, but it has not been developed 
industrially. The tungsten ore, or waste-products containing that element are mixed 
with carbonaceous matter, and ground and mixed to a paste with sulphuric acid, 
and the mixture is placed on a lead plate which forms the anode of an electrolytic 
cell containing dil. sulphuric acid. On passing a current through the cell the basic 
impurities, ¢.g., iron, manganese, calcium or sodium oxides, in the material on the 
anode pass into soln., leaving a residue of tungsten or molybdenum oxides. 
Alternatively the anode may consist of nickel or a nickel alloy, and the electrolyte 
of caustic soda, whereby soluble sodium tungstate or molybdate is formed and the 
foreign metals are left as anode slime. 

The purification of tungsten trioxide-—The crude tungsten trioxide or sodium 
tungstate, prepared by these methods, may contain up to 2 per cent. of impurities, 
the nature of which depends on the ore and the method of extraction. ‘The more 
common impurities are silica and oxides or salts of iron, manganese, calcium, 
titanium, tin, and molybdenum. The purity of the metal finally obtained depends 
largely on the purity of the oxide from. which it is reduced. Ductile tungsten, and 
the tungsten employed for lamp filaments, and thermionic valves must be of a 
high degree of purity. Tungsten with 0-1 per cent. of iron is almost unworkable 
for ductile tungsten because of its brittleness. It is comparatively easy to reduce 
the total impurities to from 0-1 to 0:5 per cent., but elaborate processes are required 
for a higher degree of purity. When precipitation by an acid isemployed as a means 
of purification, it is advisable to avoid colloidal precipitates because they are very 
liable to absorb impurities. Colloidal precipitation is favoured by the use of cold, 
dil. soln. ; conc. soln. are preferable. The subject was studied by L. Moser and 
J. Ehrlich.6 The best results are obtained by running the tungstate soln. into the 
boiling acid; rapid mixing favours the production of a coarse-grained precipitate. 
Tf cold hydrochloric acid of sp. gr. 1:19 is added drop by drop to a cold soln. of the 
tungstate, the precipitate first formed passes into the colloidal state as more acid is 
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added; and the colloid is coagulated on boiling. If nitric acid be employed, the 
precipitate does not pass into the colloidal state. The washed precipitate pro- 
duced by hydrochloric acid is fairly soluble in nitric acid, but the precipitate pro- 
duced by nitric acid is scarcely soluble in hydrochloric acid. Sulphuric acid stands 
between nitric and hydrochloric acids in that the precipitate first formed is partly 
redissolved on adding more acid. If increasing amounts of acetic acid are added to 
sodium tungstate before adding hydrochloric acid, the initial precipitation does not 
occur until increasing amounts of hydrochloric acid are added, and the precipitate 
dissolves more quickly on adding more acid. However, the addition of 5 c.c. of 
acetic acid to 2 ¢.c. of a soln. of sodium tungstate gives a precipitate which is not 
soluble in hydrochloric acid. If tungstic acid be precipitated from sodium tungstate 
by hydrochloric acid, and allowed to stand, the precipitate is at first white and 
colloidal, it then becomes yellow and insoluble on the further addition of hydro- 
chloric acid. The precipitated tungsten trioxide always carries down with it some 
of the salts dissolved in the mother-liquor. Thus, if 0-2 per cent. of iron is present 
in the soln. of ammonium tungstate run into boiling hydrochloric acid, the pre- 
cipitate may contain 0-05 per cent. of ferric chloride; and tungstic acid pre- 
cipitated from sodium tungstate by hydrochloric acid contains from 0-1 to 0-3 per 
cent. of sodium chloride. These impurities can to some extent be removed by 
washing with water; but the tungstic acid then becomes colloidal and filtration is 
impracticable. Washing with water containing 10 per cent. of hydrochloric 
or nitric acid, prevents the peptization of the tungstic acid; but even then 
it is not possible to completely remove the soluble impurities—0-09 per cent. of 
ferric oxide, and 0-06 per cent. of calcium oxide, as well as traces of titanium and 
molybdenum may be present. The precipitation is carried out in wooden vats or 
pots of vitreous silica. The sodium tungstate obtained from wolframite is some- 
times purified by converting it into calcium tungstate by adding an excess of a soln. 
of calcrum chloride of sp. gr. 1-16, and the washed precipitate is treated with boiling 
hydrochloric acid of sp. gr. 1:10. The process was described by C. H. Jones, who 
obtained a sample with 99-53 per cent. WOg by this means. 

Hydrated tungsten trioxide readily dissolves in ag. ammonia, if it has not 
been dried at too high a temp., it is markedly less soluble if dried over 170°, and is 
practically insoluble if heated above 500°. Tungsten trioxide was purified by 
J. Persoz, F. A. Bernoulli, and A. Riche by dissolving it in aq. ammonia, and again 
precipitating it with acid. Several repetitions of the process are needed for a pro- 
duct of a high degree of purity. If the ammoniacal soln. of the tungsten trioxide is 
allowed to stand for some hours and then filtered, the impurity, iron, may pass into 
soln. The soln. is evaporated in order to obtain white crystals of ammonium 
paratungstate ; these are washed with cold water and dried. One crystallization 
may not suffice for the removal of iron. The paratungstate, being insoluble in 
water, is decomposed by boiling with 40 per cent. nitric or hydrochloric acid, and 
the hydrated tungsten trioxide is dissolved in aq: ammonia and recrystallized as 
before. The crystallization may be modified by adding sodium or potassium 
hydroxide to the soln. of ammonium tungstate, when crystals of the complex salt 
2R,0.3(NH,4)20.12W0O3.15H,0 are obtained. The crystals can be decomposed by 
dissolving them in soda-lye, the ammonia driven off by heat, and the alkali tungstate 
soln. run into boiling acid. This modification gives tungsten trioxide free from iron, 
but it contains 0-1 to 0-3 per cent. of alkali chloride. EH. F. Smith and F. F. Exner 
digested ammonium tungstate with nitric acid (1:1) and a little hydrochloric acid ; 
and dissolved the thoroughly washed product in aq. ammonia. The soln. deposited 
crystals of ammonium paratungstate. After several repetitions of the process, the 
salt was digested with nitric acid ; evaporated to dryness ; and ignited. The 
oxide can also be purified by conversion into the oxychloride, and treatment with 
acid—O. Ruff, M. E. Pennington and E. F. Smith, and ©. Friedheim and 
R. E. Meyer. 


J. Waddell purified tungsten trioxide by fusing the crude oxide with potassium 
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hydrosulphate ; and dissolving the cold cake in water to remove the silica. The 
filtered soln. was fractionally precipitated by adding mercurous nitrate. The 
first fractions were treated with aqua regia, and the resulting hydrated tungsten 
trioxide fused with sodium carbonate. The cold mass was dissolved in water, mixed 
with enough tartaric acid to prevent precipitation when the soln. was acidified with 
hydrochloric acid. A current of hydrogen sulphide precipitates the molybdenum 
but not the tungsten. The filtered liquid was then boiled with an excess of cone. - 
hydrochloric acid to precipitate the hydrated tungsten trioxide. 

R. H. Pearson and co-workers described an electrolytic process of reducing the 
oxide—vide molybdenum. According to C. H. Fischer, metals which form insoluble 
sulphates can be removed by dissolving the crude tungsten trioxide in about twice 
its weight of fused potassium hydroxide mixed with lime ; extracting the cold mass 
with water; and treating the soln. with a large excess of ammonium sulphide to 
precipitate iron, zinc, etc. The tungsten remains in soln. as polysulphide ; it is 
precipitated as sulphide by adding hydrochloric acid ; the precipitate is dried and 
oxidized by roasting, and the tungsten trioxide, thus formed, is purified by dissolving 
in potassium hydroxide soln. and reprecipitating with hydrochloric acid. Phosphorus 
and arsenic can be removed from the soln. of sodium tungstate as ammonium 
magnesium phosphate and arsenate by oxidizing the soln. with sodium hypochlorite ; 
adding magnesium chloride; boiling the hquid; and adding ammonia and 
ammonium chloride in excess. ; 

Some work has been done on the separation of molybdenum and tungsten. 
One series of processes is based on the fact observed by H. Rose.6 When tartaric 
acid is added to the sulphuric acid soln. of the alkali salts, and hydrogen sulphide 
passed into the liquid, the molybdenum is precipitated as sulphide, while the 
tungsten sulphide is kept in soln. by the tartaric acid (J. Lefort, and J. Waddell). 
In another series, warm sulphuric acid of sp. gr. 1-378 dissolves the molybdenum 
from a mixture of the freshly precipitated molybdenum and tungsten trioxides 
(EK. D. Desi, M. J. Ruegenberg and EK. F. Smith, and W. Hommel). Ina third series, 
if dry hydrogen chloride be passed over the mixed oxides at 250°—270°, the molyb- 
denum oxychloride, MoO3.2HCl, is alone volatilized (HK. Péchard, and H. Debray). 
In a fourth series, the tungsten is precipitated as pentoxide when a soln. of stannous 
chloride is added to a boiling soln. of sodium tungstate and molybdate. The 
molybdenum remains in soln. (B. Mdivani, and EH. E. Marbaker). Sodium 
tungstate free from molybdenum was prepared in the following manner by 


C. Friedheim and R. Meyer : 


Sodium tungstate, prepared in the usual way, is dissolved in cold water, and to the 
sat. soln. hydrochloric acid is added until the reaction is only feebly alkaline; the para- 
tungstate thus obtained is crystallized out, and once recrystallized. One half of it is 
dissolved in boiling water, and hydrochloric and a little nitric acid added; hydrated 
tungstic acid is precipitated. This is washed thoroughly with hot water and added to a 
boiling soln. of the other half of the paratungstate, until a portion no longer gives a precipi- 
tate with hydrochloric acid. The bulk of the soln. is then filtered, hydrochloric acid is 
added, and the soln. is boiled and repeatedly sat. with hydrogen sulphide. This precipi- 
tates the molybdenum as sulphide, whilst the metatungstate is not attacked. The soln. 
is filtered, concentrated, oxidized with a few drops of bromine water, and neutralized 
with soda; pure sodium paratungstate can then be obtained from it by crystallization. 
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§ 4. The Preparation of Tungsten 


For the preparation of the metal of a high degree of purity, the oxide is reduced 
by heating it in a current of hydrogen. This method was used by J. J. Berzelius,1 
F. Wohler, F. Jean, J. Waddell, W. Majert, C. W. Davis, C. W. Siemens and 
A. K. Huntington, C. W. Blake, T. Sington, G. Bessa, L. R. Pratt, C. M. Johnson, 
H. N. Warren, E. R. Schneider, J. B. von Borck, A. Riche, E. Zettnow, R. F. March- 
and, Badische Anilin- und Sodafabrik, P. Schwarzkopf, E. Ruhstrat, C. H. Jones, 
H. E. Roscoe, J. Schilling, EH. Thomson, C. W. Davis, J. Philipp, V. I. Spitzin, 
A. Pacz, etc. G. Chaudron determined the conditions of equilibrium in the system : 
W03+3H,=W+3H,0, between 600° and 1100°. The trioxide passes through 
various intermediate stages before it is 
reduced to metal ; there is yellow WOsz ; 
deep blue W,0;; and chocolate-brown 
WO,. If the reduction is stopped at 
intervals, these changes in colour suc- 
ceed one another as the reduction pro- 
ceeds. Thus, at 400°, the greenish-blue 
product. has the approximate compo- 
sition WOs,+W.0;; at 500°, intense 5 
blue WO; is formed; at 550°, dark ene Ue 4G ss he i ea 
blue W.,0;; at 575°, purple-brown Pe Ee i: 

W.0;+W0Oz ; at 600°, chocolate-brown a Pei ceed clic as ein Wee ad 
WO,; at 650°, brownish-black WO,+ W; ; 

at 700°, greyish-black W ; at 800°, grey W; at 900°, metallic grey W; and at 
1000°, coarse metallic W. The observed values of the constant K,—[H,O]/[ Hg], 
corresponded with the reactions: H,+2WO,=W.0;+H,0, for which J. A. M. van 
Liempt gave log K,=—24687-1+3-15; H,+W.,0;=2W0,+H,0, for which 
log Kg=—817T1+0°88; and 2H,+WO,=W-+2H,0, for which log Ks 
=—1117-1-+0-845. G. Chaudron’s values of log AK and T~ are plotted in Fig. 2. 
The results were confirmed by. L. Wohler and co-workers—wde infra. L. Wohler 
and R. Ginther gave for WOz;—> W,0,, log K, =—1875T 1+ 2-235; for W2.0,—->WOaz, 
log Kz==—1000T-1+1-218; and for WO,->W, log Ks=—1904771+1-554. 
W. Reinders and A. W. Vervloet could not obtain satistactory, values for K, because 
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the composition of the blue oxide obtained varied from W : O=1 : 2-20 to 1 : 2-95. 
H. Alterthum and F. Koref studied this subject—vide infra, the individual oxides. 
G. Chaudron found that if the equilibrium curves are extrapolated, 1 and 2 will 
intersect at a lower temp., and 2 and 3 at higher temp. Hence, above and below 
these points there must be equilibria represented by W.0;-++-5H,=2W-+5H,0, and 
WO;+H,=W0,+H,0. At 900°, WOz is stable in a mixture of 40 to 55 per cent. 
of hydrogen, and 60 to 45 per cent. of steam, while W20; is stable in a mixture of 
12 per cent. of hydrogen and 88 per cent. of steam. J. A. M. van Liempt prepared 
these two oxides by passing hydrogen through water at 85° and 97° respectively, 
in order to obtain the correct proportion of steam in the gas, and then over a thin 
layer of tungsten trioxide. If the steam be removed continuously from the sphere 
of the reaction, the tungsten trioxide is reduced to metal provided the temp. is at 
least 700°. At lower temp., the time required is too long to be practicable. 
G. A. Meerson studied this subject and found that the size of the crystals of the ~ 
trioxide does not influence the size of the crystals of tungsten. . 

F. Wohler, and W. Majert reduced red-hot acid potassium tungstate in a current 
of hydrogen, and washed out the normal tungstate by boiling alkali-lye. HE. Defacqz 
obtained crystals of the metal by heating tungsten disulphide in a current of dry 
hydrogen; L. von Uslar, by passing a mixture of hydrogen and the vapour of the 
oxychloride WOCl, or WO,Cl, through a red-hot tube; H. E. Roscoe, by passing 
a mixture of hydrogen and the vapour of the chloride WCl, or WCl, through a tube 
at about 420°; and F. Wohler, by passing hydrogen over the amide. Other 
reducing gases may be used: thus, C. W. Davis found that a 2 hrs.’ reduction by 
gasoline vapour at 1080° yielded a product with 98 per cent. tungsten; J. J. Ber- 
zelius found that tungsten trioxide, heated with sodium carbonate on charcoal 
in the inner blowpipe flame, is reduced to metal; and H. D. Clarke reported that he 
obtained a copper-coloured metal by heating tungsten trioxide before the oxy- 
hydrogen blowpipe flame. 

J. L. Gay Lussac and L. J. Thénard reduced tungsten trioxide to tungsten by 
heating it with potassium or sodium. HK. Zettnow heated a mixture of tungsten 
trioxide and sodium under a layer of fused sodium chloride, in an iron crucible, and 
extracted the cold mass with water, and dil. hydrochloric acid to remove the alkali 
salts and iron. A. Riche reduced tungsten hexachloride to metal by means of 
sodium; and J. W. Marden used a modification of the process. A. Burger, 
A. 8. Cachemaille, and H. Kuzel and HE. Wedekind reduced tungsten trioxide by 
heating it in an evacuated tube in the vapour of calciwm ; and washing out the 
calcium oxide by dil. nitric acid. K. Kuzel and E. Wedekind used this process. 
L. Weiss and A. Martin found that calcium and L. Weiss and O. Aichel that 
mischmetall are not satisfactory reducing agents. L. Weiss and A. Martin used 
magnesium as a reducing agent; and H. Wright, tin. S. M. Delépine reduced 
tungsten trioxide to metal by means of powdered zenc at a red-heat ; and washing 
out the zinc oxide with hydrochloric acid, and the unchanged trioxide by dil. 
alkali-lye. L. Weiss and A. Martin obtained 99-8 per cent. tungsten by this means. 
K. Straub obtained alloys by passing the vapour of the required metal over heated 
tungsten trioxide. H. Goldschmidt found that tungsten trioxide is easily reduced 
by aluminium in the thermite process. An intimate mixture of the trioxide and 
powdered aluminium, contained in a crucible, can be ignited by a fuse of sodium or 
barium dioxide mixed with some magnesium powder. As a result, an alloy of 
aluminium-tungsten is formed and it dissolves in the tungsten. The excess of 
tungsten trioxide forms an aluminium tungstate, and goes into the slag. O. Voigt- 
lander heated the mixture of tungsten trioxide and aluminium so that after the 
reduction the temp. is high enough to keep the tungsten in a molten state. The 
aluminium reduction process was discussed by H. Goldschmidt and C. Vautin, 
J. W. Marden, G. A. Percival, C. R. Schroeder, H. Lohmann, G. Bessa, W. C. Blake, 
J. L. F. Vogel, N. Branoic, A. Martin, and F. Kupelwieser. K. Metzger said that 
the yield is poor. L. Weiss and A. Martin found that the product has 93-36 per cent. 
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of tungsten, 1-75 per cent. of silicon, 3-68 per cent. of aluminium, and 2-18 per cent. 
ofcalctum. A. Stavenhagen used one-third the vol. of liquid air to ignite the mixture 
of tungsten trioxide and aluminium. W. Prandtl and B. Bleyer recommended a 
mixture of calcium and aluminium in place of aluminium alone. A. Stavenhagen 
and KE. Schuchard obtained alloys by reducing a mixture of the oxides with 
aluminium. B. Neumann reduced the oxide with silicon; and F. M. Becket found 
that tungsten trioxide can be reduced by silicon or boron when the mixture is heated 
in an electric furnace. 

When tungsten trioxide first attracted attention, it was reduced to a metal 
by heating it with carbon or carbonaceous matter. J. J. and F. de Elhuyar, 
L. N. Vauquelin and L. Hecht, C. Hatchett, W. Allen and A. Aikin, G. Bessa, 
D. J. Giles, A. Ruprecht, H. W. Hutchin, and E. Zettnow used this method ; while 
C. F. Bucholz, F. A. Bernoulli, and J. J. Berzelius thus obtained “ tungsten” by 
heating a mixture of carbon and a tungstate. H. Krieg, and E. Defacqz obtained 
“tungsten ” directly by heating a mixture of the tungstate ore and carbon. Slightly 
less than the theoretical proportion of carbon—coke, anthracite, coal, or charcoal— 
required for reducing the trioxide to tungsten and carbon monoxide, is intimately 
mixed with the powdered oxide. The mixture is charged into a crucible, which is 
then covered, and heated in a furnace. The metal remains as a fine grey powder 
mixed with coarser crystals, and undecomposed oxide. The coarse crystals are 
separated by washing out the fine particles which are added to the next charge. 
F. Filsinger heated a mixture of tungsten trioxide with 10 per cent. of wood-charcoal, 
and 2 to 3 per cent. of resin. The powdered metal is separated by levigation. It 
has not a high degree of purity ; it contains 80 to 90 per cent. tungsten. At a 
temp. of 950°, M. R. Andrews and 8. Dushman observed that tungsten unites with 
carbon, forming carbides which are stable up to 2400°; in consequence, tungsten 
obtained by reduction with carbon always contains some carbide. According to 
C. W. Davis, in order to obtain a satisfactory reduction of tungsten trioxide to 
tungsten, the material must be freed from water, which is best effected by a current 
of air at about 500°. On reducing the dried oxide with carbon, a blue or purple 
oxide is produced at 650° to 850°, a chocolate-brown mixture of oxides at 900° to 
1050°, and metallic tungsten above 1050°. The proportion of carbon required for 
the reduction ranges from 1: 10 to 1-6 : 10, according to the temp., time, and other 
conditions. Excess of carbon can be removed to a considerable extent by washing 
the product with water. C.J. Butterfield heated a mixture of scheelite and charcoal 
in a graphite crucible for 4 to 5 hrs. at 1100°-1200°. The reaction with calcium 
tungstate is symbolized: CaWO,+3C=W-+Ca0+3CO ; and with sodium tung- 
state: Na,.WO,+3C=W-+Na,0+3CO. The cold mass was powdered, and the 
metal separated on a shaking table. The product was then washed with dil. hydro- 
chloric acid. C. J. Head mixed finely ground sodium tungstate with ammonium- 
chloride—or any chloride of the iron or manganese group, and a suitable reducing 
agent—wood charcoal, anthracite, or preferably sawdust—and heated the mixture 
in a nichrome crucible at 850° to 950° for 3 to 5 hrs. until all the ammonia was 
expelled. The reaction is symbolized: 2NH,Cl+Na,W0O,+3C=2NH3+2NaCl 
+H,0+3C0+W. The lower half of the charge is removed and heated to 1000° to 
1150°, out of contact with air, whereby the tungsten trioxide is reduced to tungsten 
powder. The mass is quenched in water, and the insoluble tungsten washed in the 
usual way. The tungsten can be recovered as calcium tungstate by adding calcium 
chloride to the washing liquid ; the ammonia is also recovered. H. Moissan reduced 
the oxide by sugar-charcoal in an electric arc furnace. The metal is readily fused 
in that furnace, but if the heat is not allowed actually to melt the tungsten, and the 
tungsten trioxide be in excess, the metal can be produced in a form almost free from 
carbon. The ingot so obtained is fused on the surface but the interior is porous ; and 
the mass touches the carbon crucible only at a few points. Consequently, le carbone 
du creuset n’intervient pas, and the excess of tungsten trioxide is volatilized. G. Gin 
used a similar process, and added that there is a considerable loss of tungsten trioxide 


692 INORGANIC AND THEORETICAL CHEMISTRY 


by volatilization. H. Lohmann found that if the metal be heated to near its m.p. in 
vacuo or in a current of neutral gas, any contained carbon is vaporized without 
oxidizing or reducing agents being present. EH. D. Desi said that at a very high 
temp. potassium cyanide reduces tungsten trioxide to the silver-white metal. 


H. N. Warren, and R. Saxon reduced the oxide by heating it with calevwm carbide ; — 


the Electric Furnaces and Smelters Ltd. reduced the oxide by a mixture of calcium 
carbide and silicide, or ferrosilicon. L. Kahlenberg and W. J. Trautmann observed 
that tungsten trioxide is not easily reduced when heated with silicon ; and the 
tungstates of barium, lead, and sodium do not yield the free metal or silicide— 
excepting, perhaps, the case of barium tungstate. F.M. Becket used szlcon carbide 
as reducing agent. J.N. Pring and W. Fielding found that tungsten hexachloride is 


reduced by carbon at 1000° to 1500°. A. E. van Arkel found that the thermal - 


dissociation of a gaseous compound, and the precipitation of the metal on an in- 
candescent filament is a superior method for making tungsten of a high degree of 
purity. F. Koref recommended heating a filament to 1000° in an atm. of tungsten 
hexachloride and hydrogen at about 12 mm. press. ; and Philips Gloelampenfabriken 
heated single crystals of tungsten in an atm. of the hexachloride at 1200° to 2400°. 
In the one case the wire increased in volume. If an iron rod is used, N. Parravano 
and C. Mazzetti found that an alloy of tungsten and iron is formed. O. L. Mills 
made alloys of tungsten by fusing in an electric arc, a mixture of the compound of 
the metal with a mixture of tungsten oxide, tungsten, and tungsten carbide. 

L. and H. H. Kahlenberg added zinc to a soln. of a tungstic acid or tungsten 
trioxide in fused sodium and potassium chlorides, and obtained a black powder 
of tungsten; the action of aluminium is faster than that of zinc; but iron pro- 
_ duces no deposition of tungsten. J. Férée distilled mercury from the amalgam 

and obtained the finely-divided metal. G. Arrivant prepared 99-35 per cent. 
tungsten by treating a pulverized tungsten alloy, containing 55 per cent. of 
manganese, with hydrochloric acid. C. W. von Siemens and J. G. Halske heated 
an alloy of tungsten with some other metals electrically, in vacuo, and found that 
the foreign metals distilled off, leaving the tungsten behind. 

Karly in the nineteenth century, J. G. Children 2 reduced tungsten trioxide by 
means of an electric current; about the middle of the nineteenth century, M. Junot 
reduced tungsten electrolytically from a soln. of a tungstate in potassium cyanide 
and alkali hydroxide ; and in 1867, E. Zettnow electrolyzed fused sodium tungstate 
and obtained a deposit of tungsten on the iron cathode. The metal has not been 
obtained satisfactorily by the electrolysis of aq. soln. of the tungstates. This fact 
would not have been anticipated from the ease with which chromium, a member 
of the same family of elements, can be deposited from aq. soln. E. F. Smith, and 
W. EH. Koerner tried electrolyzing neutral and acidic soln. of sodium tungstate, 
and found that the liquid turns blue owing to the formation of the blue hemi- 
pentoxide which collects as a precipitate at the bottom of the cell; the brown 
dioxide may also be formed. No metal is deposited. O.Collenberg and K. Nilsson 
electrolyzed conc. oxalic acid soln. of potassium tungstate at 70° with various 
metal cathodes. They found that with a tin or lead cathode, the reduction does 
not go further than the hemipentoxide ; while with platinum or mercury cathodes, 
the reduction does not proceed so far as the hemipentoxide. O. Collenberg and 
J. Backer failed with hydrochloric acid soln. as electrolytes; L. W. McCay and 
N. H. Furman failed with hydrochloric acid soln. ; and A. Fischer, with an alcoholic 
soln. of tungsten hexachloride. The Wolframlampen A.G. patented the electro- 
lysis of a soln. of pertungstic acid or its salts in aq. or organic solvents; and the 
electrolysis of soln. of the salts, say tungsten hexachloride, in suitable organic 
solvents, say acetone. The subject was discussed by D. B. Keyes and 8. Swann. 
C. A. Mann and H. O. Halvorsen observed that the electrolysis of aq. soln., or of 
hydrochloric acid soln. with tungsten electrodes, gives a surface film of oxide which 
makes the tungsten passive and prevents further electrolysis. When a soln. of dry 
hydrogen chloride in dry alcohol is electrolyzed with a tungsten anode, tungsten 
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chloride goes into soln., but only the brown oxide is deposited on the cathode. A 
soln. of hydrogen chloride in pyridine does not ionize enough to produce tungsten 
chloride, and no deposit is obtained on the cathode. A. Rosenheim and R. F. Bern- 
hardi-Grisson found that with a graphite anode and platinum cathode with alcoholic 
hydrogen chloride soln. of tungsten trioxide, the reduction proceeds only as far as 
the quinquevalent stage ; and with hydrofluoric acid soln., and a mercury cathode, 
reduction proceeds as far as the quadrivalent stage. H. Leiser observed that no 
change occurs in the electrolysis of normal sodium tungstate, but with the meta- 
tungstate electrolytic reduction proceeds as far as the blue compound. L. and 
H. H. Kahlenberg obtained a good deposit by the electrolysis of a mixture of fused 
sodium and potassium chlorides if less than one part of tungsten trioxide to two 
parts of fused chlorides is present. R. EH. Pearson and E. N. Craig said that tungsten 
is formed when a direct current is passed through a cell with pasty tungsten trioxide 
in the cathode chamber, and sulphuric acid as electrolyte. B. Neumann and 
H. Richter obtained small deposits of tungsten from soln. of the hexachloride in 
glycerol which forms a compound containing tungsten ions. 

Better results have been obtained by the electrolysis of fused tungstates. 
J. A. M. van Liempt found that the alkali tungstates melt without decomposition 
between 750° and 950°, while the eutectic mixture of lithium, potassium, and sodium 
tungstates melts at about 400°. F. M. Jager and B. Kapma found that the con- 
ductivity of the fused salt increases with temp. lL. A. Hallopeau found that when 
molten lithium paratungstate at 1000° is electrolyzed at 3 amp. and 15 volts. the 
product, after extraction with hot water, conc. hydrochloric acid, and lithium 
hydroxide soln., consists of crystalline tungsten which is contaminated with more or 
less platinum derived from the electrodes. The opaque prismatic crystals have the 
acicular habit, and in some cases contain 99-64 per cent. tungsten. Iron electrodes 
cannot be used because that metal dissolves in the molten tungsten. J. A. M. van 
Liempt electrolyzed fused sodium tungstate at 950°, in a vitreous silica crucible, 
with a current density of 15 amp. per sq. cm. The yield was 80 per cent. of the 
theoretical. The tungsten is produced by the reduction of the molten tungstate 
by the nascent sodium liberated at the cathode: 6Na+5Na,.WO,=W-+4Na,WOs. 
Pure tungsten is obtained so long as the mass remains neutral or weakly alkaline. 
If it becomes too strongly alkaline the tungsten redissolves. In acid fusions, 
reduction of W.0, ions by the sodium occurs with the formation of “ tungsten 
bronzes’ of the type M,(WOs),. The electrical resistance of these ‘‘ bronzes ” 
decreases rapidly with rise of temp. owing to the gradual liberation of tungsten. 
The anode reaction is WO,’’+Na,WO,=Na,W.0,+0:50,. When unattackable 
electrodes are used in a cell without a diaphragm, the products of these electrode 
reactions react, making the mass alkaline: 4Na,WO;+3Na,W,0,=10Na,WO, 
+Na,0. The electrolysis may be made continuous under these conditions by 
gradually adding tungsten trioxide. In the presence of WO,”’, a tungsten anode is 
oxidized, the oxide dissolving to keep the fused mass neutral. Tungsten may be 
deposited in an adhesive, polishable layer on copper, nickel, or cobalt by using 
these metals as cathodes in the electrolysis of fused acid tungstates at 1000°. 
Lithium acid tungstates give the best results. Repeated layers of tungsten may 
be thus deposited if the surface layers of “‘ tungsten bronzes’ are removed between 
each electrolysis. The tungsten is formed by the decomposition of “ tungsten 
bronzes” primarily deposited. -According to L. Weiss and A. Martin, tungsten 
trioxide may be readily electrolyzed if it be fused with cryolite, and a current of 
250 amp. and 13 to 14 volts be employed. The globules of metal contain 96 per 
cent. of tungsten. In order to raise the temp. of the bath, alumina may be added, 
but the aluminium which is then liberated reacts with the tungsten trioxide, forming 
tungsten in a fine state of subdivision. In the electrolysis of fused barium tung- 
state with a current of 250 amp. at 20 volts, the resulting metal powder, after wash- 
ing many times with dil. nitric acid, water, and aq. ammonia, contains 89-58 per 
cent. of tungsten, and 2-54 per cent. of barium. If barium chloride be also added 
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to the electrolyte, 90°98 per cent. tungsten was obtained and it had 1-99 per cent. 
of barium. Another process was described by E. W. von Siemens and J. G. Halske. 
J. A. M. van Liempt coated metals with tungsten by placing a tungsten anode in a 
porcelain crucible containing lithium tungstate, and the body to be coated as 
cathode. A current density of 75 milliampéres per sq. cm. is used at 0-08 volt. 
If the coating does not adhere readily to the metal, the metal is first coated with 
another suitable metal—e.g. iron is coated with copper. L. Andrieux obtained the 
metal by the electrolysis of fused borates. 

C. A. Mann and H. O. Halvorsen obtained a deposit on iron when fused lithium 
chloride is used as an electrolyte, with a tungsten anode and an iron cathode ; 
H. Mennicke also obtained a deposit with fused sodium and tungsten chlorides as 
electrolyte and a tungsten cathode. L. and H. H. Kahlenberg electrolyzed soln. 
of tungstic acid or tungsten trioxide in fused alkali chlorides, and in fused sodium 
tungstate, and obtained smooth deposits of tungsten. They said that the electro- 
lysis of tungstic acid dissolved in a fused mixture of sodium and potassium chlorides 
yielded good deposits of very pure tungsten when the ratio of tungstic acid to fused 
chloride was less than 1:2; a blue crystalline tungsten bronze, NagO.W4014, was 
obtained when the ratio was 1:1; a red bronze, 2Na,O.W;0,3, when the ratio was 
3:5; and a violet-bronze, when the ratio was 4:5. From soln. of tungstic acid in 
fused chlorides, zinc and aluminium liberated very finely-divided metallic tungsten, 
whereas iron had no action; excess of zinc or aluminium yielded alloys of these 
metals with tungsten. Nickel-tungsten alloys were obtained by electrolysis of 
mixtures of nickel chloride, alkali chloride, and tungstic acid. L. Andrieux obtained 
the metal by the electrolysis of a soln. of the trioxide in fused borate and fluoride. 
L. St. C. Broughall electrolyzed a soln. of a tungsten salt in liquid ammonia at a 
low temp. or high press. J. Férée obtained tungsten by the electrolysis of a hydro- 
fluoric acid soln. of the trioxide, using a mercury cathode; and K. 8. Jackson and 
co-workers found that best conditions are to use a 4-6N-acid at 95°, and a current 
density of 0-65 to 1-0 amp. per sq. em. Hydrochloric and sulphuric acids should 
not be present in the electrolyte. 

According to J. J. Runner and M. L. Hartmann,? 90 per cent. of the tungsten 
extracted from ores is employed in the preparation of ferrotwngsten containing 50 
to 85 per cent. tungsten. R. M. Keeney described the preparation of the alloy by 
the reduction of tungsten ores by carbon in crucibles—vde supra—prior to the 
introduction of the electric furnace about 1900. The reduction of the ores by the 
aluminium thermite process—vde suwpra—has also been employed. A. J. Rossi 
reduced ferberite with aluminium in an electric furnace obtaining an alloy with 
75-9 per cent. W; 21-4, Fe; 1-6, Si; 0-08,S; and0-9,C. G. Gin produced ferro- 
tungsten by reducing scheelite or artificial calcium tungstate by 20 per cent. 
ferrosilicon in an electric furnace having two contiguous hearths in series, with 
ferrosilicon electrodes, and an intermediate electrode of fused ferrosilicon. The 
scheelite is placed on the melted bath of ferrosilicon, and the silicon oxidizes at the 
expense of the tungsten trioxide, and forms a slag ; the iron forms ferrotungsten. 
A common method of producing ferrotungsten is to reduce the ore wolframite, 
ferberite, and hubnerite in an electric furnace with carbon. The manganese 
either volatilizes or passes into the slag. The product usually contains more 
carbon than is desired in ferrotungsten for steel making, and it is therefore 
decarburized. 

The decarburization process described by D. A. Lyon and co-workers, and 
R. M. Keeney involves heating the metal in the electric furnace in the presence of 
tungsten trioxide, hammer scale, or iron oxide. In this way, the carbon can be 
reduced to 0:15 per cent. The oxidation of carbon by iron oxide entails losses as 
iron tungstate, but this loss can be reduced by adding silica, which results in the 
formation of ferrous silicate. G. Gin recommended casting the carburized tungsten . 
in the form of electrodes, which are used with a soft steel intermediate electrode. 
The bath above the metal is of tungsten oxide and magnesium aluminate. The 


TUNGSTEN 695 


electrodes melt, and their carbon is burnt out by the tungsten oxide. A. Lederer 
reduced the carbon content of tungsten from 2-5 to 0-04 per cent. by heating the 
metal in dry hydrogen to 1200° to 1300° ; the Vereinigte Gluhlampen A.G. recom- 
mended using a mixture of hydrogen sulphide and hydrogen; the Zirkon 
Glihlampenwerke A.G. employed phospham; and EH. W. von Siemens and 
J. G. Halske heated the metal electrically in acetic acid vapour. F. M. Becket 
dephosphorized the metal by feeding the solid metal in a finely-divided state on to 
the surface of a molten basic oxidizing bath—say scheelite and lime—at a temp. 
equal to or above the m.p. of the ferrotungsten. E. W. von Siemens and 
J. G. Halske discussed the removal of oxides from the metal. 

Ductile tungsten.—In connection with the manufacture of incandescent filament 
lamps,* the good results with tantalum filaments stimulated the examination of 
the scarcer metals, and tungsten, in its turn, was tried. The tungsten produced at 
that time was so hard and brittle that, unlike tantalum, it could not be drawn into 
filaments. The filaments were therefore prepared by a process of squirting similar 
to that employed in preparing carbon filaments. The powdered metal mixed with 
some binding agent—gum, gelatine, a soln. of nitrocellulose in amyl acetate, pinene 
hydrochloride, etc.—was squirted through a die, dried, and heated. The tungsten 
powder was also mixed with cadmium amalgam, and after squirting through a die, 
the cadmium and mercury were removed by volatilization. The colloidal metal 
was also tried as a source of tungsten for manufacturing filaments. Here no 
binding agent is required. Filaments have also been made by the Wolframlampen 
A.G., and A. Just and F. Hanaman by introducing a glowing metal or carbon 
filament in an atm. of tungsten oxychloride, WO,Cl, or WOCl4, and an excess of 
hydrogen. Tungsten is thus deposited on the filaments—e.g. according to the 
conditions, the carbon may be wholly or partially replaced, WO,Cl,+2C-+ He 
—=2HCI+2CO+W ; or WO,Cl,+3H,=2HCl+2H,0+W—and the filament thus 
consists of a core of metal or carbon enclosed in a tube of tungsten. 

The tungsten filaments prepared by these processes were strong and elastic, 
but were incapable of taking the slightest permanent set when cold, although they 
were ductile at a very high temp. The ductility of tungsten was shown by 
W. D. Coolidge 5 to be conditioned by the purity of the metal. According to 
O. Ruff, the metal must be entirely free from oxide; iron and nickel and non- 
metallic impurities like sulphur, and phosphorus must be entirely absent ; and it 
should not contain more than about 0-1 per cent. of carbon. Before working, the 
metal should be sintered almost to the m.p. in order to obtain it in as dense a 
condition as possible. The British Thomson-Houston Co. obtained ductile tungsten 
by working a heated body of coherent tungsten so as to transform the metal by 
repeated rolling, hammering, swaging, or drawing into a form which shows a 
conchoidal fracture and ultimately becomes very fibrous. C. J. Smithells, and 
others have described the essential details of the process. The powder is first 
pressed into briquettes ; this is then heated in hydrogen at 900° to 1050° to sinter 
the powder ; then formed by heating it in hydrogen to nearly its m.p.; it is then 
worked into a rod by mechanical hammering called ‘‘ swaging”’ ; and after that it 
is drawn successively through smaller and smaller dies, at 400° to 650°, until the 
wire has the required diameter. The draw-plate is lubricated with a mixture of 
deflocculated graphite and water. The wires appear blue-black owing to the 
surface coating of oxide and graphite; and they are cleaned by being electrically 
heated to dull redness in an atm. of hydrogen; or by treating the wire with a hot 
soln. of soda-lye, sodium dioxide, hydrogen dioxide and ammonia. 

P. Schwarzkopf and S. Burgstaller obtained ductile tungsten by the method 
indicated in connection with ductile molybdenum. The addition of less than one 
per cent. of thoria to the tungsten trioxide before the reduction was shown by 
Westinghouse Metallfaden-Gliihlampenfabrik to make the product more ductile— 
possibly, according to Z. Jeffries, and F. A. Fahrenwald, by preventing recrystalliza- 
tion. The filaments in use are liable to recrystallize and revert to their original hard, 
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brittle condition. This shows itself by irregular thickenings. A. Lederer said 
that the thickenings are longitudinal when.a direct current is used, and with an 
alternating current there is a kind of sliding motion between adjacent parts of the 
filament which results in fracture. These defects are alleviated by using an alloy 
of tungsten with one of the rare metals instead of tungsten alone. The thorium 
oxide-tungsten filaments were studied by W. Geiss and J. A. M. van Liempt. 

J. Férée 6 prepared pyrophoric tungsten by the distillation of mercury from 
tungsten amalgam. H. Kuzel obtained colloidal tungsten by treating it alternately 
with dil. soln. of acid and neutral reagents. 10 kgrms. of the metal were heated 
for 24 to 48 hrs. with 75 kerms. of 15 per cent. hydrochloric acid, well agitated, 
decanted, and washed with distilled water, until some colloidal metal began to 
pass into the filtrate. The metal was then treated for 24 hrs. with 75 kerms. of a 
one per cent. soln. of potassium cyanide, washed with distilled water, and heated 
with 75 kgrms. of a one per cent. soln. of ferrous sulphate. After washing to 
remove the iron salts, the residue is treated with a 2 per cent. alcoholic soln. of 
monomethylamine, or a 0-5 per cent. soln. of sodium hydroxide. When the process 
is repeated several times, the metal is almost completely peptized in distilled water. 
H. Schulze employed an analogous method of dispersion in 1885. The process was 
discussed by E. D. Desi, J. Pintsch, A. Pacz, F. J. Planchon, A. Lottermoser and 
W. Riedel, and E. W. von Siemens and J. G. Halske. <A. Lottermoser discussed 
the colloidal content of tungsten powder. J. Billitzer obtained the colloidal metal 
by making an electric arc between tungsten electrodes under water. T. Svedberg 
prepared the isobutylalcosol by the electric dispersion method—8. 23, 10—and 
C. H. von Hoessle prepared hydrosols by electric dispersion. L. Hamburger studied 
the properties of thin films. 

The term single crystal, or unicrystal, is applied to a wire or rod the whole of 
which is composed of one crystal. The term is not usually applied to the isolated 
crystals, say, when tungsten is deposited from its vapour. One-crystal wires 
were studied by G. Tammann,’ J. Czochralsky, B. Duschnitz, I. Tarjan and 
P. Tary, Z. Jeffries, J. Pintsch, and H. C. H. Carpenter and C. F. Hlam. Single 
crystals of tungsten wire were prepared in 1914 by J. Pintsch by drawing the ordinary 
squirted tungsten filament, containing a little thoria, through a zone raised to 2000° 
to 2200° in an atm. of hydrogen, and at arate of about 3 metres per hour. The 
process was modified by F. 8. Goucher, and R. Jacoby. The diameter of the single 
crystals of tungsten was increased by F. Koref, by glowing the wire in the vapour 
of tungsten hexachloride in the presence of hydrogen: WClz=W-+3Cl., and 
WCl,+3H,=W-+6HCl. The tungsten forms an adherent deposit on the wire, and 
as growth proceeds, the wire assumes a crystalline contour—four-, six-, or eight- 
sided—depending on the orientation of the crystal with respect to the axis of the 
wire. When the diameter of the wire has been increased 3 or 4 times, any further 
deposition results in the formation of new crystals with a different orientation. 
The microscope and the X-radiograms show that the structure of the deposit is 
identical with that of the original crystal. The subject was investigated by 
H. Fischvoigt and F. Koref, and by A. EK. van Arkel. J. A. M. van Liempt also 
developed a method of increasing the diameter of single crystals by electro- 
deposition from acid lithium tungstate. 
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§ 5. The Physical Properties of Tungsten 
The colour of the metal prepared by J. J. and F. de Elhuyar,! by the carbon 


reduction process, is steel-grey, with a strong metallic lustre. If slowly reduced 
at a high temp. the powder is coarse-grained, and grey, but if reduced slowly 
at a low temp., it is fine-grained and black (F. Wohler, J. J. Berzelius, H. HK. Roscoe, 
and M. E. Pennington and EK. F. Smith). ©. W. Siemens and A. K. Huntington 
said that the metal which has been fused is 
white and brittle, with a very close grain. 
The metal as prepared by F. Wohler, by 
hydrogen reduction, is a silver-grey or tin- 
white powder. H. von Wartenberg said that 
the purified metal has the colour of highly 
polished platinum; and L. Weiss added 
that it has a colour resembling that of 
mercury. ©. J. Smithells and H. P. Rooksby 
observed that the microstructure of a sample 
of tungsten showed small grains with sub- 
boundaries having a nearly uniform orientation in each crystal; these sub- 
boundaries are formed under the influence of stresses formed during the rapid cool- 
ing of the metal. E. Zettnow said that the powder consists of tabular crystals 
which are probably tetragonal prisms, but, as was shown by P. Debye, the crystals 
are cubic. This is proved by the interference figures and the X-radiograms. The 
space-lattice is a body centred cube, Fig. 3 ; the length of the edge of the cube is 


Fic. 3.—Arrangement of Atoms in the 
Tungsten Crystal, and the (112)-plane. 


700 INORGANIC AND THEORETICAL CHEMISTRY 


a=8:18 10-8 cm.; A. W. Hull gave 3-272 A.; and W. P. Davey gave a=3-155 A. 
The distance of closest approach of the atoms is 2-732 x 1078 cm. ; and if the at. wt. 
is 184, the calculated density is 19-32, which approaches the highest observed values. 
A. H. van Arkel, F. Skaupy, K. Becker, E. Schmid, T. Fujiwara, H. C. Burger, 
W. Herme-Rothery, J. Leonhardt, W. Rosenhain, J. Hengstenberg, and R. Gross and 
N. Blassmann studied this subject. F. 8. Goucher found that between ordinary 
temp, and the m.p., no change occurs in the space-lattice except that due to thermal 
expansion ; so that there is no evidence of an allotropic form of tungsten. The 


powder, spluttered films, and worked tungsten have all the same lattice structure 


—vide infra, tensile strength. A. KE. van Arkel, F. 8. Goucher, J. Hengstenberg and 
H. Mark, W. G. Burgers, H. C. Burger, and E. Schiebold discussed the deformation 
of the lattice by mechanical action—wide infra—and W. Braunbek, by raising the 
temp. J. A.M. van Liempt, and F. Koref and H. Wolff observed no measurable 
difference respectively in the heats of combustion, and from the heats of dissolution 
of worked and unworked tungsten. W. Geis and J. A. M. van Liempt calculated 
an increased energy content of 775 cals. per gram-atom of tungsten by cold working 
of the metal. They observed no evidence of a compression of the space-lattice by 
compression or rolling, and concluded that the phenomenon is physical and has to do 
with electrons ; it is not a question of structure or of crystallography. G. ‘Tammann 
and M. Straumanis, T. Fujiwara, and M. Ettisch and co-workers discussed the 
structure of hard-drawn tungsten wires. The cleavage is about the (100)-plane, 
but the slip planes on deformation are the (112)-planes—Fig. 3. HE. Sutter obtained 
over-growths with iron. A polished section of wire or rod does not show the 
crystalline structure, but inclusions like thoria are visible. J. Leonhardt studied 
the crystal’s structure. The metal is most rapidly attacked by etching reagents 
on the (112)-plane, and the corrosion figures, as shown by B. Schmidt, R. Gross 
and N. Blassmann, and C. J. Smithells, differ from those obtained with metals like 
iron, which, although having the same lattice structure, etch most readily on the 
(100)-planes, and show cubic etch-pits. The grain structure readily appears when 
the polished surface is etched for 4 to 10 minutes with boiling 3 per cent. hydrogen 
dioxide ; with a cold soln. of equal vols. of 10 per cent. sodium hydroxide and 
30 per cent. potassium ferrocyanide ; or with a hot soln. of hydrofluoric and nitric 
acids and water (3:1:4). Electrolysis etching is more difficult to control. 
R. Gross and co-workers found that when a hollow tungsten cylinder, in which 
the direction of the crystallographic axis was constant throughout, was etched 
with an alkaline soln. of potassium ferrocyanide, six equal faces were developed 
on the interior, and six on the exterior of the cylinder. ‘The interior faces were . 
set at 30° to the adjacent exterior faces. This relative position is in accordance 
with the rule that the exterior faces developed on an etched cylinder are the planes 
of maximum soln. velocity, those on the interior the planes of minimum velocity. 
When the temp. of a pressed ingot of tungsten is raised by the passage of an 
electric current, no change in grain-size occurs below 1000°-1050°; above that 
temp., the average grain-size increases, and the sp. gr. of the ingot increases, 
until, for a given temp., equilibrium is attained, and no appreciable change in 
structure takes place. The equilibrium grain-size is larger the higher the temp., 
and equilibrium is apparently reached in about 15 minutes. According to 
H. Alterthum, true equilibrium should not be attained until the ingot consists of 
one crystal; and if the period of heating be sufficiently prolonged at temp. a little 
below the m.p., this state is nearly attained. The time required to form the nuclei . 
of crystals decreases rapidly as the temp. is raised. Thus, at 3000°, the time 
required for the formation of nuclei is 180 min. ; at 3100°, 110 min. ; and at 3200°, 
45 min. 8. Ohashi found the relation between the temp., 0°, of crystallization and 
the time, ¢, of heating for the recrystallization of single crystal wires of tungsten 
is @=1250—250 log t. Z. Jeffries and R. 8. Archer gave 1200° for the lowest temp. 
of recrystallization. According to G. A. Meierson, the growth of crystals of 
tungsten does not commence below 1200° if the powdered metal be heated in a 
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stream of dry hydrogen. Should the latter contain moisture, growth commences 
at 1050°, and is accompanied by loss in weight of the sample. These effects are 
due to the formation of tungsten dioxide, which is volatile at 1050°. This, on being 
reduced, deposits tungsten on the crystals. Similarly, the formation of large 
crystals of tungsten in the reduction of tungstic anhydride is due to the volatility 
of the oxides WOs and W.0;, which assumes measurable proportions at 850° and 
900°, respectively. Where tungsten is prepared by the reduction of the trioxide 
the magnitude of the crystals of the latter has no influence on that of the product. 
Similarly, it is possible to prepare large crystals of dioxide by slow reduction of 
trioxide at an appropriate temp. 

The ingot is not uniformly heated by the electric current. Z. Jeffries, and 
C. J. Smithells have shown that there may be a difference of 150° between the 
centre and the surface, and between the middle portion and the ends fitted with 
water-cooled contacts. The largest crystals are produced at the lowest temp. 
capable of producing exaggerated growth; the average grain-size of the metal 
decreases as the temp. rises. Hence, also, since the rate of growth increases rapidly 
with temp., larger grains are formed in the centre of the ingot than in the outer 
layers ; and the large grains absorb their smaller neighbours. Exaggerated growth 
occurs from about 2500° to 2800°; below this range of temp., the ingot remains 
fine-grained—Fig. 4; and above, grain growth occurs throughout the metal without 
any marked contrast developing. Z. Jeffries found that this effect is exaggerated 
when there is any obstruction to the growth 


of the grains. For example, the presence of, & 

say, 0°75 per cent. of thoria, increases the “77 

differences in the grain-size by restraining the .& g.g¢ 

growth of the small grains, while the large N 

grains. grow around and include the obstruc- \ 7% 

tion. F. Sauerwald observed that the growth 8 yyy 

of the grains of loose tungsten powder under 8 

its own weight occurs at about 2500°, the < 4% — ho as See ry 


exact temp. depends upon the size of the 
grains, and on the magnitude of the press. 
Thus, grain-growth can be detected at 950° 
with powder of 0-6u average diameter, and with 3u diameter grain-growth 
occurs 70° higher. With a 0-6u powder, grain-growth occurs at 1200° with a 
press. of 10 tons per sq. in.; at 1050°, with a press. 24 times as great; and at 
900°, with a press. 4 times as great. The cause of the growth of the grains is 
attributed to a reduction in the surface energy when the grain-size increases ; 
the finer the particles, the more readily do the grains grow, and this is favoured 
by the greater the number of contacts with fine grains than with coarse ones. 
Z. Jeffries and R. 8. Archer gave 1200° for the recrystallizing temp. of tungsten. 
The subject was studied by J. A. M. van Liempt. M. Ettisch and co-workers 
found that the crystallites in soft wires are irregularly arranged, and in hard 
wires regularly. The subject was discussed by C. J. Smithells and co-workers, 
F. Sauerwald, W. G. Burgers, and H. P. and W. P. Davey. T. Fujiwara found 
that when the crystals of tungsten are deposited by the action of steam on 
polycrystalline and unicrystalline tungsten rods heated in moist hydrogen, the 
erystals formed on polycrystalline rods were rhombic dodecahedra with the (110)- 
faces sometimes appearing as hexagonal prisms, and some of the crystals were 
laminated. In the case of unicrystalline rods, the crystals on the etched surface 
had the same orientation as the parent crystal to which they were united by a 
(110)-plane. 

The early determinations of the specific gravity of tungsten were too low, no 
doubt owing to the impurity of the metal. For instance, J. J. and F. de Elhuyar 2 
gave 17-6; C. F. Bucholz, 17-4; W. Allen and A. Aiken, 17-22; F. A. Bernoulli, 
17-1 to 18:2; KE. Zettnow, 17-20 to 18:4 at 17-5°; L. von Uslar, 16-54 to 18-26 


Fic. 4.—The Effect of Temperature 
on the Grain-size of Tungsten. 
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at 21°; A. Riche, 17°2; and H. E. Roscoe, 19°129 at 17°/4°. Among the more 
recent determinations, G. Arrivant gave 15-8; J. Waddell, 18-5; L. A. Hallopeau, 
18-68 at 0°; H. Moissan, 18-7; M. HE. Pennington and EH. ¥. Smith, 18-64 at 0°; 
HK. F. Smith and F. F. Exner, 19-0; A. Stavenhagen, 16-6; S. M. Delepine, 18-61 
to 18-67 ; L. Weiss, 18-72 at 20° ; H. von Wartenberg gave 17-6 to 18-3 for massive 
tungsten, and 19-0 to 19-2 for the powder. TF. Koref found the sp. gr. of unannealed 
tungsten to be 19:19; and after heating to 1050°, 19-23; 1225°, 19-23; 1525°, 
19-26 ; 1900°, 19-26 ; 2200°, 19-26 ; and 2500°, 19-26. C. G. Fink found the value 
18-81 before drawing into wire, and 19-30, 19-58, and 19-86 when drawn into wire 
respectively 150, 10, and 1-5 mils in diameter. W. Geiss and J. A. M. van Liempt 
observed that the cold working of tungsten leads to 19-35 for the density. This is 
in agreement with the value computed from the X-radiogram. This means that 
there is no evidence of a compression of the space-lattice by hammering or rolling. 
P. Hidnert and W. T. Sweeney gave 19-211 for 99-98 per cent. tungsten. From the — 
X-radiograms, H. C. Burger obtained 19-37 when that of sodium chloride is 2-164. 
According to J. W. Avery and C. J. Smithells, there are changes in the sp. gr. of 
wires produced by the effects of the lubricant on the surface during the drawing 
of the wire; by the oxidation of fine wires; and by surface tension effects when 
small masses are weighed in liquids. The surface impurities must be removed 
before the sp. gr. of the metal is determined ; and the extent of the attack on the 
underlying metal affects the sp. gr.. Thus, a wire of 0-05 mm. diameter and. sp. gr. 
18-50, had a sp. gr. of 18-51 after it had lost 0-1 per cent. by etching with a soln. 
of sodium dioxide; 18-92 after a loss of 3-87 per cent.; and 18-91 after a loss of 
14-50 per cent. With coarser wires, the change in the sp. gr. is smaller. This 
means that the wires have an outer layer of smaller sp. gr. than the mass of the 
wire, and representing a larger proportion of the whole wire, the more its diameter 
is reduced. The sp. gr. of a tungsten ingot increases rapidly as its diameter is 
reduced by rolling, etc., so that after a 75 per cent. reduction in sectional area, the 
sp. gr. is 19-23—the value deduced from the X-ray spectral data is 19-32. This 
initial increase is due to the closing of the pores in the metal ; a subsequent decrease 
in the sp. gr. is connected with the break up of the crystal grains. The results with 
99-998 per cent. tungsten, A, and tungsten with 0-75 per cent. thoria, B, with wires 
of diameter d mm., are as follows: 


7 1, goo 5-0 3°0 1-0 0:3 0-05 0-03 


rc bela Bh I 68) 18-45 19-20 19-23 19-22 19-20 18-95 
eae. oe Ve2o 18-70 19-09 19-10 19-00 18-97 18-82 


M. L. Huggins estimated the atomic radius of tungsten to be 1:58 A.; L. Vegard 
gave 1:04 A. Observations were made by V. M. Goldschmidt, L. Pauling, and 
K. T. Wherry from which it follows that the value for sexivalent tungsten is 0-88 A., 
for quadrivalent tungsten 0-66 to 0-68 A.; and for typical tungsten atoms, 1-37 A. 
H. G. Grimm, J. C. Slater, and A. M. Berkenheim studied the at. radius; and — 
P. Vinassa, the mol. number. H. Schréder, and E. Donath and J. Mayrhofer dis- 
cussed the atomic volume ; and I. Traube, the at. soln. vol. LL. von Uslar said that 
the hardness of tungsten is greater than that of agate ; and H. Moissan added that 
when free from carbon it does not mark glass; and it may be filed with ease. 
C. G. Fink gave 4:5 to 8-0 for the hardness on Moh’s scale; J. R. Rydberg, 9-0; and 
L. Wiss, 6-5 to 7-5. A. G. Worthing and W. E. Forsythe gave for the hardness 
respectively on Rockwell’s and the sclerescopic scales : One-inch ingot, 20, and 45 ; 
the same ingot when swaged to 0-75 in. gave for the surface: 39, and 55:5, and for 
the centre : 23, and 35 ; and swaged tungsten gave 45, and 83—for compression, the 
values for tool-steel are respectively 61 and 95, showing that tungsten is only slightly 
less hard than tool-steel. EH. W. Engel gave 290 for Brinell’s hardness; and said 
that the metal can be filed and ground, but not easily machined. According 
to F. Koref, fine tungsten wires consisting of a single crystal may be softened by 
tempering for a short time above 2100° without recrystallization taking place, 
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provided that the amount of deformation which the metal has undergone does not 
exceed a certain critical limit depending on the nature of the drawing and the 
thickness of the wire. Thick wires readily recrystallize after only slight reduction 
in area, whereas thin wires may be reduced 80 per cent. before recrystallization 
sets in on tempering. All metallic single crystals appear to be strained internally 
during growth, and unless this strain is removed by suitable tempering the metal 
works badly and readily recrystallizes on subsequent annealing. The density of the 
wires increases during tempering and the electrical resistance also changes. 
K. Ruhstrat found that if tungsten be heated in the electric arc, and abruptly 
quenched, it becomes so brittle that it can be ground to a fine powder. 

H. Moissan observed that tungsten can be welded like iron by hammering at 
a temp. below its m.p.—vide supra, ductile tungsten. Z. Jeffries found a pro- 
gressive increase in the tensile strength of an ingot of tungsten as it is swaged and 
drawn into wire. Taking the diameter in mils (a mil is 0-001 inch) and the tensile 
strength in lbs. per sq. in., he found for an ingot 200 mils x 250 mils, 18,000 ; 
for swaged rod, 216 mils diam., 50,600; 125 mils, 107,000; 80 mils, 176,600; and 
26 mils, 215,000 ; and for drawn wire, 18 mils, 264,000 ; 7-23 mils, 340,000 ; 578 mils, 
366,000; 5:50 mils, 378,000; 3-96 mils, 483,000; and 1-4 mils, 590,000. The 
tensile strength of the drawn wire between 3 and 20 mils is an exponential function 
of the diameter, and increases more slowly with the finer sizes. F. 8S. Goucher 
found also that with a single crystal loaded in tension, the time required for fracture 
to take place is an exponential function of the load and temp. C. J. Smithells 
added that the hardness can be reduced by annealing, but it cannot be removed 
without exceeding the temp. of recrystallization. Coupled with great strength, 
drawn tungsten wire is markedly ductile at ordinary temp. C. G. Fink gave for 
the tensile strength of tungsten wires 5-0, 2-8, 1-5 and 1-2 mils in diam., the respective 
values 460,000, 480,000, 550,000, and 580,000 lbs. per sq. in. J. Konigsberger 
gave 270 to 285 kerms. per sq. mm. for the tensile strength of tungsten wires ; 
and 100 to 120 kgrms. per sq. mm. for single crystal wires. R. Tajime found the 
tensile strength of tungsten wire containing one per cent. of thorium, and having a 
diameter of 0-076 mm., is, in vacuo: 


27° 523° 1323° 1723° 2123° 2523° 2883° 
Tensity . 310 200 70 20 9 4-5 1-5 kgrms. per sq. cm. 


F. von Goler and G. Sachs gave the results in Fig. 5 for the tensile strength in 
kgrms. per sq. mm. of 0-1 mm. wires which have been heated to different temp. 


Exlernsion itn tata (4) 
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Fic. 5.—The Tensile Strength of Tungsten Fra. 6.—The Elongation of Single Crystals 
Wires heated to different temperatures. of Tungsten under Constant Load. 


S. J. Wright gave 3-886 x 1012 dynes per sq. cm. for Young’s modulus. C. H. Jones 
gave values for wires ranging up to 427 kgrms. per sq. mm. 

F. 8. Goucher showed that with single crystal. wires extended under a constant 
load, there is first a rapid extension which hardens the metal, and thereafter, the 
extension continues at a uniform rate until the wire breaks. There is no change 
in the orientation of the crystal when it is in the most favourable position for slip 
and the sectional area is decreasing, hence it follows that the resistance to slip is 
proportional to the applied stress—Curves I to ITI, Fig.6. With a multicrystal wire, 
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the observed effect is the joint effect of all the crystals in which slip occurs, so that 
the extension—time curve has the same form—Curve IV, Fig.6. With an aggregate 
of fine crystals the same relation may not be true because the rate of hardening may 
be modified by the crystal boundaries. When the diameter of single crystal wires 
is reduced by drawing through dies, they rapidly lose their characteristic ductility, 
becoming hard and eventually brittle; at the same time there is an increase in 
the tensile strength which is at first rapid. Thus, F. Koref found for the one-crystal 
wire prepared by J. Pintsch’s process : | 


Diameter ° 0-160 0-149 0-142 0-125 0-070 mm. 
Tensity . - 105-5 135 BA NST 149 178 kgrms. per sq. mm. 


The hardness may be removed by heating the wire to a high enough temp., so 
that the one per cent. elongation of the hardened wire increases 8 per cent. on 
annealing. Thus, for a single crystal wire 0-07 mm. diam., the tensile strength 
was 119 kerms. per sq. mm.; when drawn to 0-052 mm., 133; when annealed 
10 min. at 1500°, 130; 10 min. at 1800°, 130; 0:5 min. at 2100°, 1380; and 10 min. 
at 2100°, 119. According to F. Koref, recrystallization occurs on heating if the 
reduction in area exceeds 60 to 80 per cent.; the temp. at which this occurs is 
lower the greater the amount of deformation, and it may occur at a temp. below 
that required for the removal of the hardness. Single crystal wires can therefore 
be reduced in area by alternately drawing and annealing to remove hardness pro- 
vided the reduction in area at each stage does not exceed a critical value. F. Koref 
discussed the effect of crystal structure on the mechanical properties of tungsten ; 
E. C. Bain and Z. Jefiries, the effect of mechanical work on the crystalline structure ; 
and H. B. de Vore and W. P. Davey, the preferred orientation caused by mechanical 
work. F. 8. Goucher measured the rate of flow of tungsten single crystals under 
constant load at 1000° K. and 2000° K. The results show an internal hardening 
which increases rapidly in the early stages of deformation and which tends to 
become proportional to the increase of stress in the later stages ; this stage occupies 
the major portion of the time required for the fracture of such crystals. The harden- 
ing is greater at the lower temperature, and there is evidence that the rate of 
deformation is an important factor in the hardening process. This hardening may 
be removed by annealing at 2500° K. for 2 min. An X-ray study of these crystals 
at all stages of their deformation reveals distortions—crystallographiec in nature— 
which increase progressively with the degree of deformation. Annealing these 
crystals produces no apparent alteration of this distortion. — 

Z. Jefiries and R. 8. Archer found the effect of temp. on the tensile strength of 
two kinds of tungsten wire (No. 1—cold drawn; No. 2—annealed—Fig. 7), and 
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observed that the tensile strength increases on a falling temp. but is lower at 
—185° than at room temp. This effect has been observed only with tungsten. 
The effect of temp. on the reduction in area, Fig. 8, increases with rising temp. 
The reduction in area is greater with the cold drawn than with the annealed wire. 
The effect of temp. on the elongation increases on a falling temp., Fig. 9, until 


: 
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the region of low temp. brittleness is attained. The maximum elongation occurs 
at lower temp. the greater the amount of cold working, but the actual elongation 
at this maximum decreases as the amount of working increases. Comparing the 
elongation and tensile strength curves, it follows 
that the development of brittleness is accom- 
panied by a sharp rise in the tensile strength. 
F. $8. Goucher also found that the tensile 
strength of drawn wire is greatest at about 0° 
but falls off rapidly at about 727°, probably 
owing to recrystallization. Long crystals pro- 
duced by annealing at about 2727° have a 
lower tensile strength at 0°; and a single 
crystal wire, containing 2 per cent. of thoria, | 
has a tensile strength about 3 times that of git rE oy 
tungsten alone. The load in kerms. per sq. ao {208 4 rad ot", 
mm. required to fracture a single crystal wire Fie. 10.—The Tensile Stone abe 
in one minute at different temp. is illustrated Cepatal Wires eek tik UEP 
by Fig. 10. Most of the fractures below 527° | 

are intercrystalline, showing that the crystal is stronger than the crystal 
boundaries. There are sharp changes in the curves near 577°, 1327°, and 
2377° ; these are said to be consistent with the electrical resistance curve of 
I. Langmuir; and with the thermal expansion curve of A. G. Worthing. The 
meaning of the discontinuities is unknown. W. E. W. Millington and F. C. Thomp- 
son also studied the plastic deformation of wires of single crystals of tungsten. 
P. Hidnert and W. T. Sweeney added that the “ transformation points appear to 
be erroneous, and inconsistent with the work of other investigators.” 

K. Griineisen said that tungsten has the highest known elastic limit with 
the possible exception of iridium. 8S. J. Wright gave for Young’s modulus # 
=3'886 x 1012 dynes per sq. cm., taken longitudinally. W. Geiss found the 
modulus of elasticity H can be represented as a function of the temp., T° K. for single 
crystal wires by H=EF){(7,,—T)T 4 1}9 263, where T',, denotes the m.p. on the 
absolute scale, and Hy the modulus at 27°, or 40,000 kgrms. per sq.mm. H. Schén- 
born found the elasticity of drawn wire is in accord with Hooke’s law, and varies 
from 34,800 to 37,300 kerms. per sq. mm. at room temp., and falls to 3200 kgrms. per 
sq. mm. at 1027°. H. L. Dodge studied the effect of temp. on the elasticity of 
tungsten. He gave 35:-5+101 dynes per sq. cm. at 20°, a value rather lower than 
C. G. Fink’s 41-4101 dynes per sq. cm. The modulus was found to decrease 
uniformly with a rise of temp. up to 1000°, at which temp. it is 32:3 x 1011 dynes per 
sq.cm. A. L. Kimball and D. E. Lovell gave 38-7 x 1011 dynes per sq. cm. for the 
elastic modulus of swaged tungsten; and W. Widder, H=EH {1 x 0-0003472(0—20)}. 
The torsion modulus of tungsten was found by W. Schriever to be greater than that 
of any other known material, the value at 2527° being equal to that for steel at 
room temp. W. Geiss gave for the torsion modulus G, as a function of the temp., 
TS K., G=Go{(Ln—T) Lm 1} ° 263, where T,,, denotes the m.p. on the absolute scale, 
and Go, the modulus at 0°, or 17,100 kgrms. per sq. mm. at 27°. L. P. Sieg found 
large variations with different samples of tungsten. According to W. Schriever, 
the torsion varies from 9000 to 22,000 kerms. per sq. mm. at room temp. and 
decrease slightly with temp. up to 727° ; between 727° and 1727° the modulus falls 
more rapidly, being 3060 kgrms. per sq. mm. at 1727°. The value for equiaxial 
tungsten is greater than for drawn wire, and increases with grain-size. Both the 
torsion modulus and the tensile strength increase as the diameter of the wire 
decreases. J. Konigsberger gave 8-1 x10! to 9-1 x10" C.G.S. units for the torsion 
modulus of tungsten wires, and 15-510" to 18x10!! C.G.S. units for single 
crystal wires. EK. Edwards and co-workers examined. the increase in the torsional 
stiffness produced by increasing the tension of tungsten wires. 8%. J. Wright gave 
1-514 x 1012 dynes per sq. cm. for the modulus of rigidity of tungsten. 


VOL Si eB A 


RS 


aS 


S 


Load ir kerins. Per SG. lan. 
RS 


706 INORGANIC AND THEORETICAL CHEMISTRY 


T. W. Richards and E. P. Bartlett found the compressibility of tungsten to 
be 2:85 x10~7 at 20°, and it appears to be smaller than that of any known metal. 
P. W. Bridgman found the vol. compressibility of single crystal wires to be: 
— 6v/v=2-18 x 10—-"p—1-4 x 10122 at 30° ; and —dv/v=3-18 x 10~"p—1-5 x 1012p? 
at 75°; for swaged rod,—dv/v=2-93 x 10—7p—1-5 x 10-122 at 30°; and —dv/v 
= 2°95 x 10~*p—1-5 107122 at 75°; and for drawn wire, —dv/v=3-15 x 10~“p 
—1-6 X10712p2 at 30°; and —6v/v=3-16 x 10~*p —1-5 x 10-12p? at 75°. The com- 
pressibility 8, at 30° for drawn wire and swaged rod are, respectively, 6=0-0,315 
and 0:06293; 68/Bdp=0-04,102 and 0-0,102; —éa/adp=0-0;2 and 0-0;4; and 
—B1(da/adp)=1-24 and 13-7, where a denotes the coeff. of thermal expansion. 
L. H. Adams gave 68=--0:03. T. W. Richards gave for the internal pressure, 
13,400 megabar at 20°; R. F. Mehl gave 1020 kilomegabars, and for the maximum 
disruptive press., 3570 kerms. per sq. mm. K. Jokibe and 8S. Sakai gave for the 
viscosity of tungsten, at 16°, n=9-37 108; and G. Subrahmaniam, 8-638 x 108. 
A. L. Kimball and D. E. Lovell also made observations on the internal friction of 
tungsten. P. W. Bridgman studied the effect of pressure on the rigidity. For 
the diffusion of carbon, and of thorium in tungsten, vide infra; G. Grube and 
K. Schneider, and J. Laissus studied the diffusion of tungsten into iron; and 
J. M. Eglin, of barium into tungsten. 

C. G. Fink? found the coeff. of thermal expansion of a tungsten wire, 0-005 in. 
diam., to be a=0-0;336 between 20° and 100°; and he gave a=0-0,43 for tungsten. 
I. Langmuir gave 0-0;38 between 1000° and 1500° ; 0-0,;44 between 1500° and 2000° ; 
and 0-0;41 between 1000° and 2000°. H. L. Dodge obtained 0-0;456 over the range 
20° to 675°. If be the length of the filament at 300° K., then, for a temp., T° K., 
between 1200° K. and 2500° K., 81/J=0-00245(7'—300) x 10~8-++-0-000567(7'—300)? 
x10~6. A. G. Worthing obtained 0-0,444 at 27°; 0-0;56 between 1000° and 
1500°; 0-0;66 between 1500° and 2000°; 0:0,61 between 1000° and 2000°; or 
0:0;519 at 1027°; and 0-0;726 at 2027°. If lg is the length at 300° K., and / the 
length at a temp. 7° K. between 1200° K. and 2700° K., 68l/lp=0-0;449(7—300) 
+0:0;524(7'—300)3 ; and for temp. 7° K. between 300° K. and 2700° K., di/lo 
=0-0;444(7—300) +-0-0)645(7—300)?+0-0,22(7'—300)3 ; or 

RR eae Poo 1200° 1500° 1800° 2100° 2400° 

Os : . 0°0;444 0-0,506 0-0,550 0-0,606 0:0,674 0:0,754 


The results of A. G. Worthing can be represented by J=1I,7(1+-0-0;4440 
+-0:039450?2-+-0-0;522063), and D. W. Berlin’s results were in agreement with this. 
W. Widder gave 0-00000456 at 20°, and 0-0000038 at —190°. K. Becker gave 
0:0;75 between 18° and 2200°; 0-0;66 between 18° and 1750°; and 0-0,58 between 
18° and 1380°. J. Disch gave: 
—190° to0°  —100° to 0° 0° to 100° 0° to 200° = 0° to. 300° ~—:0° to 400° 
aL YAP GOSS 0:0;41 0-045 0:0;46 0:0547 0:0;48 


or, if /g refers to the length at 0° and / the length at 6°, J=19(1-+-0-0;4460-+-0-097362) 
between 0° and 400°; and J=/9(1-+0-0;4450-++-0-0,32862) between —190° and 200°. 
F. 8. Goucher said that there is evidence of discontinuities in the thermal expansion 
at about 850° K., 1600° K., and 2650° K., but P. Hidnert and W. T. Sweeney and 
others have not been able to confirm this statement. P. Hidnert and W. T. Sweeney 
represented their results between —105° and 502° by J=I9(0-0;4280-++0-095802) ; 
and they found the average values to increase regularly with temp. : 


—100° to —50° —50° to 0° 0° to 50° 50° to 100° 100° to 200° 200° to 300° 300° to 400° 


a! Pat TOUaRa mS 0:0;43 0-0,43 0-0;44  0:0,45 00,46 0-0,47 
400° to 500° + —100° to 0° 0° to 100° 0°to 200° 0° to 300° 0° to 400° 0° to 500° 
tt aatdall pa Se 00,42 0-0;43 0-0;44 0:0,45 0:0,45 0:0,46 


and for the range —100° to 500°,a=0-0,45. W. D. Coolidge gave 0-35 cal. per 
cm. per degree for the thermal conductivity of tungsten; 8. Weber, 0-383 cal. 
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per cm. per degree or 1-605 watts per cm. per degree at 0°, and T. Barratt and 
R. M. Winter, 0-476 cal. per cm. per degree at 17°, and 0-472 cal. at 100°. The 
relation of the thermal and electrical conductivities was studied by H. Griineisen 
and HE. Goens. A. G. Worthing found that the thermal conductivity in watts per 
cm. per degree increases linearly from 1000° K. to about 2500° K. : 


ERP ATSS 4 mil.OO0? 1300° 1600° 1900° 2200° 2500° 2800° 
Conductivity 0-84 0-93 1-02 1-09 1-15 1-21 1:27 


C. Zwikker gave for the thermal conductivity, & watts per cm. per degree : 


TES rc aiykSO0? 2000° 2200° 2400° 2600° 2800° 
Nas : Deiises 1-29 1:33 1-37 1-405 1-43 


H. V. Regnault 4 found the specific heat of tungsten to be 0-03342 ; and L. Weiss, 
00358. J. Dewar gave 0-0095 between —253° and —196°; P. Nordmeyer and 
A. L. Bernoulli, 0-0357 between —185° and 20°; A. W. Grodspeed and EK. F. Smith, 
0:0338 between 20° and 100°; H. Mache, 0:0336 between 0° and 100°; HE. Defacqz 
and M. Guichard, 0-0340 between 15° and 93°; and 0:0375 between 15° and 423° ; 
M. von Pirani, 0-033 at 340°; 0-036 at 1000°; and 0-041 at 1350°; W. Geiss and 
J. A. M. van Liempt gave 0-0323 ; O. M. Corbino, 
0-0334 ; whilst K. K. Smith and L. I. Bockstahler  ” 
gave 0-045 between 2375° K. and 2475° K.—this | 
is eq. to an at. ht. of 8:3. K. K. Smith and 


Og 


P. W. Bigler found 0-0479 for the sp. ht. at 2095°  & 7 
to 2212°. The last-named results were discussed ‘ 
by P. F. Gaehr. H. A. Jones and co-workers gave -& 

CO,=4-70+0-0015T. W. Geiss and J. A. M van s 4 
Liempt observed no perceptible difference in the * . 


sp. ht. of cold-drawn and of crystallized metal. 2 
The corresponding atomic heat varies from 1-75 Sea He SUES 
between —253° to —196° to 8-75 between 2095° tile wi Sots 0) 
and 2212°. F. Wiist and co-workers gave C,=6-17 foes Pe stat Se, Mcgee 
at 100°, and 6-72 at 1500°. F. Lange found for Er tushen fee ee, 
the sp. ht. 0-47 at —240°; 1:00 at —230°; 1-65 

at —220°; 2-26 at —210°: 2-78 at —200°; 3-25 at —190°; and 3-69 at —180°; 
and W. M. Latimer obtained 6-0 for the at. ht., Cy, between 250° and 900°. 
F. M. Jager and EH. Rosenbohm gave for temp. up to 1300°, and for tungsten free 
from oxide, ¢,=0-02744-+-0-132672 x 10-40—0-091488 x 10 862---0:067812 x 10-63, 
or abbreviated, ¢,—0-0274412+-0-00001326. H. Danz gave: 


400° 500° 600° 700° 800° 900° 
Cp : oe eho 7:304 7-409 7-515 7°620 7°724 
Cy : ~ «002 7:180 7:264 7347 7-429 7:506 


C. Zwikker gave the following results, Fig. 11, for the at. ht. of tungsten at different 
temp. on the absolute scale : 


FSS ‘ a LOO: 200° 300° ~~~ +600° 900° 1200° 
Cp ; AL TRG 5:32 5:90 6-23 6°57 6-90 
Cy ; ae he 5°30 5:87 6-15 6-44 Grad 
PIR 4 ; . 1500° 1800° 2100° 2400° 2700° 3000° 
Cp : riers! 7:56 7:89 8-22 8-56 8°89 
Cv , aa its) ELS: 7°36 7:50 7°62 leg 


F. M. Jager and EH. Rosenbohm made analogous observations. A. Magnus and 
H. Danz gave for the at. ht. of 99 per cent. tungsten over the range 400° to 900°, 
C,,=6-7807-++0-00104750 ; and A. Magnus and H. Holzmann, C,—5-8947-+-0-0383380 
between 100° and 900°; and H. A. Jones and I. Langmuir gave C,,=4-7+-0-00157 
for the at. ht. between 900° and the m.p.; C, is here expressed in cals. per gram- 
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atom per degree. Since the vol. of a wire 1 cm. long and 1 cm. diamter is 47 c.c., 
the conversion factor from cals. per gram-atom to watt seconds per degree is 
mw X 19-35 x 4-185/4 x 1840-3456. He discussed the application of P. Debye’s 
formula. A. G. Worthing obtained for the at. ht., 6-20 at 330° K.; 6-50 at 1200° K. ; 
6:95 at 1500° K.; 7-40 at 1800° K.; 7-85 at 2100° K.; and 8:30 at 2400° K.; 
and for the at. ht. at constant vol. he gave 5-95 at ordinary temp., 6:25 at 1200° K., 
and 7:35 at 2400° K: A. G. Worthing also found that EH. Grineisen’s relation 
a/C, rises from 7-16 <10~7 at 330° K. to 9-08 x10~7 at 2400° K. KH. D. Hastman 
and co-workers computed C,—C,—0-050 Cal. per degree per mol. A. Magnus and 
H. Holzmann, O. M. Corbino, L. I. Bockstahler, and H. Hunkel also obtained values 
in close agreement with those of A. G. Worthing. J. Maydel discussed some relations 
of the sp. ht. ; and W. M. Latimer, the thermal energy of the electrons in tungsten. 

According to C. W. Siemens and A. K. Huntington,® tungsten can be fused in 
the electric arc furnace ; H. Moissan also fused the metal in the are furnace, and 
noted that it is less fusible than chromium and molybdenum. lL. Weiss fused the 
metal by heating it in the electric arc, between graphite electrodes; and the 
Allgemeine Hlectrizitiits Gesellschaft obtained fused tungsten from rods made — 
of the compressed powder as anodes for the electric arc. There are difficulties 
in determining the m.p. of the highly purified metal with a disappearing filament 
pyrometer: (i) The fixing of the thermometer scale ; and (11) when the pyrometer 
is focussed on the surface of the molten metal the observed “ brightness’’ temp. 
has to be corrected for the spectral emmissivity. If a block of fused tungsten be 
under black body conditions, 7.e. contained in an enclosed vessel whose walls are 
uniformly heated to a temp. 7’, its temp. will be 7; if the block of tungsten could 
be removed without altering its temp., and its brightness matched with the dis- 
appearing filament pyrometer, its temp. would appear to be at some lower temp. 
say, Ty, called the brightness temperature. If instead of matching the brightness 
of the tungsten, its colour be matched against that of the black body, it will appear 
to have another temp., say, 7'¢, called the colour temperature with tungsten, the 
colour temp. is always higher than the true temp. by about 0-6 per cent. at 1000° K., 
and 2-3 per cent. at 3500° K. The brightness temp. is related to the true temp. by 
the equation T—1—T,1=C,—1A2:303 log, eA, where eA is the spectral emissivity 
for a wave-length A, and Cy is a constant. If the temp. of the block of tungsten 
be measured by comparing the rate of radiation of energy with that of the black 
body, its temp., say 7',, is called the radiation temperature, will be lower than the 
true temp. This subject was discussed by C. Zwikker, R. Davis and K. 8S. Gibson, 
EK. Lax and M. Pirani, F. Wolfers, H. A. Jones, F. Henning and W. Heuse, 
M. L. Phillips, H. Hunkel, and H. C. von Alphen. C. Zwikker gave 7-1—Te1 
=AC,12-303 log, eA, where Co=14,330u degree. A. G. Worthing and W. E. For- 
sythe found for the corresponding temp., up to the m.p. (3655° K.) : 


True temp., 7 so LOOO 1500 a ZzGOUR 2500° 3000° 3500° 3655° K, 
Colour temp., 7,- . 1006° 1517°. | 2033° 2557° 3094° 3646° 3817° K. 
Brightness temp., 7, 966°  1420° 1857° 2274° 2673° 3053° 3165° K. 
Radiation temp., 7; 581° 991° 1428° 1859° 2286° 2704° — °K. 


H. von Wartenberg gave 2800° to 2850° for the melting point of tungsten ; 
M. von Pirani, 3100°, and 3250°; O. Ruff and O. Goecke, 2575° for 99-2 per cent. 
tungsten, and O. Ruff gave 2650° for the pure metal. C. W. Waidner and 
G. K. Burgess said that the m.p. is 3080°; W. E. Forsythe, 3027°; W. R. Mott, 
3402°; M. von Pirani and A. R. Meyer gave 3100°; I. Langmuir, 3267°; and 
G. P. Luckey, and A. G. Worthing, 3357°—and 3372° to 3392°—M. von Pirani 
and H. Alterthum obtained 3387° for the m.p. of tungsten melting under black 
body conditions; and F. Henning and W. Heuse similarly obtained 3370°. 
G. P. Luckey found that the effect of the pressure of the atmosphere of nitrogen 
on the m.p. is represented by 3350° at 1 atm. press.; 3321° at 8 atm.; 3309° at 
14 atm.; 38289° at 21 atm.; and 3291° at 28 atm. P. Woog discussed the hollow- 
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ing out of tungsten bars by central fusion by the passage of a heavy electric 
current ; and L. P. Sieg, the relation between the m.p. and the coeff. of elasticity. 
C. W. Siemens and A. K. Huntington, and H. Moissan noted the volatilization 
of tungsten when it is melted in the electric arc furnace. EH. Tiede and EK. Birn- 
brauer found that in a vacuum furnace tungsten at 2450° yields a sublimate of 
rhombic or rhombohedral crystals—as indicated above, the crystals are cubic. 
When the sublimate condenses in a crystalline form on hot surfaces, a. mirror is 
formed on a cold surface. M. Arndt observed that when an electric arc with a 
tungsten anode is heated in vacuo, the vaporized metal condenses in films. 
M. R. Mott gave 6300° for the boiling point ; I. Langmuir calculated 4727°; and 
C. G. Fink, 3700°. According to I. Langmuir, the rate of evaporation of tungsten 
in vacuo, m grms. per sq. cm. per second, at T° K., is log m=15-402—47444T7-1 
—1-4 log T: 
eK. 1600° 2000° 2400° 2800° 3200° 3655° 
Os Aiimsteainand aly od path ad KG a FOS CEO 19% 85528: 1078) 8279 2 10-854 4-70 x 10—4 


The subject was discussed by H. A. Jones and co-workers, and M. R. Andrews. 
C. Zwikker gave log M=11-92-4-84 x 1047~1—0-368 log T—0-000167, where M 
_ denotes the number of grams evaporated per sq. cm. per second, and 


ne Fon te 15007 2000° 2500° 3000° 3400° 
M 0-05,178 0-043155 0-0,833 0-0,105 0-0,708 


G. R. Fonda found that the rate of evaporation is independent of the diameter of 
the wire between 0-051 and 0-254 mm. ; but it is affected by the grain-size. Thus, 
_ for a fine-grained wire at 2900° K., M has a mean value of 41077, but with a 
coarse-grained wire, M=2:6x10—’. The rate of evaporation determines the limit 
of temp. at which the filament lamp can be operated. I. Langmuir showed that 
the rate of evaporation is reduced if the filament is surrounded by an atmosphere 
of a neutral gas. G. R. Fonda found that with a wire 0-051 mm. in diameter, 
the rates of evaporation in vacuo and in nitrogen were respectively M=420 and 21 ; 
and with a 0-69 mm. wire in nitrogen and in argon M=13, and 9 respectively. 
W. H. Rodebush observed the value of A in the equation for the number of electrons, 
nm, evaporating from a metal filament per sq. cm. per sec., n=AT—ie—*/T, to be 
1-48 x 1026 when the calculated result at 2000° K. is 6-00 x1026. The subject was 
studied by 8. Weber, F. J. Wilkins, E. Oosterhuis, and G. R. Fonda. The last- 
named observed that the rate of evaporation of tungsten filaments at 2870° K. in a 
mixture of argon with 14 per cent. nitrogen varies from 2 10~® to 230 x 10~® grm. 
per sq. cm. per sec. as the pressure is reduced from 1650 toO mm. A. G. Worthing 
and W. C. Baker observed that the rate of evaporation of tungsten is positively 
affected by strong electrostatic fields, the effect disappears if the field strength is less 
than a million volts percm. H. Alterthum studied the effect of salt vapours on the 
evaporation of tungsten. The volatility of tungsten is increased in a vacuum lamp 
if the metal has been sprayed with various salts—particularly the halogen salts. 
Reaction occurs between the filament and the wall as well as on the filament and 
at the wall. I. Langmuir found that the vapour pressure of tungsten, p mm., 
can be represented by log p=15-502—47444T 1—0:9 log T, for 


ES gt 2000" 2400° 3200° 3400° 3540° 5100° 
Be 6 O56. 107,47 4:92)<.10—8 4-67 x 107° 3:20;¢10° 4 0:08 760 


The values at the m.p., 3540° K., and the b.p., 5110° K., have been obtained by extra- 
polation. P. Winternitz also calculated values for the vap. press. of tungsten : 
log p=—48982-72T-1+-1-78 log T+3, so that p=1 at 5100°; and J. A. M. van 
Liempt gave log p=—464407-1+9-15. W. Herz said that the heat of fusion has 
a value between 1000 and 5000 cals.; and I. Langmuir, that the latent heat of 
vaporization at a temp. T° K. is A=218,000—1-87 cals. per gram-atom. This is 
greater than the heat developed by any known chemical reaction. P. Winternitz 
gave 223,900 cals. per gram-atom at room temp.; M. R. Andrews, 177,000 cals. ; 
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and F. 8. Mortimer, 201,200 cals. L. Hamburger and co-workers discussed the 
trouble attending the use of tungsten filaments by the sublimation-of the metal on 
to the walls of the glass bulbs. J. A. M. van Liempt gave 40-49 to 41-62 for Trouton’s 
constant ; and I. Langmuir, 3-5 for the chemical constant—F. Simom gave 0-012. 
M. Delépine and L. A. Hallopeau gave for the heat of oxidation, (W,30)=195-41 Cals. 
at constant vol., and 196-3 Cals. at constant press. ; and (W,20)=131-4 at constant 
press. L. Weiss gave 321-08 Cals. per eq. for the heat of combustion. J. EH. Moose 
and 8. W. Parr gave 1059 cals: per gram, or 194-9 Cals. per mol. ; W. G. Mixter, 
196-3 Cals. per mol. J. A. M. van Liempt observed that the difference between 
the heats of oxidation per gram atom of worked and unworked tungsten, viz. 193-5 
and 195-0 Cals. is within the limits of experimental error ; and F. Koref and H. Wolff 
found the heats of dissolution of cold-drawn, and recrystallized tungsten show no 
measurable difference. G. N. Lewis and co-workers, and HE. D. Eastman gave 8-4 
for the at. entropy of tungsten at 25°; R. C. Tolman, 53-7 at 25°; B. Bruzs gave 
8-4 at 25°, and 27-4 at the m.p.; and W. Herz, 14:60. The subject was discussed by 
W. M. Latimer, W. Herz, and by E. D. Eastman and co-workers. R. D. Kleeman 
discussed the internal and free energy of tungsten. 

H. von Wartenberg ® found the index of refraction of tungsten to be »=2-76 ; 
the absorption coefficient, :—2-71; and the reflecting power, R=48-6 per cent., 
for A=0-579u. A. G. Worthing found p and & for tungsten at 27° to be respec- 
tively 3-86 and 0-81, and at 1627°, respectively 3-85 and 0:89. W. W. Coblentz 
found for the percentage reflecting power, R, of tungsten for light of wave-length A: 

A . O04 0:5 1-0 2-0 4-0 6-0 8-0 10-0 12-0 
Rk - 47:0 49°3 62-3 84-6 92-8 94-6 95-6 95:5 96-3 per cent. 


J. T. Littleton found at room-temp., R=54:5 per cent. when A=0-589u. The 
subject was discussed by G. Jaffé. F. EK. Dix and L. H. Rowse gave for the indices 
of refraction, pz, extinction coeff., wk, and percentage reflecting power, f : 


A . = 6710 630 570 490 450 370 350 
pe seel:62 1-42 1-28 bed 1-08 0-87 0-82 
pe Rohn te Bt O0 3°60 3°27 2°94 3°38 2°78 2°57 
R oe 029 70-2 67°8 66:0 69-1 69-0 67-1 


W. Weniger and A. H. Pfund studied the reflecting power of tungsten; and 
R. Hamer examined the effect in the ultra-violet. A. Grau studied the luminosity 
curves of tungsten. A. G. Worthing measured the spectral emissivity, ec, by heating 
tungsten tubes drilled with small holes, and measuring the ratio of the brightness of 
holes (under black body conditions) to the brightness of the outer tungsten surface. 
He found for temp. up to the m.p. 3655° K. : 


dE Gan OR -, 800% 1000° 1500° 2000° 2500° 3000° 3500° = m.p. 
0:665u . 0-470 0-456 0-445 0-435 0-425 0-415 0-405 0-402 
0-467 . 0-505 0-486 0-476 0-469 0-462 0°455 0-449 0:447 

e < mean . — 0-464 0-457 0-452 0:446 0-440 0-434 0-433 

colour ; — 0-396 0:383 0-370 0-355 0-343 0-329 0-324 
total - 0-032 0-114 0-192 0-260 0-303 0-334 0-351 0-304 


B. T. Barnes studied the emissivity of carbonized tungsten. E. P. Hyde and 
co-workers represented the relation between the colour temp., 7,, and the total 
radiation, [,—aT¢*:93, where a is a constant. C. Zwikker gave for the spectral 
emissivity, eA, for A=0-665u, and the total radiation, J,, in watts per sq. cm., 


OTS, 200% 1500° 2000° 2500° 3000° 3400° 
eA . 0°458 0-451 0-440 0-427 0-415 0°407 
I; oe Se TD 5:52 24:0 69-4 162 291 


H, A. Jones gave for the radiation, J,, from the surface in watts per sq. cm., 


PUK 6 218° Ra00e 500° 1000° 1500° 2000° 2500° 3000° 3655° 
Ly #10 0:0416 0:00970 0-602 5:54 23°9 69-2 160-1 399-4 


TUNGSTEN 711 


C. Zwikker found that if B is the brightness of a black body at 7, expressed in 
international candles per sq. cm., and By the brightness of tungsten at Ty, 
B=Boe%2!2-3303(T,-1—T 5-1). The subject was discussed by G. Holst and 
co-workers. The total emissivity, e7, is given by the relation I,=epoT4, where I, 
represents the radiation intensity, 7.e. the total radiation per unit area, and o is a 
constant. The normal brightness, B, at any temp. is the candle power per sq. cm. 
measured in a direction normal to the surface : 


he IX. oy LOO” 1500° 2000° 2500° 3000° 3500° m.p. 
B - 0-00012 0°33 20-0 237°5 1257 4220 5740 


Tungsten deviates from the cosine law for luminous radiation which requires 
that an element of the light source shall appear equally bright from any angle 
Actually, as the angle varies from normal to grazing incidence, the brightness 
increases and decreases rapidly. The efficiency of the light emissivity of a tungsten 
filament is measured by the ratio of the input in watts to the light emitted expressed 
in terms of lumens per watt. Let J, denote the total radiation intensity in watts 
per sq.cm.; and #, the luminous efficiency in lumens per watt : 


Tee SOU 1000° 1500° 2000° 2500° 3000° 3500° 3655° 
Ir . 0-0015 0-654 5°55 23°72 67-60 153-9 300 360 
fees — — 0-20 2°78 11-67 27:1 45-9 53°1 


KH. O. Hulbert measured the variations in the emissivity of tungsten wires for 
light of wave-length from A=3200 A. to 5500 A. between 1746° K. and 2785° K., and 


found : 


A . 3478 3956 4435 4916 5400 5641 A, 
H - 0-470 0-484 0-466 0-460 0-447 0-436 


Observations were also made by F. Henning, and E. Furthmann. M. Luckiesh and 
F. K. Moss discussed the luminosity of the tungsten lamp. The eye is not equally 
sensitive to light of all wave-lengths ; according to B. P. Dudding and C. J. Smithells, 
there is a maximum in the relative visibility for light of wave-length 0-0,55 cm. 
The luminous value of the radiation renders it necessary to multiply the energy at 
each wave-length by the relative visibility. The efficiency, H, increases as the 
temp. is raised, but at the same time there is a slight decrease owing to the radiation 
becoming selective, and approaching that of a black body. A. G. Worthing 
and W. H. Forsythe found for a tungsten wire 1 cm. long and 1 cm. diameter, in 
vacuo, the following value for the current, C amps., the fall of potential, V volts, 


the resistance, R ohms, the power, P watts, and the luminous flux, in lumens : 


SK: . 300° 1000° 1500° 2000° 2500° 3000° 3500° 3655° 
R ; -- 0:0;718 32:73 53°35 75:20 98-40 122-5 147-2 155 

V : i EO Ro 8-23 30-7 75:5 146-3 247-7 381 428 

C ; oa, 2 OLS 0-251 0-575 1-004 1-487 2-020 2-59 2°76 
1% : -. 0:00045 2-068 17-62 75:8 217-5 501-0 985 1180 
Lumens : — 0:0012 3:3 208-5 2490 13300 45200 61800 


B. EH. Shackelford discussed the difference in the brightness of the inner and outer 
surfaces of a heated tungsten helical filament ; G. Ribaud, the relation between the 
current and the temp. of tungsten filaments; and W. Geiss, the relation between 
the total radiation and the electric resistance. The efficiency of a tungsten filament 
in vacuo determines its temp., and this enables the temp. scale to be reproduced. 
R. E. Nyswander measured the selective radiation in the ultra-red and found a 
maximum for A=2-3u at 1278°; for 1-9u at 1547°; for 1-7 at 1729°; for 1-6lu 
at 1826°; for 1-52u at 1934°; for 1-475 at 1994°; and for 1-425 at 2063°. The 
bands of selective emission in the ultra-red observed by R. E. Nyswander were 
shown by W. W. Coblentz to be atm. absorption bands. The wave-length of the 
maximum emission of a tungsten filament lamp was 1-43, and with a carbon fila- 
ment lamp, 1:48u. A. H. Taylor discussed the luminous efficiency of tungsten 
filament lamps ; H. B. Dorgelo, the absorption of light by tungsten ; A. G. Worthing 
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the deviations of the light from the cosine law; W. H. Forsythe and F. Christison, 
A. L. Hellgott, and B. T. Barnes, the energy of the radiation; and H. C. von Alphen, 
the radiation. 

The emission of electrons from hot tungsten has been studied by O. W. Richard- 
son,’ H. Jones and R. Whiddington, N. A. de Bruyne, T. E. Stern and co-workers, 
H. L. van Velzer and W. R. Ham, E. H. Hall, A. H. Warner, L. P. Smith, 
W. E. Forsythe and E. M. Watson, R. A. Millikan and C. C. Lauritsen, F. Rother 
and KE. Miinder, P. A. Ross, R. J. Piersol, R. S. Bartlett, I. Langmuir, 
A. C. Davies and R. N. Moss, W. R. Ham and M. W. White, K. K. Smith, 
H. EK. Krefft, W. Hiittemann, L. H. Germer, E. Lorenz, A. T. Waterman, 
J. M. Eglin, L. A. du Bridge, J. A. Becker and D. W. Mueller, H. Klumb, 
C. C. Lauritsen and 8. 8. Mackeown, L. I. Bockstahler, C. del Rosario, 8. C. Roy, 
H. E. Farnsworth, H. E. Ives, H. Hunkel, F. EH. Colpitts, H. Nukiyama 
and H. Horikawa, W. B. Nottingham, C. HE. Berger, E. Meyer, EH. Spiller, 
W.H. Brattain, G. P. Thomson, K. Sixtus, H. N. Kozangwsky, C. C. van Voorhis 
and K. T. Compton, and 8. Dushman and co-workers—wide tantalum, 9. 65, 2. 
According to H. H. Lester, the work, ¢, done by an electron in escaping from the 
surface of tungsten is 4-478 eq. volts; and, according to R. Hamer, the longest 
wave-length of radiation which can cause photoelectric emission of electrons 
is 2615 A. §. Dushman and co-workers found for the electronic current, 
1=60-2T2¢e—52600/7 ; and the relations between the emission in ampéres per sq. 
cm. and temp. calculated from this equation for well-aged tungsten filaments as 
well as for thoriated tungsten, are : 


Pe Wye. : 5 7 800° 1500° 2000° 2500° 2800° 
Electron (tungsten . a 7°58 X 1078" 8°92 X10n* 9 10-268 3°12 
emission | Th-tungsten 1-20 10714 °1:82x10-4 9-55 117-5(2300°) — 


C. Zwikker made observations on this subject ; he found for the thermionic emission, 
I= 60-27 2e52230/7 amp. per sq. cm., or 


PEN Ws , 1500° 2000° . 2500° 3000° 3400° 
TE ‘ - 0:0,102 0-00112 0°302 14-9 149 


I. Langmuir found that higher values for electron emission are obtained from 
filaments containing 1 to 2 per cent. thoria. With an ordinary thoriated filament, 
the thorium is present as the dioxide, and the electronic emission is the same as for 
tungsten alone; but if the temp. is raised above 2600° K., the thoria reacts with 
the tungsten to form thorium. This reaction was studied by C. J. Smithells. 
I. Langmuir found that the thoriated filament heated to 2600° K. gives the normal 
value for tungsten at 1500° K. since the thorium metal will have evaporated from 
the surface. It is therefore necessary after flashing the thoriated filament at 
2800° K. for, say, 3 min. to lower the temp. to about 2000° K. to allow the thorium 
to diffuse to the surface from the interior. The emission at 1500° K. is then 
100,000 times the value for tungsten alone—wde supra. If the temp. is kept below 
1900° K., this high value is retained indefinitely, but it is destroyed above 2200° K. | 
owing to the volatilization of the thorium. According to A. 8. Cachemaille, and the 
British Thomson-Houston Co., the presence of reducing agents like carbon, or 
boron, or tungsten carbide favours the reduction of the thoria to thorium. 
W. G. Burgers, and J. A. M. van Liempt discussed this subject. I. Langmuir and 
K. H. Kingdon found that the thorium surface is destroyed by bombardment with 
positive ions. The lowest voltage, V, at which spluttering occurs in different gases ; 
and the ratio, n, of the thorium atoms removed to the number of impacting ions 
at 150 volts, are: 


H Ne Ar ' Cs Hg He 
V . 600 45 47 52 55 (35) 
n ; = 0 0-023 0-080 0-084 0-044 0-00015 


I, Langmuir and co-workers, and J. A. Becker also found that if the tungsten 
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filament be heated to 1200° in the sat. vapour of cesium, the cesium is attracted 
by the tungsten surface, and provided the temp. is below 1200° K., the metals 
evaporate so slowly that the surface becomes covered with a layer of cesium ions, 
and the electron emission is greatly augmented. If the filament has a layer of 
adsorbed ions, the ceesium ions are retained more firmly. According to 8. Kalandyk, 
iodine decreases the positive emission of a new tungsten filament, but does not affect 
one previously heated. It also increases the negative emission from tungsten. 
W. H. Crew found that light augments the emission of electrons from hot filaments. 
R. H. Fowler discussed the electron theory of thermionic emission; ©. C. van 
Voorhis and K. T. Compton, the work of condensation of the electrons; and 
M. Pirani and H. Schénborn, electronic collision. J. A. M. van Liempt tried with 
good results the association of 0-1 to 3 per cent. of hafnia in place of thoria in tungsten 
lamp filaments. 

W. A. Jenkins § found that slow-moving positive ions are emitted by tungsten 
when its temp. exceeds 2500°. R. L. Kenworthy, L. P. Smith, HE. Meyer, 
HK. T. 8. Appleyard, H. B. Wahlin, and P. K. Mitra studied the emission of positive 
ions from hot tungsten filaments; and S. Kalandyk, from filaments in iodine 
vapour. C. Kenty and L. A. Turner observed that active nitrogen adsorbed by 
_ tungsten reduces the thermionic current. O. Stuhlman found that the minimum 
potential for the emission of secondary electrons is 372 volts, and R. L. Petry 
observed that secondary electronic emission occurred with the primary potentials, 
11:0, 17-1, 25-2, 29-3, 40-5, 46-0, 89-5, and 271-5 volts; 8. C. Roy found that the 
thermionic emission from tungsten between 1900° K. and 2700° K. is due to the 
photoelectric activity of the radiation from the bodies themselves. R.H. Whidding- 
ton discussed the velocity of the electrons liberated from tungsten by X-rays ; 
A. G. Worthing, the pulsating thermionic discharge in evacuated tungsten lamps ; 
H. HE. Farnsworth, the electronic bombardment of tungsten surfaces ; W. de Groot, 
the temp. and electronic emission of the tungsten arc ; C. Davison and L. H. Germer, 
A. H. Warner, and T. H. Harrison, the thermionic work function; J. F. Congdon, 
the kinetic energy of the electrons from a hot tungsten filament ; A. C. Davies and 
R. N. Moss, and N. B. Reynolds, the loss of thermionic activity by thoriated tungsten 
filaments ; and R. Hamer, and H. Klumb, the photoelectric effect. 

The visible and ultra-red spectrum of an incandescent tungsten wire at 2200° 
is continuous. The spectrum is plotted in Fig. 12—A. W. Hull.9 The shaded 
portion represents the visible part. If 
the wave-lengths were all reduced ten- /-0 
thousandfold, the curve would coincide 
very nearly with the dotted line in Fig.13. 7° 
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J. N. Lockyer observed the lines 5514-9 S85, 
and 5492-6 in the oxy-coal gas flame < 
spectrum. The spark spectrum of tung- & 7-7 


sten was examined by W. A. Miller, 
R. Thaléen, HE. Demarcay, F. Exner and | 
H. Haschek, A. Hagenbach and H. Konen, On FRB ONT EP ELON 
A. G. G. Leonard, H. W. Vogel, J. H. Pol- ; sn Ab Oi 
ess Me tin duid) Gl Worthidg and Wee Sane 

R. Rudy, and J. M. Eder and E. Valenta. !!¢- res Sage aa we Incandescent 
The chief lines are 5734 in the yellow; BSN aa Acie 

5514, 5492, 5224, 5071, 5069, 5053, 5015, and 5008 in the green; 4888 and 4843 
in the blue; and 4302, 4295, and 4269 in the indigo-blue. H. J. Allin and 
H. J. C. Ireton, and HE. O. Hulbert discussed the spectrum of the spark in water ; 
S. Smith, the spectra of electrically exploding wires ; and C. Porlezza and A. Donati, 
the spectroscopic detection of tungsten. The are spectrum was studied by 
J. N. Lockyer, M. Belke, W. J. Humphreys, C. C. Kiess and W. F. Meggers, 
A. Sellerio, F. Exner and EK. Haschek, C. B. Hasselberg, O. Hagenbach and H. Konen, 
W. E. Forsythe and M. A. Easley, and J. M. Eder and EH. Valenta ; and the ultra- 
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violet spectrum, by W. A. Miller, M. Bayen, O. Lohse, T. Aden, L. and E. Bloch, 
M. Lulkiesch, V. Schumann, and F. Exner and E. Haschek. According to 
W. H. Fulweiler and J. Barnes, the light from the tungsten arc under water gives a 
continuous spectrum in the ultra-violet. The ultra-red spectrum is discussed above. 
M. Luckiesh has shown that the ultra-violet spectrum of tungsten electrodes in 
quartz bulbs with argon may be considered for some purposes as approximately 
~ continuous between 300upy and 400up, although with short exposures the spectrum 
is fluted. The quartz mercury arc in this region emits many lines, but the spectrum 
does not approximate continuity. W. E. Forsythe and F. Christison calculated the 
energy of the ultra-violet spectra. 

The influence of pressure on the spectrum was examined by W. J. Humphreys ; 
and of a magnetic field—the Zeeman effect—by P. Zeeman, and R. Jack. H. B. Dor- 
gelo studied the absorption spectrum of the vapour. No characteristic absorption 
spectrum of soln. of the tungsten salts has been observed, and J. Formanek observed 
no reaction with tincture of alkanna. J.H. Pollok examined the spectra of soln. of 
tungsten salts ; and C. Horner, the spectra of beads of the oxide with boric acid, and 
phosphoric acid. A. de Gramont said that the lines 2397-110, 3215-578, 3613-793, 
4008-769, and 4302-123 are les raies ultimes. No series spectrum has been observed, 
but E. Paulson has noted some pairs with constant differences. The subject was 
studied by P. G. Nutting, H. Beining, O. Laporte, and J. Stock. J.C. McLennan 
and co-workers discussed the relation between the electronic structure and the 
spectrum. | 

The X-ray spectrum of tungsten is continuous and it extends over four octaves, 
from the wave-length 0:12x10~8 cm. to 2x10-8 cm. The spectrum illustrated 

by Fig. 13 was obtained by A. W. Hull 1° 

Biel with an ionization chamber and an electro- 
meter-current 1-2 milliampéres and 100,000 

= volts. The dotted line was obtained at 
70,000 volts, and this was not high enough 
to excite the K-lines. The diagram repre- 
sents four lines on the short wave-length 
end of the spectrum; they form the 
K-series, and are designated the a’ and 
2 a doublet, 6, and y. Another group of 
Wave-length about 12 lines with wave-lengths nearly 
Ryo" 19.2 X ray Spectrain piPanestnve, oe those of the K-series torm the 

(100,000 volts). L-series. The X-ray spectrum was studied 

by M. de Broglie, P. Ginther, J. Herweg, 

J. Barnes, K. T. Compton and C. H. Thomas, A. H. Compton, A. Smekal, 
KE. Lorenz, A. W. Hull and M. Rice, W. S. Gorton, H. G. J. Moseley, etc. 
The K-series comprises the lines aca, 0-21352 A.; ayaz, 020885 A.; ag, 0-215 A.; 
BB, 0-18436 A.; and Boy, 0-17940 A. The limit of the K-absorption is 0-1782 A. 
The K-series was studied by E. Dershem, W. Duane and co-workers, M. de 
Broglie, K. C. Mazumder, H. R. Robinson, 8. K. Allison and W. Duane, C. B. Crofutt, 
M. C. Magarian, V. Posejpal, B. Walter, H. Purks, P. A. Ross, A. Bouwers, D. Coster, 
A. Leide, G. Réchou, C. D. Niven, A. Smekal, P. Auger, ©. B. Crofutt, H. G. J. Mose- 
ley, J. E. Mack and J. M. Cork, J. M. Cork, B. R. Stephenson and J. M. Cork, 
F. K. Richtmyer, J. Thibaud and A. Soltan, O. B. Overn, M. Siegbahn, R. Ledoux- 
Lebard and A. Dauvillier, A. E. van Arkel and W. G. Byrgers, G. Agte and K. Becker, 
L. Y. Faust, etc. R. Berthold compared the ionizing and photographic effects of 
the K-series of X-rays. The L-series comprises the lines: aga’, 1:-48452 A.; 
404, 147348 A. ; 6,8, 1-2791 A.; Boy, 124191 A. ; 15, 1:09553 A.; ©, 1-67505 A. ; 
n, 14177 A. ; Bs¢, 1-2118 A. ; yo8, 1-06584 A. ; Byv, 1-29874 A. ; Bgd, 1-26000 A. ; yey, 
1-05965 A. ; andy4ys, 102647 A. The limits of the L-absorption are Ly, 1-2136 A. ; 
Lg, 1:0726 A.; and Lz, 1-024 A. The L-series was studied by G. Wentzel, M. Sieg- 
bahn, C. D. Niven, H. Brauns, M. Siegbahn and EK. Friman, E. Friman, F. C. Hoyt, 
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O. B. Overn, J. M. Cork, P. Kirkpatrick and I. Mayike, R. Ledoux-Lebard and 
A. Dauvillier, 8. Idei, W. Duane and co-workers, J. 8. Rogers, E. Hjalmar, D. Coster, 
M. de Broglie, EK. Dersham, A. Smekal, H. R. Robinson and C. L. Young, EH. C. Wat- 
son and J. A. van der Akker, Y. Nishina, B. B. Ray, C. B. Crofutt, 8. K. Allison and 
A. H. Armstrong, H. Hirata, J. 8. Rogers, U. Yoshida and 8. Tanaka, A. Dauvillier, 
W. H. Love, J. Zahradnicek, A. Sandstrém, 8. Idei, H. J. G. Moseley, etc. The 
M-series comprises the lines 4-433 A.; 5-167 A.; 5-356 A.; 5-607 A.; y, 6-083 A. ; 
6-123 A.; 6-271 A.; PB’, 6-720 A.; B, 6-733 A., 6-750 A. ; 72, 6-789 A.; 1, 6-857 A. ; 
a, 6:°948 A.; a, 6:963, 7-349 A., 9-549 A., and 8-948. The limits of the M- 
absorption are M,, 6-708 A.; Mo, 6-475 A.; Ms, 5-416 A.; Ms’, 5-380 A.; My, 
4-800 A.; and M;, 4-365 A. The M-series was studied by M. Thoreus, J. H. van 
der Tuuk, A. Jonsson, K. Lindberg, EK. Lorenz, K. Molin, R. V. Zumstein, G. Wentzel, 
C. D. Niven, A. Jénsson, E. Hjalmar, M. Siegbahn, D. Coster, and A. Dauvillier ; 
and the N-series and the O-series by C. T. Chu, J. A. Becker, E. Lorenz, C. D. Niven, 
and O. Stuhlman ; and the P-series by C. D. Niven. W. Ehrenberg and co-workers 
studied the subject. W. Herz gave 5:87 x10 for the vibration frequency. 

C. J. Smithells and H. P. Rooksby’s 11 X-ray diffraction patterns of tungsten 
and its oxides are given in Fig. 14. C. B. Bozzani and C. T. Chu obtained critical 
values for the X-rays from tungsten at 33-6, 34-6, 39-2, 56-6, and 71 volts. 
H. R. Robinson studied the secondary corpuscular rays produced by X-rays on 
tungsten; D. Nasledoff and P. Sharavsky, the intensity of the radiation from 
X-ray tubes ; G. Kirsch and H. Pettersson, the action of a-rays; and G. B. Bando- 
padhyaya, the photoelectric 


action of soft X-rays; A. H. wo, rata dl BA 
Warner, the photoelectric eS ae | 
effect. T. EH. Aurén found the °° | | 
at. absorption coefficient for wo, aye 
X-rays to be 308 when that ,, 
for lead is 569 and that for y ; ; bs 
: 10 /2 /4 16 
ae fila Aah ue ee Distance trom zero (ci) 
Rartoh anidecht: K. Richtmyer Fie. 14.—X-ray Diffraction Patterns of Tungsten 
and §. J. M. Allen discussed Sik: ao 


this subject. S. K. Allison and W. Duane, A. H. Compton and A. W. Simon, 
F. Kirchner, G. Hagen, A. Claasen, and P. A. Ross discussed the scattering of X-rays 
by molybdenum, and the Compton effect ; A. Jonsson, and A. Bouwers, the intensity 
of the X-rays; G. P. Thompson, the diffraction of cathode rays; G. L. Clark and 
W. Duane, the secondary and tertiary X-rays from tungsten; K. T. Compton and 
C. H. Thomas, O. W. Richardson and F. 8S. Robertson, and J. C. Boyce, the soft 
X-rays from tungsten; H. R. Robinson and A. M. Cassie, and R. Whiddington, 
the emission of electrons from tungsten bombarded by X-rays; W. H. Rothery, 
and R. A. Houstoun, the absorption of X-rays; J. A. Becker, the velocity of 
electrons exerted by X-rays; O. W. Richardson and co-workers, the excitation 
voltage of soft X-rays from tungsten ; C. C. van Voorhis and K. T. Compton, the 
heats of condensation of electrons ; and U. Nakaya, and L. P. Davis, the effect of 
oxidation on the emission of soft X-rays. M. de Broglie examined the a-ray 
spectrum. W. G. Guy observed no evidence of radioactivity. G. I. Pokrovsky, 
however, found evidence of radioactivity when the element is exposed to short-wave 
radiation—soft X-rays, and y-rays. N. Koboseff and N. I. Nebressoff observed 
that free hydrogen atoms are produced by the cathodic polarization of tungsten ; 
and J. K. Roberts discussed the energy between the atoms of helium and tungsten. 
O. W. Richardson and F. S. Robertson studied the photoelectric effect ; and 
A. H. Warner found that the effect with tungsten is limited by a wave-length of 
2570 A., and the limit is not affected by temp. up to 1140° K. R. B. Jones gave 
2338 A. for the limiting wave-length. . Pavolini studied the photoelectric effect ; 
K. O. Lawrence and L. B. Linford, the effect with thin films of oxygen, and potassium 
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on tungsten; and R. Suhrmann and F. Breyer, with a film of sodium on 
tungsten. 

J. Lifschitz, and R. T. Dufford investigated the volta-luminescence which occurs 
when an electric current is passed through an electrolyte under certain conditions 
using tunsten electrodes. P. EH. Shaw and C. 8. Jex12 found that when rubbed on 
glass, tungsten always acquires positive triboelectricity. M. Forro and KH. Patai 
found the contract potential of sodium against tungsten to be 2-2 volts; I. Langmuir 
and co-workers measured the contact potentials of tungsten filaments against fila- 
ments with adsorbed cesium; and N. B. Reynolds, the contact potentials of 
thoriated tungsten filaments. 

The electrical resistance and the temp. coeff. of the resistance of tungsten 
wires varies with the different samples. O. Ruff found that rods, a metre long 
and 2 sq. mm. sectional area, made of the compressed powder and then heated to 
2600° to 2650°, had a resistance R=0-5487-+0-0005144(8—1200)-+-0-0,2(9—1200)2, 
at a temperature between 1200° and 2940°. A. Miller found that a wire a metre 
long and 1 sq. mm. sectional area, had a resistance of 0-72 ohm. I. Langmuir 
gave 6:37X1076 ohm at 0°, and 90-3410-6 ohm at 2027°. For squirted 
filaments, unused, M. von Pirani gave R=6 x 10-6 to 12x 10-6 ohm per em. cube 
at 20°; and after being in use for 1000 hrs., R=5-5 x 1076 to 5-7 x 10-6 ohm at 
20°. The temp. coeff. between 20° and 100° was 0-415 per cent. per degree. 
J. H. Dellinger found the sp. resistance of a squirted rod of tungsten, 20 cm. 
long, and 1-2 mm. diam., to be 0-0;63 to 0:0;69 ohm at 21-8°—this is nearly 
4 times the resistance of copper. According to J. W. Avery and C. J. Smithells, 
the resistance falls rapidly in the early stages of working and reaches a minimum 
when the density is a maximum; it then increases at a uniform rate which is 
approximately an exponential function of the diameter. 

A. G. Worthing gave for the resistance from 300° to the m.p., 3655° : 


Te Ks. G00; 500° 1000° 1500° 2000° 2500° 3000° 3500° 3655° 
RXx10® 85-64 10-74 25°70 41-85 59-10 77-25 96-2 Lion? 121-8 


The results can be represented by the relation R/Ry=(Z7/T)12 between 1000° and 
3200°, where Ry denotes the resistance at 1000°. H. A. Jones gave the results Rj, 
and C. Zwikker, R,: | 


Ts Wa eo DL Oe OUU 1000° 1500°_* 2000°°* *2500°> -3000° 3500-36 5G_ 
By X 108 15-00 10°56 24-90 40°35 § 56°67 13°83 9200) Ti hair 
R,x10®& — — 30-9(1200°) 40-2 56:7 74-0 92-3 107-8(3400°) 


H. Pécheux gave 18-9 x 104 mho for the electrical conductivity at 0°; I. Langmuir, 
20-0 x 104 mho at 0°; and M. von Pirani, 17-9104 mho. For hard-drawn wires, 
C. G. Fink, and W. D. Coolidge gave for the resistance R=0-0;62 ohm at 25°, and 
after annealing, 0:0;50 ohm at 25°—the temp. coeff. of the hard-drawn wire 
between 0° and 70° was 0-51 per cent. per degree ; 8. Weber gave 0-0,;49 at 0°, with 
a temp. coeff. of 0-46 per cent. between 0° and 23°. M. von Pirani observed no 
marked difference in the temp. coeff. of drawn and squirted wires at high temp. 
He found : 
—180° 0° 20° 100° 200° 500° 1000° =. 1500°~—2000° 

R. -0:0,98 . 0:0;512 0:0,56 0-0,745 0-0,990 0-0,179 0-0,336 0-0,514 0-0,711 


From these measurements, O. M. Corbino calculated the temp. coeff. of the 
resistance R at 0° to be a=(dR/d6é)/R, or a=0-00124 at 800°; 0-00094 at 1050° ; 
0-00081 at 1250°; 0-00067 at 1450°; 0-00075 at 1800°; and 0-00076 at 1850°. 
A. Schulze gave a=0-00413 from 20° to 100°; 0-0050 from 400° to 800°; 0:0058 
from 1000° to 1200° ; and 0-009 up to 2000°. A. A. Somerville found at 25°, 100°, 
500°, and 1000°, a=(dR/d0)/Ro, the respective values 0-0046, 0-0050, 0-0057, and 
0:0089, and his results for the resistance, and the temp. coeff. of the resistance are 
plotted in Fig. 15. P. W. Bridgman gave for the temp. coeff. 0-00322 between 
0° and 100°; and L. Holborn gave for a wire 0-1 mm. in diameter which had been 
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heated for a long time in vacuo, a=0-00435, 0-00465, and 0-00547, respectively at 
—135°, 50°, and 350°, and for the ratio of the resistance R at 0°, and Ry at 0°: 


(8:3 eos ae aunaes i LOUL 120" peo 100" IO v= 102'8° 
R/Ry - 7) U'G509 0:04" = 0°57 0-469" 0382. 0-295 «0-208... :0°1529 


W. Geiss and J. A. M. van Liempt gave for the sp. resistance of purified single 
crystals of tungsten, R=0-0,491 ohm.. and the temp. coeff. 0-00481. The electrical 
conductivity is not affected by the 


orientation of the crystal, and the same $00 00084 ® 
values were obtained when the single 700 \9:0078 'S 
crystals were converted by drawing and x sw o-oo7re 
annealing into fine-grained metal. They § sw 00066 ® 
found that the sp. resistance is increased . 400 \—- 0-0060 
160 per cent. by the cold working of the & 2}, 0.0054 & 
metal, and the temp. coeff. of the re- 200 = ae 0:0048 ® 
sistance is reduced 60 per cent. The 100 98 og? agg? 600° G00? (dO? oe ms 


mixture law, that for solid soln., the 
product of the sp. resistance and the 
temp. coeff. remains constant, applies 
to a pure metal after working in the cold. The change in conductivity is not 
due to lattice modification, nor to change in orientation of atomic axes; it is 
connected, as is also the change in mechanical properties, with the inter- 
crystalline relations. By cold working, as also by taking up a solid soln. com- 
ponent, the energy content of a metal is increased: calculation from the 
electrical measurements indicates an increase of 775 cals. per gram atom of 
tungsten after cold working. F. Koref noted a change in the electrical resistance 
of single crystal wires by tempering. According to J. Tsukamoto. the sp. electrical 
resistance of drawn tungsten wire containing one per cent. of thorium, is de- 
pendent upon the fineness of the tungsten powder from which the wire was 
made, on the time of sintering, and on the temp. of drawing. At 20°, the sp. 
resistance of a rod, 0:47 cm. sq., 1s 6-1 microhms, which falls to a minimum of 5-7 
microhms on drawing down to a diameter of 45mm. Further drawing increases 
the resistance to 6-0 microhms at 0:35 mm. diameter, and to 7-1 microhms at 
0-015 mm. diameter. J. C. McLennan and co-workers studied the conductivity 
at low temp., 2:2° K., and found the temperature-resistance curve to be normal. 
EK. Griineisen and E. Goens studied the relation between the electrical and thermal 
conductivities ; W. Geiss and J. A. M. van Liempt found that tungsten conforms 
with Matthiessen’s rule as to the constancy of the product of the sp. resistance and 
the temp. coeff. of the resistance and for the ratio of the resistance & at 6°, and Ry at 
0°. B. Beckman measured the influence of pressure; and P. W. Bridgman found 
for press., p, up to 12,000 kerms. per sq. cm., and for temp. 0° to 100°, the press. 
coeff. of the resistance : 


Fie. 15.—The Effect of Temperature on the 
Resistance of Tungsten. 


0° 25° 50° 75° 1000° 

R easel | 1-000 1:0743 1:1486 1-2229 1-2973 
Press, (9 erm.  - —0-0,1487 —0-0,1497 —0-0;1507 —0-0,1518 —0-0,1530 
Coott, | 12000 kgrms. —0-0,1373 —0-0,1399 —0-0,1409 —0-0,1426 —0-0,1442 
‘laverage . —0:0,1430 —0-0,1444 —0-0,1458 —0-0,1472 —0-0,1486 


E. D. Williamson gave 0-9838 for the ratio of the resistance at pressures of 12,000 
kgrms. and 1 kgrm. per sq.cm. U. Fischer found for the effect of pressure on the 
resistance —(1/R)(dR/dp), at 15°, 0-1°, —185°, and —252-7°, the respective values 
0-0,159, 0-0;155, 0-0;28, and 0:0;495. H. Rolnick found that under a tensile stress 
the fractional change of resistance is 6R/R=0-000194. R. Becker and F. Born 
found a difference of less than 5 per cent. in the conductivity parallel and per- 
pendicular to the direction of rolling. G. Tammann and M. Staumanis discussed 
the effect of cold work on the electric resistance ; A. Denissov, the effect of the 
electric current on the temp. of a thin wire; the effect of the press. of hydrogen 
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on the electrical resistance of a filament ; and P. Kapitza, the effect of a magnetic 
field on the electrical conductivity. K. Hojendahl, A. T. Waterman, and 
O. Feussner discussed the electronic theory of conductivity. S. Smith measured 
the conductivity of the vapour-of tungsten. I. Langmuir and co-workers calculated 
the losses at the leads of tungsten filament lamps. 

A. G. Worthing, in his study of the effect of the direction of the heating current - 
on the temp. variation near a leading in wire of a tungsten filament lamp, measured 
the thermoelectric foree—the Thomson effect—and found for the Thomson effect 
at 1800°, 2000°, and 2200° in microvolts per degree, respectively, —18, —22, 
—26, and —30. Tungsten appears to be the only known metal with a positive 
temp. coeff. for the Thomson effect, o. C. Zwikker gave for the Thomson effect in 
millivolts per degree : 

TY WS. 18007 1900° 2000° 2100° 2200° 2300° 2400° 

o - —18 — 20 — 22 —24 — 26 —28 — 30 
P. W. Bridgman found the Thomson effect with a couple composed of one branch 
of uncompressed metal, and the other compressed at p kgrms. per sq. cm., to be, 
in joules per coulomb x 10 per degree of temp. : | 


p 0° 40° 80° 100° 

2,000 angrersdN, 2°3 2°6 2°8 

‘a 6,000 tee 7:8 6-5 5-6 
10,000 memes 15) 10-2 18-7 23°5 
12,000 ie pas 13-1 17°3 19-8 


The positive effect at the two extremes of press. rises with temp. at a constant 

2-25 press., but at intermediate press. it rises and falls 
with a rise of temp. H. EH. Smith measured the 
effect of tension on the Thomson effect in a tungsten 
wire, and he found that the coeff. increases with 
tension, but when the stress is relieved, the original 
value is not restored even though the stress is below 
the elastic limit ; the coeff. undergoes a regular cycle 
of changes with a repeated application and removal 


ox /0 “cals. per coulomb 
per TC. 


20 -—,-G--z_~SC«:s «the stress, Fig. 16. With tungsten of 99-95 per 
xlo°dynes per sg.cm cent. purity, and a tension expressed in dynes per 


Fic. 16.—The Effect of Ten. 84: cm., the Thomson effect, o, expressed in cals. per 
sion on the Thomson Effect. coulomb per degree, is : 

Tension X10® 0 2°95 5:90 8°85 11-80 dynes 

ox 10° - 2°038 2-079 2-106 2-163 2-222 cals. 
P. W. Bridgman found the Thomson effect against lead, at atm. press., to be 
represented by o=0-0341(8-+273)10~6 volts per degree. The Peltier effect, P, 
joules per coulomb 106, between compressed and uncompressed tungsten, rises 
with temp. and press. : 


p 0° 40° 80° 100° 

2,000 . 2 5-9 mae 9-5 10-4 

P 6,000 . 3 Ae 23-1 29-0 32-0 
10,000. . 380-4 37°5 48-3 55-4 
12,000 . USBF, 45-9 58-0 64:8 


The value with the tungsten-lead couple is p=(1:594-+-0-03410)/(0-+-273) x 10-6 
volt. P.W. Bridgman found the thermoelectric force of a couple, H, composed of 
compressed and uncompressed tungsten, for values of the press. up to 12,000 kgrms. 
per sq. cm., to be positive ; and is about 20 times as great as the value for molyb- 
denuni; the thermoelectric force also increases regularly with press. and temp. 
Expressing the thermoelectric force # in volts x 1076 : 


D 0° 40° 80° 100° 

2,000 . yr re 22 0:94 1:98 2°53 

EB | 6,000 . Go 2°76 5:92 7:60 
10,000 . NE 4-61 9-75 12-61 
12,000 . Masel Ls 5:56 11-76 15-41 
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The thermoelectric force of the twngsten-lead couple is H=(1-5940--0-0170562)10—6 
volt. W. W. Coblentz obtained for the thermoelectric force, H microvolts, for the 
tungsten-copper couple, a maximum value for # in the curve at 40° : 
—200°  —100° 0° 20° 40° 100° 150° 200° 250° 
H . —600 —240 0 20 22 —38 —160 -—340 —590 


W. M. Latimer found the thermoelectric force of the tungsten-silver couple to be 
—2-5 microvolts at 100°; —6-0 at 200°; —9-2 at 400°; and —9-8 at 700°. 
_E. Blumenthal found the Peltier effect for tungsten against molybdenum to be 
4-69 1073 gram cal. at ordinary temp., and 29°3107% gram cal. at 1017°. 
W. Rohn studied the thermoelectric force of tungsten against nickel. 8. Morugina 
gave for the thermoelectric force of the tungsten-tantalum couple 10-3 millivolts at 
1060° ; 16-0, at 1520°; the tungsten-molybdenum couple, 8. Morugina gave —3 
millivolts at 1000° and at 1500°; and 1-5 millivolts at 2000°. A. G. Worthing also 
studied the tungsten-tantalum couple—vde tantalum. EH. F. Northrup found the 
thermoelectric force of the tungsten-molybdenum couple, EL microvolts, between 
0° and 1000° to be represented by H=4-610—0-0043602, with, at most, a 4 per cent. 

error. The value of # decreases up to 530°, and then rises, being about the same 
as at 0° near 1150°, so that at this temp. the direction of the current is the opposite 
to what it is at O°—wde Fig.17. Below that temp., at the hot junction, the current 
flows from the tungsten to the molybdenum. The high m.p. of tungsten makes it 
valuable in the construction of thermocouples for high temp., but they can be 
employed only in the presence of a reducing atmosphere—say hydrogen, or a 
mixture of hydrogen and nitrogen. M.von Pirani and 


G. von Wangenheim used a couple of tungsten against aheodeld lols | 

an alloy of molybdenum with 75 per cent. of tungsten . *f7 man 7 

to measure the m.p. of molybdenum. It could be used ¥ ¢ 

up to 3000°; below 1600°, the current at the hot & , Boggs | 
junction flows from the tungsten to the alloy, and . 

reaches a maximum of about one millivolt at about g [ 

600°; at 1200°, the current reverses and reaches 6 milli- eae et yy 
volts at 3000°. G. Borelius found that the thermo- 


electric force of the iron-tungsten couple at ordinary F!¢. 17-—The Thermo- 
: . . electric Force of a W-Mo 

temp., with tungsten which had been successively heated & Bale 

at different temp., and each time rapidly cooled, shows 

periodic changes when the e.m.f. is taken as a function of the heating temp. 
R. Saxon found that when a piece of tungsten is placed between, but not touching, 
two electrodes immersed in water and a current is passed between the electrodes, 
the surface of the intermediate metal remains bright on the side nearest the 
cathode, but becomes oxidized on the side nearest the anode, whilst, in some cases, 

a mixture of oxygen and hydrogen in the ratio of <1: 2 is evolved. 
R. D. Kleeman and W. Frederickson 1% found that in distilled water, tungsten 
assumes a negative charge when an electric current is sent through the liquid. 
A. S. Russell and S. W. Rowell said that the position of tungsten in the electro- 
chemical series is approximately the same as that of molybdenum (qg.v.). H. H. Wil- 
lard and F. Fenwick examined tungsten as an electrode material. According to 
W. Muthmann and F. Fraunberger, active tungsten, like iron and chromium, can 
assume a passive state, although in some respects the behaviour of tungsten is 
different from that of chromium. Its electrode potential is not a constant, but is 
dependent on the treatment the metal has previously received. ‘Tungsten is made 
passive by treatment with the oxidizing agents, chromic acid, nitric acid, and ferric 
chloride, as well as by hydrochloric and sulphuric acids. The highest electrode 
potential which passive tungsten can receive by treatment with chromic acid, is 0-88 
volt in a N-soln. of potassium chloride ; in air, the potential ranges from 0-35 volt to 
—0:03 volt. The metal is activated by polishing, and its potential is then —0-58 volt ; 
and this can be raised to —0-70 volt by cathodic polarization in water. Cathodic 
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polarization in acids or in alkali-lye also activates the passive metal. With a 
tungsten anode and platinum cathode, M. le Blanc and H. G. Byers found that when 
sulphuric, hydrochloric, and nitric acids in normal soln. are used as electrolytes, 
tungsten is practically unattacked. In soln. of phosphoric acid and of sodium 
hydrophosphate at high temp., it dissolves in the sexivalent form; at low temp., 
- however, the current efficiency is smaller. In oxalic acid with small currents and 
at high temp. the current efficiency reaches the theoretical value, but is much less _ 
with relatively large currents at room temp. The current efficiency also approxi- 
mates to the theoretical value in normal soln. of potassium hydroxide and of 
ammonium sulphide. The change from the active to the passive (relatively 
insoluble) form of the metal is favoured by increasing the current density and by 
lowering the temp. ‘They say it is improbable that the passivity is conditioned by 
the formation of a layer on the surface of the metal ; it is more likely to be connected 
with a change in the reaction velocity. L. B. Flexner and EH. 8. G. Barron measured 
the potential of the tungsten electrode in various oxidation-reduction systems. 
M. Katalinic observed a faint luminescence about a tungsten anode in conc. sul- 
phuric acid at voltages exceeding 60. A. Thiel and W. Hammerschmidt found the — 
over-voltage with tungsten and 2N-H,SO, to be 0-157 volt at 25°. 8. J. French 
and L. Kahlenberg studied the gas-metal electrode with tungsten and oxygen, 
hydrogen, or nitrogen. | 

According to EK. Newbery, tungsten under anodic treatment in dil. sulphuric 
acid, dissolves readily and shows no signs of passivity. The surface acquires a 
very brilliant, polished appearance. In alkali-lye, it behaves in the same way 
as bismuth. O. Sackur discussed the passivity of tungsten. W. E. Koerner 
found that tungsten dissolves anodically in aq. soln. of ammonium hydroxide, or 
hydroxylamine ; in methyl-, ethyl-, and propyl-ammonium hydroxides to form the 
respective paratungstates; and at high current densities the tungsten becomes 
passive. Tungsten also dissolves anodically in aq. soln. of potassium and sodium 
hydroxides to form orthotungstates ; and it becomes passive with high current 
densities. Tungsten dissolves in non-aqueous soln. of hydrochloric acid, potassium 
chloride or fluoride, sodium chloride, etc., forming the respective halogen salts 
without becoming passive ; and it dissolves to a slight extent in aq. soln. of hydro- 
chloric, sulphuric or nitric acid, and potassium fluoride, chloride, bromide or iodide 
with the formation of tungsten hexahydroxide, but the metal becomes passive. 
The meta! remains active only at very low current densities. 

The passivity of tungsten is due to oxide films, ranging in colour from brown, 
blue and green to yellow. ‘The colours are pronounced and can be followed as the 
electrolysis proceeds. The films are independent of the dissolved cation or anion. 
They are due to the OH-ions reacting with the tungsten. The passivity is a function 
of the colour of the film, the colour varying with the amount of oxygen present. 
The passivity varies directly with the current, time and temp., and inversely with the 
solubility of the film, the vol. of electrolyte and the diffusion velocity. If the film 
dissolves as rapidly or more rapidly than it is formed, the tungsten will remain 
active. The films can be dissolved and the passivity destroyed. Soln. of potassium 
hydroxide and ammonia render passive tungsten active. Soln. of acids and salts 
make passive tungsten active if allowed to react for some time on it. Passive 
tungsten has been made active overnight in distilled water. I. Langmuir and 
K. H. Kingdon studied the contact potential differences between a‘clean, unheated 
tungsten filament, and the same filament coated with a film of thorium, cesium, 
or oxygen. 

In conjunction with the anodic soln. of tungsten, the electrochemical eq. was 
determined. Tungsten dissolves sexivalently in a soln. of ammonia with 100 
per cent. efficiency. From the loss in weight of a tungsten anode in ammonia and 
the coulombs of current, the electrochemical equivalent was found to be 0°3173 
mgrm. per coulomb—the theoretical value is 0-3175 mgrm. per coulomb. 

W. E. Koerner found the single electrode potential of tungsten in normal soln., 
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referred to the standard hydrogen electrode, to be —0-656 volt for KCy ; —0-315 
volt for KOH; —0:238 volt for NH,OH; 0-193 volt for H,SO,; 0-256 volt for 
HCl; 0-311 volt for HNO, ; 0-522 volt for KF ; 0-053 volt for KCl; 0-589 volt for 
KBr; and 0-733 volt for KI. The electrode potential varies with the nature of 
the electrolyte. The metal is negative to the electrolyte with soln. of the bases ; 
and positive with acid and salt soln. The soln. tension or solubility of a metal in 
an electrolyte is a function of the electrode potential; and the solubility therefore 
is greatest in soln. of the bases, and least in soln. of salts. Tungsten is more soluble 
in soln. of potassium cyanide than of the hydroxide; and more soluble in potassium 
hydroxide than in aq. ammonia ; itis more soluble in sulphuric acid than in hydro- 
chloric acid, and more soluble in hydrochloric acid than in nitric acid. The order 
of solubility in soln. of the salts—KF, KCl, KBr, and KI—is in order named. O. Bauer 
gave for the potential of tungsten against a one per cent. soln. of sodium chloride and 
a normal calomel electrode, —0-260 volt at the start falling to —0-235 volt in 1 hr., 
and —0-240 volt in 120 hrs. A. Fischer and co-workers measured the electromotive 
force of the cell with tungsten in an alcoholic soln. of tungsten hexachloride, against 
a calomel electrode in contact with an alcoholic soln. of lithium chloride, and found 
for soln. with one-sixth mol of the hexachloride in »v litres : 


v <. 130 2°82 5°82 9-84 123 417 925 
E.m.f. 0-504 0-492 0-474 0-465 0-399 0-362 0-349 volt. 


They calculated the normal potential of tungsten in an alcoholic soln. of sexivalent 
tungsten to be 0-68 volt; and in aq. soln., 0-61 volt. These values are based on 
questionable assumptions. They infer that tungsten is nearly as noble a metal as 
silver ; and in the electrochemical series, tungsten occupies a place between antimony 
and mercury. Passivity was not observed. W. EH. Koerner obtained normal soln. 
of tungsten hexahydroxide in sulphuric, hydrochloric and nitric acids by electrolyzing 
the acids at low current densities between tungsten electrodes. Measurements 
of the e.m.f. of cells were made with tungsten in a N-soln. of the acid, and with 
tungsten in a sat. soln. of tungsten hexahydroxide. These combinations were 
concentration cells with the conc. of the hexahydroxide zero. With W+ | H,SO,; 
W(OH),|H.80,| W-, the e.m.f. was 0-117 volt.; with HCl in place of H,SO,, 
0-057 volt; and with HNOs in place of H,SO,, 0-009 volt. Hence, tungsten hexa- 
hydroxide is most soluble in sulphuric acid, and least soluble in nitric acid. True 
soln., not colloidal soln., are formed; and tungsten occurs in the cation. 

O. W. Richardson and F. 8. Robertson found that the voltage-current curve 
between a hot tungsten filament and mercury vapour is shifted to the negative along 
the voltage-axis by increasing the press. of hydrogen. This change is taken to 
represent the contact difference of potential as influenced by the gas press. 
W. EH. Koerner showed that tungsten is negative to soln. of the bases so that voltaic 
cells are formed if it be combined with a metal—e.g. mercury or silver—positive to 
these soln., with N-NaOH sat. with mercuric oxide, the potential of mercury is 
0-168 volt (hydrogen zero); and with the N-NaOH sat. with silver oxide, the 
potential of silver is 0-378 volt (hydrogen zero) ; and with the tungsten employed in 
the experiments, the electrode potential in N-NaOH is —0-704 volt (hydrogen zero). 
A cell with tungsten and mercury in N-NaOH sat. with mercuric oxide has an e.m.f. 
of 0-872 volt—the mercury being positive; similarly with tungsten and silver in 
N-NaOH sat. with silver oxide, the e.m.f. is 1-082 volt, the silver being positive. 
If 10N-NaOH be used with the mercury-tungsten combination, the e.m.f. is 1-050 
volt. Thee.m.f. with the cell Hgt+ | HggW7Oo4 | NagW 7004 | W~ is 0-552 volt; with 
~ Cut |CugW 7004 |NagW 7004 | W-, 0-395 volt; and with Cd-|CdgW4024NagW70o4|W-, 
0-434 volt. Experiments were made with storage cells having tungsten and tungstic 
acid for the positive electrode and tungsten for the negative electrode, and sulphuric 
acid as electrolyte. The e.m.f. before charging was 0-08 volt, and after charging 
3:00 volts ; 24 hrs. after charging the e.m.f. had dropped to 0-2 volt. No change of 
colour was observed. The best combination tried had, before charging, tungsten as 
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positive electrode and tungsten and tungstic acid as negative electrode. During 
charging the yellow tungsten acid was reduced through a series of coloured oxides 
to a blue-black compound, probably W20;. The tungsten of the positive electrode 
became covered with a brown film, presumably WO». Before charging, the 
e.m.f. 0-08 volt was observed; and immediately after charging the e.m.f. was as 
high as 6-20 volts. This value did not remain constant because, 24 hours after 
charging, 0-75 volt was obtained. This value remained constant for two weeks. 
A. L. Clark studied the polarization capacity of tungsten. L. W. Walter, and 
A. Giinther-Schulze observed that with many electrolytes, tungsten shows the 
electrolytic valve action ; the critical voltage with strong acids is, as a rule, higher 
than with aluminium, and not so high as with tantalum. This rectification of 
alternating currents by tungsten was discussed by 8. Dushman, R. EK. Russell, and 
G.S. Meikle ; the cathodic disintegration, by EH. Blechschmidt ; the surface pitting 
of tungsten filaments, by E. 8. Davenport ; contact potential with adsorbed films, 
by I. Langmuir and K. H. Kingdon; the tungsten arc, by W. B. Nottingham, 
S. H. Anderson and G. G. Kretchmar, W. B. Nottingham, W. de Groot, and 


W. Wehrli; electrokinetic potential, by A. Coehn and O. Schafmeister; C. del. 


Rosario, and J. Taylor, the sparking potentials of discharge 
tubes with tungsten electrodes; P. Bachtiger, the tungsten 


Ae 

0-8 arc; and H. Nagaoka and T. Futagami, the spluttering of 
S06 tungsten by the disruptive discharge in a magnetic field. 
S o.4 K. K. G. Stiickelberg said that the temp. of the tungsten 


cathode in an electric arc is 2600° to 3300° K. J.S. Forrest 
Fae a any: discussed the glow discharge on the active electrode of a 
Field-Hilogauss  vectifying cell. Sanit 
Tides Theva According to H. Moissan,’4 tungsten is not ferro- 
Magnetic Fields on Magnetic; but is paramagnetic. L. Weiss also said that 
the Electrical Con- the metal is non-magnetic. K. Honda gave 0:33 x10~6 for 
ductivity. the magnetic susceptibility between 18° and 1100°; while 


M. Owen obtained for the metal, free from iron, 0-252 « 10-6 © 


in a magnetic field of 26 kilograms; and 0-222x10~° for an infinitely strong 
magnetic field. The result is independent of the temp. Some observations on 
this subject were made by 8. Meyer; and by D. M. Bose and H. G. Bher. 
P. Kapitza’s observations on the effect of magnetic fields on the electrical con- 
ductivity are summarized in Fig. 18. 
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§ 6. The Chemical Properties of Tungsten 


Owing to the effects of passivity, and the effects of ignoredimpurities, descriptions 
of the chemical behaviour of tungsten are not always consistent. F. Fisher and 
F. Schrotter 1 observed that no combination occurs when tungsten is disintegrated 
electrically beneath liquid argon. According to A. Sieverts and E. Bergner, 
hydrogen is very little absorbed by tungsten below 1200°. E. Martin studied the 
occlusion of hydrogen by the metal. I. Langmuir showed that if a tungsten wire is 
heated at 1300° K. to 1500° K. in hydrogen under a press. of 0-001-0:020 mm., the 
hydrogen slowly disappears. There is a distinct fatigue effect, but the substitution 
of a new section of wire does not restore the action. The hydrogen is not absorbed 
by the wire, but is deposited on the glass, especially if the latter is cooled by liquid 
air. On allowing the wire to cool and then removing the liquid air, hydrogen is 
liberated, and does not re-condense if the liquid air is replaced. If the hydrogen is 
now pumped out and oxygen admitted, the oxygen will disappear and be replaced 
by a small quantity of hydrogen. It is suggested that the hydrogen dissolves in 
the wire in the atomic condition, and that some of the atoms, leaving the wire, 
diffuse into the tube cooled by liquid air, or become adsorbed by the glass, and remain 
in the atomic conditions, thus retaining their chemical activity. M. A. Schirmann 
utilized the property of tungsten for absorbing the last traces of gas in order to con- 
vert a high vacuum into an extreme vacuum. ‘T. Weichselfelder and B. Thiede 
obtained a tungsten hydride, presumably WHs, analogous with CrH3, by shaking 
dry hydrogen with an ethereal soln. of phenyl magnesium bromide in which the dry 
chloride of the metal is suspended. G. Hagg studied the mol. vol. 

The finely-divided metal was found by J. Férée to be pyrophoric in air ; and 
K. Zettnow, and L. von Uslar found that when the finely-divided metal is heated, 
it becomes dark blue, and then suddenly glows to form tungsten trioxide. A. Burger 
found the metal produced by the calcium reduction oxidizes in air when heated to 
300° or 400°. A. Riche found that the crystalline powder is not changed by a 
month’s exposure to dry or moist oxygen at ordinary temp., but at a red-heat, it 
burns to the trioxide ; a similar result is obtained at a rather higher temp. in air. 
_K. R. Schneider added that the volume is at the same time markedly increased. 
A. Stavenhagen, L. Weiss, and H. Moissan observed that the metal prepared in the 
electric arc-furnace is stable in air after it has acquired a blue oxide film. 
N. B. Pillmg and R. E. Bedworth discussed the rate of oxidation; and 
L. O. Bannister, the coloured oxide films. N. B. Pilling and R. E. Bedworth found 
that the weight w of oxygen taken up by a metal in the time ¢ is in accord with the 
parabolic oxidation law w2=kt, where k is a constant. They gave 3-30 for the 
critical density ratio—vide iron. With most metals, J. 8. Dunn found that & 
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increases regularly with temp. in accord with k=ae!/??, where a and b are constants, 
and e, R, and T have their usual meaning. J. 8. Dunn found an irregularity in the 
curve showing the values of log & at different temp., as indicated in Fig. 19. This 
is explained by the assumption that tungstic oxide is not a chemical individual, but 

consists of a mixture of a-WO, and B-WOs, and the 


Ae equilibrium between the two is shifted with rise of 
3 temp. The B-form, produced in excess at the higher 
ha 4 temp., is less permeable to oxygen than is the a-form, 
x oD and a kink occurs in the curve in the range of temp. on 


which the change from an excess of the 6-form to an 
5.0 excess of the a-form occurs. E. Zettnow observed that 
G00 0-000 00003 00087” the metal prepared at a white-heat oxidizes at a red- 
Fic. 19.—The Rate of Oxi. heat only with difficulty, while that prepared ata red- 
dation of Tungsten at heat, readily oxidizes under these conditions, and the 
different Temperatures.  finely-divided metal obtained by reducing the oxide 
with sodium is partially oxidized during the washing and 
drying. M.A. Schirmann studied the production of vacua by absorbing oxygen on 
the surface of a tungsten filament heated in oxygen at a low press. C. G. Fink found 
that drawn wires of ductile tungsten retain their lustre indefinitely long im aur ; 
and L. Weiss added that compact tungsten is very little afiected by air. When 
heated, a superficial film of oxide is formed which is not much affected by one or two | 
hours’ heating to redness. | 

The metal with a conchoidal fracture is more resistant towards chemical agents— 
particularly oxidation—than is that with a granular fracture. According to 
I. Langmuir, when a tungsten wire is heated in oxygen at a low press. it oxidizes 
to WO, at about 800° K., but on raising the temp. to 1200° K. the oxide volatilizes, 
and leaves the metal clean and bright. At temp. above 1200° K. oxygen at press. 
below 0-02 mm. acts on a tungsten wire at a rate which is proportional to the press. 
of the oxygen and the surface of metal exposed, and increases rapidly with the temp. 
No fatigue effect can be observed. The velocity is not affected by varying the temp. 
of the bulb. 

L. von Uslar said that the metal obtained by the thermal decomposition of 
tungsten oxychlorides by hydrogen is not affected by many weeks contact, with cold 
or hot water. J. J. and F. de Elhuyar, and A. Riche also observed that water has 
no action on tungsten ; but at a red-heat, water vapour oxidizes tungsten forming a 
mixture of the trioxide and the blue oxide. ©. J. Smithells and co-workers found 
that with an incandescent tungsten filament in water vapour, the metal is oxidized 
at the hotter parts of the filament, and the oxide is reduced to metal in the cooler 
parts: W+2H,0=W0,4+2H,. The atomic hydrogen alsoformed, as shown by 
I. Langmuir, can reduce tungstic oxide at ordinary temp. L. Wohler and W. Prager 
studied the influence of steam on tungsten; the reaction W+2H,0=2W0.,+2He, 
is a balanced one, in which the equilibrium constant K=pu,o/pu, is 0-65 at 828° ; 
0-82 at 868°; 0-99 at 941°; and 1-29 at 1036°. The reaction was studied by 
W. Reinders and A. W. Vervloet, etc.—vide supra, the reduction of tungsten trioxide 
to metal. H. Alterthum and R. Becker studied the formation of fogs—aerosols of 
tungsten oxides, formed in tungsten filament lamps by the action of oxygen or water- 
vapour. W. Guertler and T. Liepus observed no action by sea-water, sea-water 
and air, or rain-water and air in 8 days; nor any reaction by a soln. of hydrogen 
dioxide in soda-lye in 48 hrs. L. J. Thénard said that the reaction is at first feeble, . 
but later is more vigorous, part of the oxygen escapes free and part oxidizes the metal. 
A. Lottermoser studied the catalytic decomposition of hydrogen dioxide by tungsten. 
C. G. Fink observed that tungsten is rapidly attacked when heated with sodium 
dioxide ; and H. Moissan, that it is also attacked by lead dioxide. 

According to H. Moissan, fluorine attacks tungsten, at ordinary temp., with 
incandescence forming a volatile fluoride. A. Riche, H. Davy, and L. Weiss 
observed that, at 250°-300°, dry chlorine, free from air, forms the hexachloride, but 
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if air or moisture be present, two oxychlorides are formed. I. Langmuir found that 
when chlorine, under a low press., is contained in a bulb with a heated tungsten 
filament, the metal is attacked with the formation of the hexachloride. The 
velocity of the reaction reaches a maximum at about 1500° K., and becomes very 
small at higher temp. W. Guertler and T. Liepus, and L. von Uslar found that 
tungsten is not attacked by chlorine-water in 8 hrs. <A. Riche, and H. E. Roscoe 
observed that tungsten at a bright red-heat is attacked by bromine forming, accord- 
ing to J. B. von Borck, the pentabromide ; if air moisture be present, A. Riche 
observed that an oxybromide i is formed; and tungsten at a red-heat unites with 
iodine, forming, according to A. E. Roscoe, the diiodide. L. Weiss observed that 
bromine and iodine superficially attack the metal at a red-heat. V. I. Spitzin and 
L. Kaschtanoff said that tungsten at 500° to 600° is not attacked by hydrogen 
chloride. According to W. E. Ruder, neither hot nor cold hydrofluoric acid attacks 
tungsten ; nor is the surface of the polished metal dulled when evaporated with the 
acid. H. Moissan also observed that hydrofluoric acid has but a slight action on 
tungsten ; and similarly also with hydrochloric acid. J. J. and F. de Elhuyar said 
that this acid has no action; and A. Riche, that there is a slow action and the liquid 
becomes blue. C. G. Fink added that ductile tungsten is but slowly attacked ; 
and L. Weiss that the compact metal is not attacked by the dil. or conc. acid. 
W. Guertler and T. Liepus observed no action by 10 or 50 per cent. hydrochloric acid 
in 8 hrs. W. Rohn said that while 10 per cent. acid had no action in 24 hrs., the hot 
acid dissolved 0-01 per cent. in an hour. According to W. E. Ruder, wrought 
tungsten is insoluble in hydrochloric acid of any conc. at room temp. and only very 
slightly so at 110°. After 45 hrs., hot conc. acid of sp. gr. 1:15 showed no effect 
upon the tungsten. After 175 hrs., however, a black coating of oxide formed and 
the metal lost 0-5 per cent. in weight. In dil. acid, at 110°, it lost 0-05 per cent. 
after 22 hrs., but showed no further loss after 50 hrs. After 175 hrs. the metal was 
coated with tungstic oxide and there was a gain in weight of | per cent. due to oxida- 
tion. This oxide formed an adherent coat and protected the metal against further 
loss. 3 

A. Riche, and J. B. von Borck found that molten or boiling sulphur acts slowly 
on the metal. According to KE. F. Smith and H. Fleck, tungsten is not acted on 
by sulphur monochloride, but if chlorine be present, tungsten hexachloride is 
formed. N. Domanicky classed tungsten with the metals either not acted on by 
sulphur monochloride, or else acted on with extreme slowness. EH. F. Smith and 
VY. Oberholtzer found that the vapour of sulphur monochloride forms a sulpho- 
chloride. A. Rich observed that the vapour of carbon disulphide transforms 
heated tungsten into the disulphide; L. Weiss, that hydrogen sulphide darkens 
the surface of tungsten at a red-heat, but it produces no marked change. J. Feérée 
found that the pyrophoric metal becomes red-hot forming the sulphide when it is 
exposed to a current of hydrogen sulphide. W. Guertler and T. Liepus observed 
no reaction by a 10 or 50 per cent. soln. of sodium sulphide in 48 hrs., or by a 4 per 
cent. soln. of sodium sulphide containing 8 per cent. alkali in 8 hrs. C. H. Ehren- 
feld observed that sulphur dioxide forms a little blue, green, or brown oxide; and 
J. Férée, that pyrophoric tungsten becomes red- hot in hydrogen sulphide | or in 
sulphur dioxide, forming tungsten sulphide. KE. D. Desi said that sulphurous acid 
acts on tungsten to form the 5 : 14-oxide (q.v.). J.J. and F. de Elhuyar said that 
sulphuric acid has no action on tungsten; H. Moissan, that there is a slight action 
forming, according to A. Riche, a blue liquid; C. G. Fink, that the action of 
sulphuric acid on the ductile metal is very slow; L. Weiss, that while dil. sulphuric 
acid is without action, the conc. acid forms a blue liquid ; and K. D. Desi, that the 
cone. acid at a high temp. forms sulphur dioxide and some intermediate tungsten 
oxides (q.v.). R.H. Adie said that sulphur dioxide appears at 175°, but no hydrogen 
sulphide. W. EH. Ruder observed that sulphuric acid, at room temp., has no effect 
upon wrought tungsten nor has the dil. acid at 110°. Cone. acid attacks it very 
slowly at 110°, the loss in weight being 0-1 per cent. after 18 hrs., 0-16 per cent. after 
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40 hrs., and 0-63 per cent. after 175 hrs. Ata higher temp. the action is hastened, 
for at 200°, 0-62 per cent. was lost in 4 hrs. In another experiment 1-18 per cent. 
dissolved in 8 hrs. W. Guertler and T. Liepus observed no reaction in 8 hrs. with a 
10 per cent. sulphuric acid, or 20 per cent. sulphuric acid sat. with sodium sulphate. 
W. Rohn found that 10 per cent. sulphuric acid had no action in 24 hrs. in the cold ; 
0-01 per cent. dissolved in the hot acid in an hour. C. G. Fink observed that fused 
potassium hydrosulphate readily attacks the metal. 

H. Moissan found that nitrogen at a red-heat does not attack tungsten; and 
A. Sieverts and KE. Bergner, that there is no reaction at 1500°. EK. Martin studied 
the absorption of nitrogen by the metal. C.J. Smithells and H. P. Rooksby found 
that the dinitride is formed by an incandescent tungsten filament in nitrogen. 
I. Langmuir showed that when a tungsten lamp containing nitrogen at low press. 1s 
run for some time, the nitrogen gradually disappears—vide tungsten nitride, 8. 49, 12. 
N. R. Campbell made some observations on this subject; and M. A. Schirmann 
discussed the production of vacua by this means. C. Kenty and L. A. Turner 
studied the effect of surface layers of active nitrogen on tungsten filaments; and 
observed that a clean tungsten surface, at a dull red-heat, in an atm. of activated 
nitrogen, becomes covered with a layer of nitrogen one-atom deep.. I. Zschukoff 
observed no reaction with tungsten and nitrogen below 1250°. EH. J. B. Willey 
measured the rate of decay of active nitrogen in the presence of a tungsten filament. 
C. Matignon and H. Desplantes observed that when the finely-divided metal is shaken 
up in a flask with 10 c.c. of aq. ammonia at ordinary temp., the metal is oxidized. 
W. Guertler and T. Liepus observed no action with 10, 50, or 70 per cent. soln. of 
ammonia in 48 hrs.; but S. L. Malowan found that the metal is attacked. 
C. H. Kunsman and co-workers, and F. Hahn used tungsten as a catalyst in the 
synthesis of ammonia (q.v.) ; C. H. Kunsman, and R. HE. Burk studied the action of 
tungsten on ammonia. F. W. Bergstrom observed little if any reaction with 
potassamide. C.H. Ehrenfeld found that when heated with nitrous oxide, tungsten 
trioxide is formed. Similarly with nitric oxide, and, added F. Emich, the action of 
nitric oxide is very similar to that of oxygen provided the temp. of the former gas 
is kept below red-heat, the temp. of decomposition. C. H. Ehrenfeld found that 
nitrogen peroxide when heated with tungsten oxidizes it to tungsten trioxide. 
J. J. and F, de Elhuyar, L. von Uslar, E. Zettnow, A. Riche, and H. Moissan | 
observed that tungsten is easily oxidized by warm nitric acid to yellow tungsten 
trioxide. C. G. Fink observed that the ductile metal is but slowly attacked ; and 
L. Weiss, that the compact metal is superficially oxidized by hot nitric acid, or aqua 
regia. A.Stavenhagen, and L. von Uslar said that the metal is not attacked if heated 
many days with fuming nitric acid, or with aqua regia. According to W. HE. Ruder, 
conc. nitric acid at 110° shows no action after 48 hrs. other than a slight dulling of 
the bright, metallic surface. The dil. acid, however, produces the yellow oxide on 
the surface. There is a slight gain in weight after 15 hrs. and then no further change 
even after 175 hrs.’ immersion. J. J. and F. de Elhuyar, A. Riche, and H. Moissan 
found that it is readily oxidized to tungsten trioxide by aqua regia. W. HE. Ruder 
found that aqua regia at room temp. oxidizes the surface of tungsten to the trioxide. 
After 215 hrs. the loss in weight was 0-31 per cent. At 110°, the chlorine was all 
driven off in about 4 hrs. and the tungsten disc had lost 0-1 per cent. and it was 
covered by a tough, greenish-yellow deposit. If this coating of oxide was allowed 
to remain, continued boiling in fresh aqua regia had no further effect upon the metal. 
W. Guertler and T. Liepus observed no action in 24 hrs. with 50 per cent. nitric acid, 
or with hot or cold, 10 per cent. acid ; nor did aqua regia have any action. W. Rohn 
added that 10 per cent. nitric acid had no perceptible action in 8 hrs. in the cold, the 
hot acid dissolved 0-06 per cent. in one hour. W. E. Ruder, and H. Moissan found 
that a mixture of nitric and hydrofluoric acids rapidly dissolves tungsten with the 
evolution of nitric oxide, and the production of tungsten trioxide. L. Weiss added 
that the tungsten dissolves as hexafluoride or oxytetrafluoride. H. Moissan, and 
C. G. Fink observed that fused sodium nitrate readily attacks the metal. H. Moissan 
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found that phosphorus does not combine with tungsten at a red-heat, but they react 
ata high temp. W. Rohn found that a 10 per cent. soln. of phosphoric acid dissolves 
0-03 per cent. of tungsten in the cold in 24 hrs., and if hot, 0-001 per cent. in one hour. 
M. Wunder and B. Janneret also noted the dissolution of tungsten by phosphoric 
acid of sp. gr. 1-75, at 230°. 

H. Moissan observed that when tungsten is heated with boron in the electric 
furnace, a boride is formed which rarely scratches the ruby; and similarly with 
silicon. When the metal is heated with carbon, it readily undergoes cementation. 
A. Riche, and C. W. Siemens and A. K. Huntington noted that the metal dissolves 
carbon ; and H. Moissan, that 18-8 per cent. of carbon can be dissolved by tungsten. 
G. Tammann and K. Schonert, C. Zwikker, and M. R. Andrews and 8S. Dushman 
studied the diffusion of carbon in tungsten ; and W. Geiss and J. A. M. van Liempt 
found that carbon diffused into a pressed bar at 1500°; but not into a single crystal 
at 1900°. M. R. Andrews, O. Ruff, G. Agte and H. Alterthum, and A. Westgren and 
G. Phragmen studied the action of carbon on tungsten. M. A. Schirmann studied 
the production of vacua by absorption of carbon monoxide at a low press. in bulbs 
containing a heated tungsten filament. §S. Hilpert and M. Ornstein found that when 
the finely-divided metal is heated in methane—mixed with hydrogen to suppress 
the dissociation: CH,=C+2H,—the carbide WC is formed at 800°; and when 
heated in carbon monoxide at 1000°, the carbide W3C, is formed. According to 
I, Langmuir, if a tungsten filament is heated at 2200° K. in carbon monoxide under 
a press. of 0-001-0-020 mm., the gas slowly disappears: The behaviour of the gas 
resembles that of nitrogen; each atom of tungsten combines with one mol. of carbon 
monoxide, probably with formation of a compound, WCO. The rate of attack is 
independent of the press., probably owing to the velocity of the reaction being so 
ereat that the rate of evaporation of the compound formed determines the rate of 
reaction. The temp. coeff. of the reaction velocity is strongly negative. The 
interaction of carbon dioxide and hydrogen on the surface of tungsten was studied by 
C. N. Hinshelwood and C. R. Prichard, and B. 8. Srikantan. J. Férée observed that 
tungsten when pyrophoric becomes red-hot in carbon monoxide. W. Guertler 
and T. Liepus observed no action by carbon dioxide and air after an exposure of 
less than 8 hrs. At 1200°, tungsten forms a blue oxide when heated with carbon 
dioxide; and water saturated with carbon dioxide slowly attacks the metal. 
Molten sodium carbonate dissolves tungsten slowly, but a fused mixture of sodium 
carbonate and nitrate dissolves it rapidly. According to W. H. Ruder, tungsten 
is slowly dissolved by fused sodium or potassium carbonate, or by mixtures 
of the two. A loss of about 2-5 per cent. was noticed in 4 hrs. ; and when potassium 
nitrate was present, the loss was 32 per cent. in 6 hrs. C. Beindl used tungsten 
as a catalyst in the synthesis of hydrocyanic acid from nitrogen, hydrogen, and 
carbon monoxide. M. R. Andrews and 8. Dushman found that naphthalene is 
decomposed by incandescent tungsten above 1500°. W. Rohn observed that 10 
per cent. acetic acid has no action on tungsten; and W. Guertler and T. Liepus 
observed no action by acetic acid in 48 hrs., or by citric acid, or tartaric acid in 
24 hrs. The Regina Bogenlampenfabrik found that finely-divided tungsten rapidly 
absorbs 6 to 10 per cent. of pyridine or quinoline. The products were used in the 
preparing lamp filaments. P.C. Allen and C. N. Hinshelwood, and A. Korcynsky 
studied tungsten as a catalyst in reactions with organic compounds ; and O. Schmidt, 
as a hydrogenation catalyst. | 

The compounds of tungsten with the metals are discussed below. According to 
A. Riche, 8. L. Malowan, and S. M. Delepine and L. A. Hallopeau, water made 
feebly alkaline with potassium hydroxide dissolves a little tungsten, forming the 
alkali tungstate ; a conc. soln. of potassium hydroxide rapidly dissolves tungsten 
without giving off any hydrogen. L. von Uslar said that the boiling lye does not 
attack the metal, and W. E. Ruder observed that a soln. of potasstum hydroxide of 
any conc. does not attack wrought tungsten, but the fused alkali attacks the metal 
slowly. In this case there was 31 per cent. loss in weight after 15 hrs., and in about 40 
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hrs. the disc had all dissolved. A. Stavenhagen also observed that the metal is 
slowly dissolved by the fused alkali, forming, according to 8. Hilpert and M. Ornstein, 
traces of potassium and hydrogen, W+6KOH->W(OH),+6K ; W(OH)g,+2KOH 
—>K,W0,+4H,0; and 4K+4H,0-4KOH+2H,. W. Guertler and T. Liepus 
observed no action by a 10 or 50 per cent. soln. of sodium hydroxide in 48 hrs. 
W. E. Ruder said that a soln. of chromium trioxide in sulphuric acid does not attack 
tungsten. , For the action of alkali carbonate, wide supra. A. von Wartenberg and 
H. Mohl found that tungsten reduces alumina at 2000° in an atm. of nitrogen, forming 
tungsten dioxide: 4Algas+3W Osgas=3W+2Al,03+700 cals., or, if the alumina is 
vaporized, 4Algas-+3W Oocas=3W+2Al,03¢,3-++570 cals., because the heat of vapori- 
zation of alumina is —130 Cals. Hence, in the former case, if AK==[AI]*{WOg,)?, 
then log K=—1530007-1+-12°3 log T+21; and, in the latter case, if K’ 
=-[ Al]4[ WO. ]8/[A1,03 2, log K’=—124507-1-+-8-75 log T-++15. In the former case, 
at 2500° and 3000°, log K is respectively 3 and 13, and in the latter case, log K’ is 
respectively 0 and 3-5 at these temp. In the case of zirconia, Zrgas+-WOogas=W 
+7Zr0.+150 cals., and if A=[Zr][WOo9], then log A=—33007 1+ 3-5 log T-+-6, and 
at 2500° and 3000°, log K is respectively 5 and 7. Similarly with thoria which is also 
reduced by tungsten. According to C. J. Smithells, at 2580° K., no reaction was per- 
ceptible between tungsten and thoria in 24 hrs. ; at 2600° K., some reaction occurred ; 
and at 2750° K., the thoria was completely reduced by the tungsten. Z. Jeffries and 
P. Tarsov found that a little thorium is produced by dissociation when a thoriated 
tungsten filament is heated to a high temp. Thoria is slightly soluble in tungsten 
at high temp. The behaviour of thoria on heated tungsten filaments was discussed 
by W. G. Burgers and J. A. M. van Liempt. W. Samter and K. Schroéter found that 
tungsten is dissolved by a bath of fused sodium nitrite and nitrate. W. Guertler 
and T. Liepus observed no reaction by a soln. of magnesium chloride in 8 hrs. 
KE. F. Smith found that tungsten precipitates copper incompletely from a soln. of a 
copper salt ; and it behaves like molybdenum towards soln. of silver salts, precipi- 
tating silver, but the action of tungsten on soln. of gold salts is somewhat slower than 
that of molybdenum. Tungsten slowly reduces a soln. of mercuric chloride to 
mercurous chloride ; W. Guertler and T. Liepus observed that a soln. of mercuric 
chloride (1 : 500) is decomposed by tungsten at 90°. The subject was also studied 
by J. S. de Benneville. H. F. Smith found that soln. of cadmium salts and of bis- 
muth salts are not affected by tungsten; and the metal has no action on neutral, 
alkaline, or acidic soln. of lead salts. 

C. G. Gmelin 2 made some observations on the physiological action of tungsten 
salts. 

Some reactions of analytical interest.—The reactions of tungsten were discussed 
by A. A. Noyes and W. C. Bray,’ and F. L. Hess. The mineral acids—hydrochloric, 
sulphuric, and nitric acids—with a soln. of sodium tungstate produce in the cold a 
white, amorphous precipitate of hydrated tungsten trioxide ; and when the soln. 
is boiled, the precipitate becomes yellow owing to the formation of yellow tungstic 
acid, which is insoluble in dil. acids, but appreciably soluble in cone. acids. Free 
tungstic acid slowly dissolves in a boiling soln. of an alkali tungstate forming a 
metatungstate which does not give a precipitate with mineral acids. If the soln. of 
a metatungstate is boiled with an excess of acid, insoluble tungstic acid is slowly 
precipitated. With phosphoric acid, soln. of the alkali tungstates give a precipitate 
of a complex alkali phosphatotungstate which is soluble in an excess of phosphoric 
acid. The presence of phosphoric acid hinders the precipitation of tungstic acid by 
the mineral acids. Many organic acids—e.g. citric and tartaric acids—give no 
precipitate with alkali tungstates owing to the formation of stable, soluble complex 
salts, and they hinder the precipitation of tungstic acid by mineral acids, they also 
interfere with the action of several other reagents—e.g. reducing agents. No precipi- 
tate is formed when acidified soln. are treated with hydrogen sulphide ; and ammo- 
nium sulphide gives no precipitate, but, according to W. T. Taggart and EH. F. Smith, 
if a salt—e.g. manganese salt—is present which gives a precipitate with ammonium 
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sulphide, tungsten sulphide may be precipitated. If the soln. containing an excess 
of ammonium sulphide be treated with an acid, light brown tungsten trisulphide is 
precipitated ; it is soluble in a soln. of ammonium sulphide. Soln. of the tung- 
states give white precipitates with soln. of barium or calcium chloride, lead acetate, 
and silver or mercurous nitrate. HE. Zettnow added that one part of tungstic acid 
in 20,000 parts of water gives a white coloration with lead acetate ; and with 1 in 
40,000, an opalescence. A brown precipitate is produced by tincture of galls, or 
tannin when the soln. is acidified (M. Barber). The effect of reducing agents is to 
form a blue coloration—e.g. if a soln. of an alkali tungstate is treated with zine 
and hydrochloric acid, the tungstic acid first precipitated forms blue tungsten hemi- 
pentoxide ; stannous chloride first produces a yellow coloration, but when hydro- 
chloric acid is added and the soln. warmed, a blue precipitate is formed. KH. Zettnow 
added that one part of tungstic acid in 1000 parts of water treated with sulphuric 
acid and stannous chloride gives a brownish-yellow colour; with 1 in 10,000, the 
colour is white; and with | in 20,000 a pale opalescence is produced. Sodium 
hypophosphite, and sulphurous acid in a warm acidified soln. produce a blue colora- 
tion; dihydroxymaleic acid forms a brown colour which immediately turns blue 
(H. J. H. Fenton) ; mercurous nitrate and potassium iodide give a blue coloration 
(KE. Kafka, and EH. Pozzi-Escot); but with ferrous sulphate, the ochre-yellow 
precipitate is not coloured blue by acids. The reduction test was discussed by 
G. Torossian, and M. L. Hartmann. J. H. Muller observed that salicylic acid gives 
a yellow coloration with alkali tungstates and molybdates but no precipitate ; and 
J. H. de Boer, that alizarin sulphonic acid gives a violet coloration. According to 
K. F. Smith, quinine sulphate, and chloride, and cinchonidine, and _ benzidine 
hydrochloride, acetate, and chloride precipitate tungstic acid quantitatively 
from soln. of its salt. Aniline hydrochloride does not give a precipitate with 
sodium and ammonium tungstates, and metatungstates, but does so with the 
paratungstates but not after boiling. The three sodium and ammonium tungstates 
are incompletely precipitated by o-toluidine and pyridine hydrochlorides. A little 
tungstic acid gives a deep reddish-brown coloration with potassium ferrocyanide, 
and after some time a reddish-brown jelly. HE. Zettnow said that one part of tungsten 
trioxide in 1000 parts of water acidified with a little sulphuric acid gives a dark 
orange-yellow colour; with 1 in 10,000, a greenish-yellow colour; and with 1 in 
20,000, a pale yellow colour. 

Some uses of tungsten.—Some unique properties of tungsten have important 
industrial applications. It has a high density exceeding that of lead. Its m.p. 
is higher than that of any known metal; its tensile strength exceeds that of iron 
and nickel; it is paramagnetic and elastic so that it has been tried in electrical 
meters, and non-magnetizable watch-springs. It can be drawn into thinner wires 
than any other metal, and this fact, coupled with its chemical stability, offers 
possibilities in making suspensions for galvanometer needles,® and cross-hairs for 
telescopes ; and for thin wires in surgical operations in place of gold or silver wires. 
The greatest use of tungsten is in the preparation of iron or steel alloys, e.g. in 
the preparation of high-speed tool steels (q.v.). Tungsten forms alloys with many of 
the metals, and some of them have valuable properties although in many cases the 
cost of the ‘alloy i is out of proportion with its usefulness. The stellite alloy described 
by EH. Haynes ® is an alloy of cobalt, chromium, and tungsten (75: 20:5) with 

or without additions of other metals. It is a competitor for some high-speed 
cutting steels. J. T. Bottomley proposed an alloy called platinoid, composed. of 
nickel, zinc, copper, and tungsten for conductivity wires. KH. Weintraub patented 
an alloy with 40 to 80 per cent. of platinum for use in electrical contacts, jewellery, 
etc. Partnwum is an alloy of aluminium and tungsten employed in automobile 
construction ; sideraphite, an alloy of iron with nickel, copper, aluminium and 
tungsten ; mnargent, an alloy of copper, nickel, and tungsten; and back/ford, 
an alloy of copper, tin and tungsten. F. A. Fahrenwald discussed the use of 
alloys of tungsten and molybdenum as substitutes for platinum for contact points 
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in sparking coils, voltage regulators, and other electrical instruments. Gold- 
coated tungsten dental pins are also used in place of platinum. EH. Groschuff and 
F. Mylius found that malleable tungsten under the trade-name iridam, proposed as a 
substitute for platinum, is too brittle for thin-walled crucibles, and it is attacked by 
hydrochloric acid. According to KE. Haynes, an alloy of tungsten, chromium, 
and cobalt (20:15:65) is hard, and can be used for cutting tools and surgical 
instruments, being unaffected by organic acids and ordinary antiseptics. A similar 
alloy with nickel is called amaloy. P. Monnartz discussed the use of tungsten 
in raising the acid resisting properties of iron-chromium alloys. The alloys of 
tungsten were discussed by H. Mennicke, H. Leiser, A. Hoenig, J. W. Richards, 
J. S. de Benneville, J. J. Runner and M. L. Hartmann, etc.—vide infra. The 
use of tungsten as a filament in incandescent lamps has been previously discussed. 
J. Trowbridge and S. Sheldon? recommended tungsten as an alloy metal for 
mirrors in physical apparatus. The use of tungsten as a valve electrode and as a 
rectifier has been previously indicated. W. Fehse ® recommended it for resistance 
wires for the Tungsten arc-lamp as a source of ultra-violet light ; 9 and tungsten 
anode in the mercury lamp 1° have been tried, Tungsten wire has also been used 
as a resistor in wire-wound electrical furnaces—e.g. by F. Fischer and KE. Tiede,1! 
A. H. Compton, and F. A. Fahrenwald. The “metal,” widia, is obtained by 
pressing and sintering tungsten carbide alloyed with cobalt.12  R. Hisenmann 13 
used tungstic acid as a substitute for chromic acid in the chromic acid cell; 
J. Harden,!* and J. H. Robertson and D. Jankower used tungsten for making 
crucibles. Wrought tungsten targets for X-ray tubes are in general use. The 
high sp. gr. of the metal is here an advantage.15 The targets are sometimes made 
with a surface of tungsten on a backing of some other metal, as silver or copper 
which conducts away the heat more rapidly. Colloidal tungsten was recommended 
by R. Kruger 16 as a substitute for bismuth in X-ray photographs of the gastro- 
intestinal canal. Calcium or cadmium tungstate 17 is used with the addition of, 
say, sodium vanadate to prevent the glare on fluorescent screens on X-ray work. 

Tungsten has been tried by F. Haber,18 as a catalyst in the manufacture of 
hydrogen cyanide ; and C. Beindl used it with good results as a catalytic agent in the 
synthesis of ammonia ; in the interaction of hydrogen and carbon dioxide ; 19 in the 
splitting of alcohol into ethylene and water ; 2° and in organic combustion analyses.21 
‘There are some miscellaneous applications of tungsten compounds in the chemical 
laboratory 22—e.g. silicotungstic, and phosphatotungstic acid, etc. M. Luckiesh 23 
studied the tungsten filament lamp in therapeutics. Tungsten oxide, and tungstates 
have been used in dyeing ;24 as a mordant 25 for rendering textile fabrics non- 
inflammable ; as a pigment 26—e.g. the blue oxide forms the so-called mineral blue 
or blue carmine ; the trioxide, mineral yellow ; copper and chromium tungstates ; 
and the group of complex tungstates of the alkalies and alkaline earths known as 
tungsten bronzes ; and for pottery and glass colours.?7 
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§ 7. The Atomic Weight and Valency of Tungsten 


There is a close relationship between the valencies of chromium, molybdenum, 
and tungsten. Tungsten appears to be bivalent in the halides WCly, WBro, and 
WI,, but the mol. wt. of these salts has not been determined. The observations 
of R. F. Bernhardi-Grisson 1 on the electrolytic reduction of tungstic acid, and of 
O. Olsson, and others on the complex chlorides, show that compounds with tervalent 
tungsten have probably been formed. The existence of the tetrahalides—WCl, 
and WI,—as well as of the disulphide shows that quadrivalent tungsten can exist, 
although not established by mol. wt. determinations. A number of well character- 
ized compounds of quinguevalent tungsten has been prepared, and the results 
have been confirmed by vapour density determinations by H. E. Roscoe, and 
H. Debray. O. Ruff and F. Hisner’s hexafluoride shows that tungsten can also 
behave as a seawalent element. This is confirmed by the existence of the 
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hexachloride, oxyhalides, and the trioxide. N. V. Sidgwick discussed the co-valency 
of tungsten. The salts of pertungstic acid, HWO,, or HO.WOs, prepared by 
K. Peéchard show that septivalent tungsten may exist. 

Tungsten compounds were analyzed by M. H. Klaproth,? C. F. Bucholz, and 
J.J. and F. de Elhuyar, and the results led J. J. Berzelius to infer that the sulphide 
has the mol. ratio W : S=1: 2, and tungstic anhydride, W: O=1:3. He added: 
“Tungsten and molybdenum form a similar series of oxides, and in its normal 
salts the acid anhydride contains three atoms of oxygen to one atom of oxygen 
in the base. The tungstates are also isomorphous with the molybdates indicating 
that the internal constitution is the same.” This hypothesis makes the at. wt. 
of tungsten approximate 184. This is in agreement (i) with the vap. density 
determination of H. Debray, and O. Ruff and F. Eisner, and not in agreement 

with J. Persoz’s assumption that the tungsten is quinquevalent in tungstic acid. 
- (u) It agrees with the at. ht. determinations of P. Nordmeyer and A. L. Bernoulli, 
of A. W. Grodspeed and EK. F. Smith, and of E. Defacqz and M. Guichard. (ii) It 
is in accord with the isomorphism between the tungstates and molybdates observed. 
J. J. Berzelius, and R. Funk. (iv) It is in harmony with the electrochemical eq. 
observed by M. Leblanc and H. G. Byers, E. F. Smith, A. Rosenheim and EK. Dehn, 
and W. K. Koerner. (v) It is also in accord with the at. number, and the high 
frequency spectrum of H.G.J. Moseley. (vi) It agrees with the position of tungsten 
in the periodic table as a number of the chromium family. J. N. Frers discussed 
the place of tungsten in the periodic table. 

The observations of F. J. Malaguti, F. Wohler, A. Riche, H. V. Regnault, and 
J. C. G. de Marignac are not suited for fixing a value for the at. wt. of tungsten. 
General reviews of the at. wt. of tungsten were made by L. Meyer and K. Seubert, 
W. Ostwald, F. W. Clarke, and J. Meyer. The determinations include : (i) A series, 
based on the ratio WO: : W obtained by reducing the trioxide to the metal, includes 
that of J. J. Berzelius, 188; E. R. Schneider, 184-2, and later, 184-0; R. F. Mar- 
chand, 183-9; J. B. von Borck, 183-7; J. B. A. Dumas, 184:0; F. A. Bernoulli, 184 ; 
J. Persoz, 184; H. E. Roscoe, 183-5; and J. Waddell, 184-3. (2) Another series, 
based on the ratio W : WOsz obtained by oxidizing the metal to the trioxide, includes 
that of K. R. Schneider, 183-9; R. F. Marchand, 184:3; J. B. von Borck, 184-4 ; 
F. A. Bernoulli, 187; H. E. Roscoe, 183-5; M. E. Pennington and E. F. Smith, 
184:9; O. L. Shinn, 184:0; E. F. Smith and W. L. Hardin, 184-1 to 184-8; and 
HK. F. Smith and F. F. Exner, 184-07. (3) A series, based on the loss of water by 
tungstic acid involwng the ratio WO; : 3H,0, gave I’. A. Bernoulli 186-62; and 
K. ¥. Smith and H. D. Desi, 184-7. (4) A series, based on the dehydration of 
barium metatungstate involving the ratio BaW,4Qj3. 9H,0 : 9H.O, gave C. Scheibler 
184-0. E. F. Smith and W. L. Hardin discussed these results. (5) H. E. Roscoe 
obtained 184-1 from the ratio WCl,: 6AgCl, and 183-9 from the ratio WClg: W. 
(6) EK. F. Smith and F. F. Exner obtained 184-10 from the ratio WCl,: WOs. 
(7) EK. Zettnow analyzed ferrous tungstate and obtained 183-6 from the ratio 
FeW0,: FeO. (8) The analyses of silver tungstate furnished E. Zettnow with the 
value 183-6 from the ratio Ag,WO, : Ag.O, and also from the ratio Ag, WO, : 2AgCl. 
(9) T. M. Taylor measured the carbon dioxide displaced by tungstic acid from 
carbonates and obtained 183-5 from the ratio WO; : COs, and likewise H. F. Smith 
and F. F. Exner obtained 183-6. (10) G. HE. Thomas obtained 184-7 by measuring 
the water of crystallization in sodium tungstate. EF. W. Clarke’s general review 
gave 184-575 ior the best representative value; and J. Meyer’s, 184-1. The 
International Table for 1929 gave 184. 

The atomic number of tungsten is 74. F. W. Aston 3 found that tungsten has 
four isotopes with the respective mass numbers 182, 183, 184, and 186; and the 
respective percentage abundances 22-6, 17-2, 30-1, and 30-0 per cent. The corre- 
ponding at. wt. is 183-96 in agreement with the representative value 184 now 
employed. The isotopic form reported by M. Gerber, was rendered improbable by 
the negative results of P. Barbe. N. Bohr’s view of the electronic structure is 
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symbolized: (2) for the K-shell; (4,4) for the L-shell; (6,6,6) for the M-shell ; 
(8,8,8,8) for the N-shell; (4,4,4) for the O-shell ; and (2) for the P-shell. The subject 
was discussed by E. C. Stoner, A. Dauvillier, O. Feussner, H. G. Grimm, 
J. D. M. Smith, and C. D. Niven. Neither E. Rutherford and J. Chadwick, nor 
H. Pettersson and G. Kirsch, reported any observations on the atomic dis- 


ruption of tungsten when bombarded by a-rays. The subject was discussed by 
G. 1. Podrowsky. 


G. L. Wendt and C. E. Irion attempted to decompose tungsten by rapidly 
discharging a condenser holding 30,000 to 45,000 volts through a tungsten wire 
4 cm. long and 0-035 mm. diam., either in vacuo or in carbon dioxide at 1 atm. 
press. In this way, a momentary temp. above 20,000° was produced in the 
wires, which were entirely dissipated, no smoke, dust or solid residue being found 
after the explosion. Abundant quantities of gas were present after the explosions 
in vacuo, and a spectroscopic examination of this showed the strong yellow helium 
line, and two red, one bright blue, and one pale violet line was also observed but 
have not been identified. About the same weight (mean 0-173 mg.) of tungsten 
furnished from 3-62 to 0-30 ¢.c. of gas unabsorbable by potassium hydroxide. 
If the whole of the tungsten had been decomposed into helium the volume of gas 
would have been 4:0 c.c. The results were questioned by D. M. Goetschius, and 
attempts to verify the observations by H. V. A. Briscoe and co-workers, S. Smith, 
and W. D. Harkins and 8. K. Allison showed that G. L. Wendt and C. E. Irion’s 
statements are based on erroneous observations. L. Thomassen observed no sign 
of change in an X-ray tube after the tungsten had been bombarded 90 hrs. 
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§ 8. Alloys and Intermetallic Compounds of Tungsten 


Alloys of copper and tungsten were prepared by J. J. and F. de Elhuyar,1 
and F. A. Bernoulli obtained them by the simultaneous reduction of both metals. 
The alloys were said to be difficult to melt. J. Percy hoped that alloys with 
tungsten might be hard, and resist oxidation, but on trial, the results were unsatis- 
factory. C. L. Sargent obtained the alloy by reducing the mixed oxides with 
sugar charcoal in the electric arc furnace ; and EK. W. von Siemens and J. G. Halske 
reduced copper tungstate by hydrogen. C. Liebenoff obtained the alloys by 
dipping a lead plate in a soln. of copper and tungsten in dil. sulphuric acid. The 
brownish-red metals are ductile. When heated electrically in vacuo, the copper 
distils off. T. Kniesche, and E. W. L. Biermann, and P. Berthier reported alloys 
with 10 per cent. tungsten. D. Kremer, and H. List added that copper does not 
form homogeneous alloys with tungsten. O. Rumschéttel tried to make alloys 
_by the simultaneous reduction of copper and tungsten oxides by the aluminothermite 
process; but found that as the molten alloy cools, the tungsten separates out. 
He also found that the tungsten separates from ternary alloys of tungsten, copper, 
and aluminium, nickel, or cobalt; similar results were obtained with quaternary 
alloys of tungsten, copper, and zinc ~with iron, cobalt, or nickel. J. G. Escard 
studied the tungsten-copper alloys. H. List said that a satisfactory regulus can 
be obtained only in the presence of a third element, say, silicon; the resulting 
ternary alloy is golden-yellow, and tough. 

J. J. and F. de Elhuyar prepared alloys of silver and tungsten, which they said 
were pale brown, spongy, and malleable. F. A. Bernoulli was not able to alloy 
these metals. E. F. Smith said that when tungsten is placed in an ammoniacal 
soln. of silver nitrate, the silver is quantitatively precipitated. J. J. and F. de 
Elhuyar also obtained an alloy with gold which they described as being yellow 
and difficult to melt. G. Fuchs said that before alloying silver or gold with tungsten 
one of the metals is first alloyed with nickel, iron, or aluminium. A gold alloy 
containing 75 parts of gold to 10 to 15 of tungsten and 10 to 15 parts of nickel, 
may be used in jewellery as a substitute for platinum. It can be cast, hammered, 
and rolled and takes a much finer polish than does platinum. An alloy of 80 parts 
of fine silver, 10 to 15 of nickel, is said to have a greater strength than the gold 
alloy. It is much less affected by atmospheric oxidation than silver and takes 
a better polish. These alloys may also find technical application on account of 
their resistance to acid attack. 

F. Wirth mentioned the use of an alloy with beryllium as a hardening agent for 
the filaments of incandescent lamps. H. List was not able to obtain alloys either 
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with calcium and tungsten or with magnesium and tungsten. J. J. and F. de 
Elhuyar, and F. A. Bernoulli obtained an alloy of zine and tungsten by the 
simultaneous reduction of the mixed oxides. The alloy loses zinc when heated. 
H. List added that zine does not alloy with tungsten. J. G. Escard studied the 
alloys of tungsten, copper and zinc. H. von Miller, and F. Jones discussed the 
action of tungsten on brass. 

A. 8. Russell and co-workers found that the solubility of tungsten in mercury 
is very small, being of the order of 10—5 grm. per gram of mercury. R. F. Bernhardi- 
Grisson, and G. Tammann and J. Hinniiber obtained tungsten amalgam by the 
electrolysis of a soln. of tungsten trioxide in alcoholic hydrochloric acid and a 
mercury cathode. The solubility of tungsten in mercury is less than that of 
molybdenum. J. Férée obtained the amalgam by the electrolysis of a soln. of 
tungstic acid in hydrochloric acid using a mercury cathode. A. 8. Russell found 
that metals are removed from their amalgams by oxidizing agents in the order 
Zn, Mn, Cu, Cr, Fe, Mo, Co, Hg, Ni, W. 

F. Wohler and F. R. Michel melted a mixture of tungsten trioxide, cryolite, 
potassium sodium chloride, and aluminium (1 :2:2:1), and removed the excess 
of aluminium from the cold regulus by hydrochloric acid. There remained rhombic, 
prismatic crystals of sp. gr. 5-58, which were hard, and brittle. Cold, conc. acids 
had no action on the alloy, but hot nitric acid forms tungsten trioxide; hot 
hydrochloric acid dissolves the alloy forming a deep brown soln. of a lower chloride. 
Hot soda-lye removes all the aluminium leaving tungsten behind. H. Moissan, 
H. Schirmeister, J. W. Richards, and A. Stavenhagen prepared alloys of the metal ; 
H. List said that the mixed metals do not form a homogeneous alloy, but in the 
presence of a third metal—cobalt, nickel, iron, or silicon—homogeneous alloys 
may be formed. Some tungsten separates from the ternary alloys of tungsten 
and aluminium with cobalt, iron, or silicon. LL. Guillet studied the alloys in some 
detail, but without reference to the equilibrium diagram. He obtained them by 
igniting mixtures of aluminium and tungsten trioxide by a mixture of aluminium 
and 80 per cent. of barium dioxide. The alloys have a crystal structure. They 
are not attacked by oxygen at ordinary temp. or below a red-heat, but at a red-heat, 
tungsten trioxide, the blue oxide, and alumina are formed. Boiling water acts 
slowly, and the metal acquires a protective film of oxide. Chlorine has no action 
at ordinary temp., but at about 300°, volatile aluminium trichloride and tungsten 
hexachloride are formed. Hydrochloric acid acts slowly, but the Al,W alloy is 
vigorously attacked by the boiling acid. Sulphuric acid acts slowly; and conc. 
boiling nitric acid slowly forms tungsten trioxide which is reduced to the blue 
oxide by the aluminium, and then oxidized to the trioxide once more. Potash-lye 
does not decompose the cold alloy, but when hot, there is a rapid attack which is 
more vigorous, the greater the proportion of contained aluminium. L. Guillet 
obtained what he regarded as aluminium ditungstide, AlW., from a mixture of 
tungsten trioxide and aluminium in the mol. proportions Al: Ws. The sp. gr. 
of the black, crystalline powder is 12-75 at 20°—the mixture rule gives a sp. gr. 
of 13-06. It is not attacked by aqua regia. A mixture of tungsten trioxide and 
aluminium in the mol. proportions Al: W, furnished aluminium tritatungstide, 
AlzW, in quadratic prisms of sp. gr. 6-31 at 20°—theoretical value, 6-38. It is 
slowly decomposed by aqua regia. Similarly, tungsten trioxide and aluminium in . 
the mol proportions Al, : W, gave lamellar crystals of aluminium tetritatungstide, 
Al,W, of sp. gr. 5:56 at 20°—theoretical 5-62. The alloy is quickly decomposed 
by aqua regia. W. Campbell and J. A. Mathews obtained an alloy corresponding 
with AlgW in thin monoclinic crystals readily attacked by aqua ‘regia; and one 
with hexagonal crystals of Al;W, which is not affected by aqua regia, and is slowly 
attacked by a fused mixture of alkali carbonate and nitrate. A. von Zeerleder 
studied the resistance of the Al-W alloys to acids. D.A. Roche prepared W—Al-Sb 
~ alloys; M. R. Whitmore and F. T. Sisco, R. L. Roman, C. Berg, G. Roman, 
and R. Wallace, W-Al-Cu alloys. The term wolframinum is a trade-name for 
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- one of the ternary allovs; and partiniwm, for an alloy of aluminium, copper, tin, 
antimony, and tungsten. 

H. List said that tungsten does not alloy with tin, but J. J. and F. de Klhuyar 
described the alloy, and R. L. Roman, R. B. Wheatley, and the Hannoversch 
Industriegesellschaft prepared alloys of tin and tungsten 
with other metals. J. G. Escard studied the W-Sn-Cu /77| 
alloys. H. von Miller, R. B. Wheatley,-and J. Webster //”, 
discussed the effect of tungsten on the copper-tin bronzes. /”” 


H. List, and F. A. Bernoulli could not prepare alloys with 
lead by the direct union of the metals. J. J. and F. de oo 
Elhuyar reduced a mixture of tungsten trioxide with lead =. 


in a carbon crucible; F. A. Bernoulli used a mixture of 0 
lead oxide and tungsten trioxide; and A. Stavenhagen NA ness, 
and EH. Schuchard, a mixture of tungsten trioxide, lead ak s ; 
oxide, and aluminium powder. The alloys were also pre- F ‘Ga sala eT 
pared by H. Palkenberg, H. Kuzel, and H. Lieber. tungsten System 
S. Inouye prepared alloys with up to 30 per cent. of 
tungsten. The thermal diagram is shown in Fig. 20. At 1300°, lead dissolves 
a maximum of 30 per cent. of tungsten. The temp. of primary crystallization 
could not be detected with less than 5 per cent. of tungsten. Tungsten 
crystallizes first, and the eutectic appears to be almost pure lead. No evidence 
of the formation of a compound on the lead side could be found, and it is 
improbable that there could be one on the tungsten side, on account of the low 
b.p. of lead. H. Falkenberg, and L. F. von Grotthuss-Call alloyed tungsten with 
lead and antimony for use as a bearing metal. L. Freiherr prepared ductile alloys 
of thorium and tungsten by reducing a mixture of thoria and tungsten trioxide— 
vide supra, ductile tungsten. §. Dushman and I. Langmuir, and P. Clausing 
discussed the diffusion of thorium in tungsten; A. St. John observed no evidence 
of an alloy of tungsten and thorium in thoriated tungsten filaments. | 
F. A. Bernoulli, and C. L. Sargent obtained alloys with antimony, but not with 
bismuth. C. L. Sargent prepared alloys of tungsten and chromium by melting 
a mixture of the oxides and carbon in an electric furnace; and T. Goldschmidt 
obtained them by the aluminothermite process. E. Haynes also found that 
tungsten alloys with chromium and cobalt in all proportions. F. A. Fahrenwald, 
H. C. Bain, and Z. Jeffries prepared alloys of molybdenum and tungsten by 
compressing the reduced powders into briquettes, and heating them with an 
electric current in an atm. of hydrogen; and A. Stavenhagen and EK. Schuchard, 
by the thermite process. W. Geiss and J. A. M. van Liempt observed no diffusion 
between the two metals in hydrogen at 2400° during 2 hrs., but with a pressed 
bar, diffusion occurs in 15 min. at this temp. H. Mennicke said that the com- 
pound tungsten henutrimolybdide, W2Mos, is formed by reducing molybdenum 
oxide with tungsten hemitrisilicide in the presence of lime: W.Sis+3Mo0.+3CaO 
=3CaSi03+W.Mos. The silver-white crystals have a sp. gr. 14:8. A. Staven- 
hagen and K. Schuchard, and H. Mennicke said that tungsten molybdide, WMo, 
is formed by the aluminothermite process: WO3-+-Mo003-+4Al=2A1,03+ WMo. 
There is not sufficient evidence to establish either of these products as a chemical 
individual. The equilibrium diagram, Fig. 21, by F. A. Fahrenwald is approxi- 
mately a straight line from the f.p. of molybdenum to that of tungsten. W. Geiss 
and J. A. M. van Liempt, and Z. Jeffries also obtained analogous diagrams. This 
shows that the metals are completely isomorphous. There is no evidence of chemical 
combination or of eutectics. The electrical resistance curves, and the curves 
for the hardness (Fig. 22) of the alloys, are typical of an uninterrupted series of 
solid soln. Curve A, Fig. 22, refers to the metal which has suffered a 60-per cent. 
reduction, and B, the compressed, heat-treated but unforged ingot. Both curves 
are smoothly convex, and are typical of an uninterrupted series of solid soln. 
The etching tests agree with the presence of cubic crystals. W. Geiss and 
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J. A. M. van Liempt studied the electrical resistance and found the results in 
agreement with the assumption that the alloys form a continuous series of solid 
soln. According to A. E. van Arkel, the X-radiogram of the 50-50-alloy corresponds 
with a cube-centred lattice showing that the atoms in the isomorphous crystals 
are arranged in a space-lattice with definite places for the components. D. Binnie 
found that the molybdenum-tungsten thermocouple has an e.m.f. of 7 to 8 millivolts 
per degree at 1500°, and 8 to 9 millivolts at 1600°; and he made high temp. 


pyrometers with the couples. A. Stavenhagen and EH. Schuchard also studied | 


the alloys of tungsten and molybdenum as well as those of W-—Mo-Ti, and 
W-Mo-Cr—Co, and E. W. von Siemens and J. G. Halske, those of chromium and 
tungsten. According to J. A. M. van Liempt, the corrosion of the alloys by acids, 
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and by water, in some cases, starts rapidly at a particular composition, whilst in 
others it increases continuously with increase in the percentage of molybdenum. 
Where a sharp corrosion limit is shown, it is not a constant, but depends on the 
nature of the reagent, the temperature, and usually also on the time of reaction. 
The positions of the resistance limits do not agree with G. Tammann’s theory. 
The subject was discussed by G. Tammann. A. Stavenhegen and EH. Schuchard 
obtained his alloys by the thermite process. According to P. Reinglass, tungsten 
alloys in all proportions with tantalum, but with more than 10 per cent. of 
tantalum, the alloys are hard and brittle ; with smaller proportions of tantalum, 
the alloys may be drawn into wires 0-1 mm. diameter. 
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§ 9. The Lower and Intermediate Oxides of Tungsten 


About half a dozen tungsten oxides have been reported whose individuality 
is not well-established ; and, in addition, there are the more clearly defined hemi- 
pentoxide, W.O;, the dioxide, WO,, and the trioxide, WO3. EH. D. Desi! obtained 
a blue product by the action of conc. sulphuric acid on tungsten at 200°; after 
quickly washing with alcohol and ether, and rapid drying, its composition approxi- 
mated tungsten monoxide, WO, or W,0.WO,; if boiling conc. sulphuric acid be 
employed, a mixture of a white and a greenish-blue product is formed—the latter, 
when separated, washed with alcohol and ether, and rapidly dried, corresponds 
in composition with tungsten tetritatriowide, W403. If tungsten be heated with 
conc. sulphuric acid in a sealed tube at 150°, a blue product with the composition 
of tungsten hemitrioxide, W203, 1s formed; and if the temp. in the sealed tube 
be 180°, the blue product has the composition of tungsten pentitaenneaoaide, 
W;O9. When these oxides are treated with ammonia, or alkali-lye, tungsten and 
the trioxide are formed; and the hemitrioxide precipitates silver in brilliant 
scales from silver nitrate soln. 

Another series of blue-coloured oxides has been reported intermediate between. 
the di- and trioxides.. They are formed either by oxidizing the dioxide or by 
reducing the trioxide. A. Lottermoser suggested that HE. D. Desi’s oxides, as well 
as these intermediate oxides, are only mixtures of tungsten and its trioxide. A 
number of these have been used as blue pigments under the commercial names 
wolfram-blue, mineral blue, and blue carmine. EH. F. Anthon added that these blues 
are cheaper than the smalt blues. A. Pinchon employed a mixture of tungsten- 
blue and yellow tungstic acid as a non-poisonous green pigment in place of the 
arsenical copper greens. J. J. Berzelius observed that when dry hydrogen 
is passed over gently warmed tungsten trioxide, a blue oxide is formed— 
F. J. Malaguti used the flame of a spirit-lamp as a source of heat; and A. Riche 
recommended working at 250°. F. Gdbel, and L. Gmelin obtained the blue oxide 
by passing carbon monoxide over tungsten trioxide at a red-heat. F. J. Malaguti, 
and L. von Uslar obtaimed the blue oxide by igniting ammonium tungstate in a 
covered crucible; and H. F. Anthon, by heating the ammonium tungstate in a 
current of hydrogen—wde infra, the 5:14, 4:11, and 3:8 oxides; and also the 
analogous blue molybdenum oxides. 

There are some hydrated forms of the blue oxide—thus, A. Riche observed 
that when tungstic acid under water is exposed to sunlight, it acquires a blue 
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colour; and R. E. Liesegang, that tungstic acid in contact with paper, becomes 
blue in sunlight. R. Bunsen said that paper moistened with sodium tungstate 
soln. becomes blue or green when treated with stannous chloride, or ammonium 
sulphide. H. E. Roscoe observed that when tungsten pentachloride or penta- 
bromide is hydrolyzed, the blue oxide is formed, and this is easily oxidized by 
permanganate to tungstic acid. P. Burckhard obtained the blue product by the 
electrolysis of fused sodium tungstate; and EH. F. Smith, by the electrolysis of 
fused sodium tungstate, and by the electrolysis of a soln. of a tungstate in boiling 
hydrochloric acid. C. Scheibler added that when a soln. of metatungstic acid is 
sat. with hydrogen sulphide, and then treated with ammonia or ammonium sulphide, 
sulphur separates out, and the mixture acquires an intense blue coloration. 
W. Biltz found that the blue colloidal soln. so prepared dyes silk a pale blue— 
the result is less satisfactory with cotton or wool. W. Biltz dialyzed the colloidal 
soln. and found that some of the blue substance passes through the membrane. 
The dialyzed soln. is deep sky-blue. M. Kroger obtained colloidal soln. of the blue 
tungsten oxide by electrolyzing a 2 per cent. soln. of sodium tungstate with an 
excess of acid; if an excess of acid be not used, a dark brown soln. is formed. 
The colloid is reversible, and the colloid is negative so that it collects about the 
anode as a dark blue liquid when an electric current is passed through the liquid 
contained in A. Coehn’s apparatus. The liquid about the cathode becomes clear. 
The colloid is precipitated from the soln. by positively charged colloids—e.g. the 
hydrated oxides of iron, aluminium, chromium, thorium, zirconium, and cerium. 
W. Biltz and W. Geibel found that a freshly-prepared colloidal soln. of the blue 
oxide is optically empty, older preparations are more or less cloudy in Tyndall’s 
cone of light. N.R. Dhar and co-workers studied the coagulation of the colloidal 
soln. 

According to E. T. Allen and V. H. Gottschalk, tungsten pentitatetradecoade, 
W,;014.H,0, is formed when tungsten trioxide is reduced by heating it with soln. of 
stannous chloride in hydrochloric acid on a water-bath, or by heating it to 200° 
with hydriodic acid in a sealed tube. The pentitatetradecoxide forms a dark blue 
powder with a purplish lustre ; it is insoluble in water acidified with hydrochloric 
acid, but in pure water it seems to form a colloidal soln. It is readily oxidized by 
exposure to the air or by oxidizing agents, and is instantly converted into the 
trioxide by the action of heat. When heated with a soln. of an alkali hydroxide, 
hydrogen is evolved and a tungstate is produced, whilst by the action of ammonia, 
ammonium tungstate and a brown residue are formed, but no gas is evolved. 
According to E. D. Desi, when sulphurous acid acts on tungsten, W;O,,4 is formed. 
J. Kltzbacher found that when freshly precipitated tungsten trioxide is dissolved 
in a boiling soln. of oxalic acid, and the liquid electrolyzed in a compartment cell, 
the cathode liquid becomes clear, and a deposit of the dark blue oxide forms on the 
cathode. H. Leiser stated that if an acidic soln. of tungstic acid is electrolyzed, 
using a platinum or nickel cathode, a blue soln. of tungsten tetritahenoxide, W4013, 
the anhydride of metatungstic acid, is formed. L. von Uslar reported tungsten 
pentitaoctoxide, WOg. As indicated above, when the pentitatetradecoxide is 
treated with aq. ammonia, a brown mass is produced which EH. T. Allen and 
V. H. Gottschalk found to have the composition of tungsten tritaoctoxide, W303.H,0, 
when it has been washed and dried. The deep purple oxide has a bronze lustre, 
and its chemical behaviour is like that of the pentitatetradecoxide. EK. D. Desi 
said that the tritaoctoxide, W3Og, is obtained by heating ammonium metatungstate 
to a bright red-heat, or by fusing tungstic acid with potassium iodide. The purple 
product has a yellow metallic lustre, and it is insoluble in acids, and alkali-lye. 
O. F. von der Pfordten also prepared this oxide. 

L. Wohler and O. Balz measured the equilibrium constants of the systems in 
which tungsten trioxide and dioxide are reduced by hydrogen; and in which 
tungsten is oxidized by steam. The equilibrium constant is represented by the 
ratio of the concentrations of steam, Cy,0, and of hydrogen, Cy,, in equilibrium 
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with the solid phase. Only the bluish-violet tungsten hemipentoxide, W.O;, and 
brown tungsten dioxide, WOg, were found as stable solid phases. The blue oxides 
with a composition between that of the trioxide and of the hemipentoxide are 
mixtures. These results were confirmed by G. Chaudron—vide supra, Fig. 2. 
L. Wohler and O. Balz found that the equilibrium constants were K,=—16 for 
WO; E W.O; at 800° ; Ke=6-1 for W.0; ‘ WO, at 800° é and K,=1:0 for WO, WW 
at 950°. L. Wohler and W. Prager gave: 
733° 828° 863° 868° 941° 1036° 
oy sa s0s40 0-65 0:75 0-82 0-99 1-29 


J. A. M. van Liempt showed that the conditions of equilibrium indicate that if 
hydrogen be passed through water at 95°, and the mixture of hydrogen and water 
vapour be passed over tungsten trioxide at 900°, tungsten hemipentoxide is formed. 
The blue oxide obtained by W. Reinders and A. W. Vervloet varied in composition 
between WObo.09 to WOg.9;. G. A. Meerson found that in hydrogen, the hemi- 
pentoxide sublimes above 900°. L. Wohler and R. Giinther calculated for the 
dissociation press., ~, atm., for W,0;—>WOs, log p,—=—28000771+-8-496 ; and 
for the heat of the reaction, 128-0 Cals. H. Alterthum and F. Koref calculated 
values for the dissociation press., and gave for the heat of vaporization 43-36 Cals. 
at 1800° K. For the equilibrium constant in the reaction 4WO,+0,=2W.0;+237 
Cals., Ko=[W0O2]*[0o]/[W20;|?, where the bracketed terms denote partial press., 
log Ky=—237000T 1/4-57+-3 1-75 log T-+9. W. Frankel found for the reaction 
2W03+CO=CO,+ W.0;, for K=[CO.]/[CO] between 750° and 1050°, K=17-2 to 
21-1—vide infra, tungsten trioxide. Z. Shibata gave 2WO,+40,=W.,0;+62:9 
Cals. P. Sabatier and J. B. Senderens said that tungsten dioxide at 450°-500° is 
oxidized by nitrous or nitric oxide to tungsten hemipentoxide. The various inter- 
mediate oxides, prepared in the dry-way as indicated above, must be regarded as 
mixtures containing blue hemipentoxide. LH. Friederich and L. Sittig obtained the 
dark violet hemipentoxide by heating at 1000° for an hour a mixture of 4:77 grms. 
of powdered tungsten and 29 grms. of tungsten trioxide. H. Leiser obtained a 
blue oxide approximating W,0,; by the electrolysis of metatungstic acid with a 
platinum cathode, and with a lead cathode the dioxide is formed. J. A. M. van 
Liempt gave for the heat of formation 4WO,+0,=2W,0;+125-2 Cals.; or 
2(2W,50)=318-4 Cals. H. Friederich gave 4-56 ohm. per sq. mm. for the electrical 
resistance. The blue oxide has been obtained only in an impure state as an 
amorphous powder ranging in colour from a greenish-blue to deep blue. The 
X-ray diffraction pattern obtained by C. J. Smithells and H. P. Rooksby is shown 
by Fig. 14. E. Friederich and L. Sittig gave 4.5104 ohms for the sp. resistance 
at 100°, and found it to be less than the resistance of the dioxide. KE. Wedekind 
and C. Horst gave 0-755 x 10-6 for the magnetic susceptibility. The blue oxide is 
converted into the trioxide when heated in air or oxygen; and when prepared in 
the wet way, it is readily oxidized by nitric acid or aqua regia, but when prepared 
in the dry way it resists attack by these reagents. V. I. Spitzin and L. Kaschtanoft 
observed that when the hemipentoxide is heated in hydrogen chloride, the dioxydi- 
chloride is formed, leaving a residue of tungsten; and he represented the com- 
position : W(WOs);, 7.e. 3W,0;. P. Sabatier and A. Mailhe said that above 170°, 
the blue oxide acts catalytically in decomposing formic acid into carbon monoxide 
and water. The catalytic properties of the blue oxide in forming ethyl alcohol, etc., 
were studied by P. Sabatier and A. Mailhe, and J. N. Pearce and A. M. Alvarado. 
A. Charriou demonstrated the increased catalytic activity of alumina containing 
the adsorbed blue oxide. 

J. J. Berzelius 2 obtained tungsten dioxide, WO., by passing hydrogen over 
tungsten trioxide, free from alkali, and feebly ignited in a glass tube. A. Riche 
added that if the temp. be too low, the blue oxide is formed, and if too high the 
metal is formed. In the formation of the dioxide as an intermediate stage in the 
reduction of tungsten trioxide by hydrogen, J. A. M. van Liempt showed that the 
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conditions of equilibrium indicate that if hydrogen be passed through water at 
85°, and the mixture of hydrogen and water vapour be passed over tungsten trioxide 
at 900°, tungsten dioxide is formed—vide supra. W. Frankel made similar observa- 
tions in connection with the reduction of carbon monoxide—de infra, tungsten 
trioxide. C. F. Bucholz heated a mixture of tungsten trioxide and carbon in a 
covered crucible at a dull red-heat ; the Westinghouse Metal Filament Lamp Co. 
added that better results are obtained with a mixture of tungsten trioxide, free 
from alkali, and one-tenth to one-fifth its weight of glycerol, or ethylene glycol. 
The dried mass is heated in a closed vessel at a bright red-heat for some hours. 
F. Wohler allowed dil. hydrochloric acid and zinc to act on tungsten trioxide, if 
necessary renewing the acid, and zinc, until all trioxide had been converted into 
copper-red scales. The product is washed with water while protected from air, 
and preserved under water. O. F. von der Pfordten used hydrated tungsten 
trioxide. A. Riche added that the tungsten trioxide is only superficially reduced 
by this process, and he recommended the use of an alkali tungstate in place of 
tungsten trioxide, and washing the product with water saturated with hydrogen, — 
and afterwards drying it in an atm. of hydrogen. F. Wohler heated an intimate — 
mixture of potassium tungstate and ammonium chloride until the ammonium salt 
was all expelled ; washed out the potassium chloride with water, and the undecom- 
posed acid tungstate with a boiling dil. soln. of potassium hydroxide; and finally 
washed the product with water. FF. Wohler, and H. E. Roscoe decomposed tungsten 
tetrachloride with water and obtained a precipitate of the dioxide and a greenish- 
brown soln. which gradually deposited the dioxide; tungsten dichloride is also 
hydrolyzed by water slowly giving off hydrogen and forming the dioxide. Hi. Defacqz 
heated tungsten diiodide to 500° in a current of carbon dioxide. EH. D. Desi 
obtained the dioxide by evaporating sulphuric acid along with tungsten monoxide. 
L. A. Hallopeau heated lithium paratungstate for nearly an hour in a current of 
hydrogen, and washed the product successively with boiling water, conc. hydro- 
chloric acid, a 20 per cent. boiling soln. of lithtum hydroxide, and finally with hot 
water. . Friederich and L. Sittig obtained the dioxide by heating a mol of the 
triiodide and a gram atom of carbon ; and also by heating to 1000° for an hour, an 
intimate mixture of a gram-atom of tungsten powder and 2 mols of tungsten 
trioxide. H. Leiser observed that a soln. of a metatungstic acid when electrolyzed 
with a lead cathode furnishes tungsten dioxide, and with a platinum cathode, a 
blue oxide approximating W,0,,. W. Meissner, and A. Schulze discussed the 
supraconductivity of the dioxide; and J. 8. Donal, the emission of electrons by 
tungstous oxide. J. Vrede observed that the oxide is no use as a radio-detector. 

R. F. Bernhardi-Grisson said the electrolytic reduction of soln. of tungsten 
trioxide in hydrofluoric or hydrochloric acid furnishes the dihydrate, WO,.2H,0, 
tungsten tetrahydroxide, H,WO,, or W(OH),. It is a brown powder soluble in 
hydrochloric acid forming a greenish soln. which rapidly becomes blue owing to 
the oxidation of quadrivalent to quinquevalent tungsten. Itis insoluble in soda-lye, 
sulphuric acid, and acetic acid. “ead 

J. J. Berzelius described: tungsten dioxide as a brown powder with a tinge of 
copper-red ; and A. Riche found his preparation to be dark yellow. F. Wohler 
said that it forms copper-red scales with a metallic lustre; and L. A. Hallopeau, a 
brown powder, with a copper-red lustre, consisting of microscopic, opaque, regular, 
octahedral crystals. V. M. Goldschmidt and co-workers discussed the crystal 
structure. lL. Pauling discussed the crystal structure. C.J. B. Karsten gave 12-11 
for the sp. gr. W. Biltz studied the mol. vol. E. Friederich and L. Sittig gave 
5:0 to 5-5 for the hardness. LL. Wohler and R. Giinther calculated for the dissocia- 
tion press. ps atm., for WO.—>W, log p3=—298087-1-+-9-168 ; and for the heat of 
the reaction : W+-O.=W0O,+-136-2 Cals. N. Parravano and G. Malquori gave for 
the dissociation press., log po,—=—24:993 at 600°. H. Alterthum and F. Koref 
calculated values for the equilibrium constant in the equation W+0,—W0,+82:6 
Cals., K,=[W0O.]/[O2], where the bracketed terms denote -partial press., and log 
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K,=82600T1—4-57. They gave for the heat of vaporization, 48-86 Cals. at 
2000° K. Z. Shibata gave 138-2 cals. per gram. KE. Friederich and L. Sittig gave 
1500°-1600° for the m.p. J. A. M. van Liempt gave for the heat of formation 
(W,0.)=127-9 Cals.; and for the heats of oxidation, (4W0O,,0,)=2W.,0;4-125-2 
Cals.; and (2W.0;,0,)=4WOs+140-4 Cals. The X-ray diffraction pattern, 
obtained by C. J. Smithells and H. P. Rooksby, is shown in Fig. 14. H. von Warten- 
berg and H. Moehl observed that the heat of formation of WOz is 131 Cals., and the 
heat of vaporization —31 cals. EH. Friederich found the electrical resistance to be 
9-8 x 104 ohms at 1000°. When the dioxide is heated in hydrogen, F'. Wohler said 
that it is reduced to the metal—vide supra, the action of water-vapour on tungsten : 
W+2H,0=W0.+2H.. .The powder obtained by the hydrogen reduction process 
is pyrophoric, but, according to A. Riche, after it has stood 24 hrs. in hydrogen, 
it is stable in air. When the dioxide is heated in air, it burns like tinder to form 
the trioxide. The dioxide, freshly prepared. by the wet-process, rapidly oxidizes 
in air, acquiring a blue colour; if the powder has been dried, it may be kept in 
contact with air without change. The dioxide burns to the trioxide when heated 
in oxygen ; and the same product is obtained when the dioxide is heated with 
mercuric oxide. If water be in contact with the dioxide for some months, it acquires 
a blue colour. 8. M. Délepine and L. A. Hallopeau found that the dioxide readily 
decomposes water containing a little alkali in consequence of the formation of an 
alkali tungstate. J. J. Berzelius said that a conc. boiling soln. of potassium 
hydroxide decomposes the dioxide forming the alkali tungstate, and giving off a 
little hydrogen; and A. Riche, and HE. F. Smith and O. L. Shinn added that the 
soln. in alkali-lye becomes intensely red, it gives off hydrogen, and then acquires 
a blue colour. L.A. Hallopeau’s preparation was not attacked by conc. alkali-lye. 
H. E. Roscoe observed that the dioxydichloride is formed when dry chlorine acts 
on the dioxide ; and A. Riche, and E. F. Smith and O. L. Shinn added that chlorine- 
water oxidizes the dioxide to the trioxide. V. I. Spitzin and L. Kaschtanofi 
found hydrogen chloride converts it into the dioxydichloride and tungsten ; and 
they wrote the formula W(WOs)>, 7.e. 3WO,. L. A. Hallopeau found that the 
dioxide is attacked neither by hydrochloric acid nor by sulphuric acid. A. Riche, 
and H. F. Smith and O. L. Shinn added that a little of the dioxide prepared by the 
wet process dissolves in cold hydrochloric or sulphuric acid forming a reddish soln. 
which becomes purple when heated; the soln. remains red for a long time, but it 
slowly decomposes forming the blue oxide. The change occurs rapidly if the soln. 
is heated. EK. F. Smith and H. Fleck found that sulphur monochloride converts 
the dioxide into the oxytetrachloride. According to F. Wéhler, when gently 
warmed in dry ammonia, the dioxide forms a brownish-black substance containing 
hydrogen and nitrogen, mixed with unchanged dioxide, and at a higher temp., 
tungsten isformed. A. Riche, and E. F. Smith and O. L. Shinn found that boiling, 
aq. ammonia does not dissolve the dioxide. According to P. Sabatier and 
J. B. Senderens, if the dioxide is heated to 450° or 500° in nitrous oxide, the blue 
hemipentoxide is formed—neither nitric oxide nor nitrous fumes were observed, 
the nitrous oxide is reduced to nitrogen. At about 500°, tungsten dioxide reacts 
vigorously with nitric oxide forming the blue hemipentoxide ; and at about 300°, 
nitrogen peroxide forms a mixture of tungsten hemipentoxide and trioxide. 
A. Riche, E. F. Smith and O. L. Shinn, and L. A. Hallopeau observed that cold 
nitric acid slowly oxidizes the dioxide to the trioxide; and A. Riche found that 
aqua regia forms a similar product. H.C. Greenwood found that the dioxide is 
reduced to the metal when it is heated with carbon to about 1020°. O. Brunner 
showed that when tungsten dioxide is heated with carbon dioxide it is oxidized : 
WO0,+C0O,=W0;+CO. A. Riche, and HE. F. Smith and O. L. Shinn found that 
the dioxide reduces an ammoniacal soln. of silver nitrate to silver; and cupric 
and mercuric chlorides are reduced to cuprous and mercurous chlorides respectively. 
H. von Wartenberg and H. Moehl found that there is a balanced reaction at high 
temp. With aluminium, zirconium, and thorium and tungsten dioxide, wide 
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supra, the chemical properties of tungsten. F. Wohler found that when a mixture 
of the dioxide and sodium carbonate is heated out of contact with air, tungsten 
and sodium tungstate are formed. 

I. Wohler 3 observed that when acid sodium tungstate is reduced by hydrogen, 
a bronze-coloured powder is obtained. The product is a member of a series of 
reduction products of the alkali and alkaline earth tungstates which have been 
designated tungsten-bronzes because, owing to their intense and vivid colours, and 
their remarkable chemical inactivity, they can be used as substitutes for bronze- 
powders. This term is applied to finely-divided or powdered metals—e.g. brass, 
bronze, aluminium, and copper—which, when mixed with a suitable binding 
material—e.g. varnish, or amyl acetate—can be used as paints for ornamental and 
decorative purposes, and for protecting iron, etc., against corrosion. 

The tungsten-bronzes appear to contain several sexivalent tungsten atoms, 
and one quadrivalent tungsten atom. Their composition can be represented by 
MR,O.nWO3.WOs, although in the majority of them m is unity, and the general 
formula is then R,O.nWO3.WOg, or simply Ro(WOs),+1. The chemical nature 
of the tungsten-bronzes has not been worked out. Many of them are probably 
solid soln. of different individuals. Different formule have been applied to the 
products of apparently similar reactions. Thus, G. von Knorre heated equimolar 
proportions of sodium and potassium tungstates to redness in hydrogen and obtained 
on one occasion a purple-red bronze, 2Na,W,0,;.5K2W40j2, and on another 
occasion a dark red bronze, 2NagW309.3K,W,0j9. Different products have 
probably been given the same formula. Each new investigation furnishes new 
products, but rarely are the reports of previous workers completely confirmed. 
There are difficulties (i) in the analytical determination of the ratio of the total 
tungsten to that present in the quadrivalent form (i) in recognizing whether the 
products are chemical individuals or mixtures because of their general insolubility, 
and resistance to attack by ordinary reagents. When heated in hydrogen chloride, 
V. I. Spitzin and L. Kaschtanoff found that the dioxydichloride is formed, sodium 
chloride, and tungsten are formed, and they think that their results agree with the 
formula (NagW2O0g¢)3, or Nag{(WO,)3W(WOs)2], for the yellow bronzes; and 
(Nag W309)3, or Nagl (WO 4)3(WO3)3W(WOs)o], for the red bronzes. (iii) In repeating 
the work of previous investigators because of unrecognized but essential conditions 
for producing particular results. In some cases, arrested reactions are involved— 
vide 4. 31, 33. Thus, O. Brunner showed that the reaction with the yellow sodium 
tungsten bronze: 3Na,W20g=NagW0,+2Na.W.0,+W, is reversible, and if it 
be slow, or if the temp. be variable, it will be difficult to obtain a definite product. 

The tungsten-bronzes are obtained: (1) by the reduction of an acid tungstate 
with hydrogen, coal gas, or tin, zinc, or iron at a high temp.—F. Wohler, and 
H. Wright; (2) by the electrolytic reduction of a fused polytungstate— 
C. Scheibler, A. Stavenhagen, E. Engels, L. and H. H. Kahlenberg, and E. Zettnow ; 
and (3) by melting mixtures of normal or acid tungstates with tungsten dioxide, 
out of contact with air—O. Brunner. According to V. I. Spitzin, the tungstates 
are reduced by hydrogen at 650° to 700° to a constant weight ; and the products 
from the ditungstate, Na,W.O,, paratungstate, Na gW 204), tetratungstate, 
Na.W,0,3, and pentatungstate, NagW,;Oj,, are, in every case, mixtures of sodium 
tungstate, NagWO,, and tungsten. Above 700°, a further loss in weight takes 
place, and at 900°, each of the above acid tungstates and also sodium tungstate are 
reduced to tungsten, The various tungsten bronzes are also reduced to sodium 
tungstate and tungsten at 650°-700°. The blue bronze, NagW,0j;, is reduced 
successively to the violet, NagW 40 9, the red, NagW305, and the yellow bronzes, 
Na:W.0,; this reduction takes place comparatively slowly at 550° and rapidly 
at 650°, but at no temperature does reduction cease at any intermediate stage. 
The formation of bronzes by the reduction of acid tungstates is believed to take 
place according to equations of the type: Na gW,0,3-+H .—NagW,0j.-+H.0 ; 
Nag W40j2+3H2=NagW305+W-+3H.,0. In this case, the molecule of bronze 
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could never contain more atoms of tungsten than that of the tungstate from 
which it was prepared. This, however, is sometimes the case, but is ascribed to 
impurities in the tungstate; thus, sodium tetratungstate yields a blue bronze, 

but the metatungstate, NagW,03,10H.O, which can be purified by crystallization 
_ from water, yields the violet bronze. 

The colour of the tungsten bronzes ranges from golden-yellow, reddish-yellow, 
purple-red, violet, blue, to bluish-black. As the proportion of tungsten increases, 
the colour changes in the order indicated. In thin layers, the bronzes are more or 
less translucent, and the colour by transmitted light may be complementary to 
that by reflected light. These bronzes are usually crystalline—generally as cubes 
or needles. Their sp. gr. is high ranging from 6-5 to 7-5. For the luminescence of 
the tungsten-bronzes, vide wmfra, calcium tungstate. They are good conductors 
of electricity. They are insoluble in water ; and with the exception of hydrofluoric 
acid are not attacked by the usual acids. Hot aqua regia acts on some of the 
tungsten bronzes. They are not acted on by alkali-lye, but they are decomposed 
by fusion with alkali hydroxide, sulphur, and ammonium hydrosulphate or per- 
sulphate. Some of the bronzes were shown by O. Brunner to be oxidized when 
heated with carbon dioxide to form carbon monoxide. They are oxidized to tung- 
states when heated in air or oxygen, or when heated with mercuric oxide. When 
boiled with an ammoniacal soln. of silver nitrate, silver is precipitated. O. Brunner 
showed that the tungsten-bronzes with a relatively small proportion of tungsten 
decompose when heated, forming tungsten, normal tungstate, and a tungsten-bronze 
with a higher proportion of tungsten, e.g. 3NagW2,0g=W-+NazgWO,4+2(NagWO,. 
WOs). 

Lithium-tungsten-bronzes were prepared by O. Brunner, W. Feit, L. A. Hallopeau, 
G. von Knorre, and C. Scheibler. Thus, LigW,0,, furnishes steel-blue, microscopic 
plates of sp. gr. 7-50; LigW;0;; appears in deep blue, microscopic prisms when 
lithium paratungstate is fused with tin, or fused paratungstate is electrolyzed ; 
LigW Oz, is steel-blue; and Li,.W;0,;.3K,W,0j. appears in violet needles when 
a fused mixture of equimolar proportions of lithium and potassium tungstates is 
reduced with tin. | 

Sodium-tungsten-bronzes were prepared by EK. F. Anthon, O. Brunner, L. and 
H. H. Kahlenberg, F. J. Malaguti, F. Margueritte, H. Schnitzler, J. Philipp, 
J. Philipp and P. H. Schwebel, C. Scheibler, F. Wohler, and H. Wright. Thus, 
Na,W.20, furnishes golden-yellow cubes of sp. gr. 7:28; Naz,W309, purple-red 
octahedra of sp. gr. 7:22; Na ,W4Oj9, violet needles of sp. gr. 7:195; and 
Na,W;0j1;5, blue cubes with a copper-red lustre. W. Feit, and G. von Knorre pre- 
pared 3K,W40 45.2Na,W305, and 5K,W4012.2Na,W;O;; as indicated above. Both 
are dark red ; the latter has a sp. gr. 7-117, and when powdered, becomes blue. 

Potassvum-tungsten-bronzes were prepared by O. Brunner, L. A. Hallopeau, 
G. von Knorre, A. Laurent, E. Schaefer, and E. Zettnow. The K,W,0,, bronze 
furnishes reddish-violet prisms of sp. gr. 7-1. A suspension appears blue by trans- 
mitted and green by reflected light. G. von Knorre and E. Schaefer were of the 
opinion that this is the only potassium-tungsten-bronze known, but others have 
been reported—e.g. O. Brunner obtained reddish-violet K,W30,9; a blue mixture 
KoW,40;.+K.W;015; and blue mixtures of the ultimate composition K,W;0j;, 
KyW,0i8, and KeWe0o,4- 

Alkali-alkaline earth-tungsten-bronzes were prepared by EH. Engels by the 
electrolysis of fused mixtures of potassium or sodium tungstate with the calculated 
amount of alkaline earth carbonate. He reported the following products: - 
CaW,4012.5Na,W;0;;, in blue pyramids; CaW40 49.10Na,W309, in purple-red 
- cubes or pyramids; CaW,4045.5K,W,Oj2, in glistening red needles; SrW4Ojp. 
5Na,W;0,;, in violet pyramids ; SrW,0)9.12Na,W;0j,, in carmine-red pyramids ; 
SrW,4079.5K,W,4Oj9, in red needles: 2BaW,019.3Na,W,;0j;, in dark blue crystals ; 
BaW,4049.5Na, W309, in yellowish-red cubes; and BayOj2.5KoW Ojo, in violet-red 
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Thorium-tungsten-bronzes.—C. J. Smithells inferred that the coloured thoria 
residues from dissolved thoriated tungsten filaments, which have been heated to a 
high temp., contain thorium-tungsten-bronzes. 
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§ 10. Tungsten Trioxide 


B. Siliman! observed the occurrence of a bright yellow, or yellowish-green, 
pulverulent earthy mineral which he called twngstie ochre at Monroe, Connecticut ; 
it was called oxide of tungsten by W. Phillips; acide tungstique, by F. 8. Beudant ; 
Wolframocker, by C. C. von Leonhard; Wolframsaure, by F. von Kobell ; 
Scheelsiure, and Scheelocher, by HK. F. Glocker : wolfranune, by R. P. Greg and 
W. G. Lettsom; and tungstite, by J. D. Dana. Its composition approximates 
tungsten trioxide, WO,. R. P. Greg and W. G. Lettsom, and J. H. Collins found 
tungsten ochre in Callington and Gwennap, Cornwall; and in Carrock Fells, 
Cumberland. J. H. Collins called the ochre wolframite, and wolframite he called 
wolfram. F.S. Beudant referred to an occurrence as a yellow deposit on wolframite 
at Zinnwald, Bohemia, but J. J. Berzelius found no tungsten in the deposit, and 
V. R. von Zepharovich does not mention it. A. Lacroix observed its occurrence 
at La Vilate, Haupte-Vienne; and Vaubry, Pury-les-Vignes; and at Meymac, 
Corréze ; while P. A. Dufrénoy found it near Limoges. In addition to the occur- 
rence at Monroe, Connecticut, J. D. Dana obtained the ochre from Cabarrus, 
Carolina; and F. D. Smith, from Osceola, Nevada. W. F. Petterd observed its 
occurrence at Ben Lomond, Tasmania. J.B. Scrivenor and J. C. Shenton observed 
a honey-yellow, crystalline mineral in the Kramat Pulai mine in the Federated 
Malay States. The crystals were rhombic; the sp. gr. 5-55; and the composition 
approximated (ThO,,Ce,03,Zr02)H,0-+2W0O3.H,0, and the mineral was called 
thorotungstite. 

The extraction of tungsten trioxide or tungstates from wolframite, scheelite, 
hiibnerite, etc., has been previously discussed ; so also has the purification of the 
tungsten trioxide. The trioxide is formed by the oxidation of the metal; I. Lang- 
muir 2 observed that tungsten wires heated in oxygen at a low press. form the 
trioxide at about 530°, and above this temp. the oxide volatilizes. The trioxide is 
also obtained by roasting the lower oxides, or the oxynitrogen compounds, the 
hydrated tungsten oxides, ammonium tungstate, ammonium oxyfluotungstates, 
or tungsten sulphide. As previously indicated, hydrated tungsten trioxide is 
precipitated by adding an acid to a soln. of a tungstate. J. A. M. van Liempt 
studied the influence of temp. and the conc. of the acid on precipitated tungsten 
trioxide. The precipitate consists of a mixture of the white and the yellow forms 
of the trioxide, together with an adsorption compound with water. Temp. has 
little effect on the precipitation, but in order to obtain the precipitate in a granular 
and easily manipulated form, it is advisable to use an excess of highly conc. hydro- 
chloric or nitric acid. The rate of precipitation depends on the method of mixing 
the soln. When the sodium tungstate soln. is added drop by drop to the acid, the 
rate of precipitation depends on the degree of ionization of the acid. Thus, 
0:25N-nitric, perchloric, and hydrochloric acids showed very nearly identical 
precipitation curves, whilst 0-25N-sulphuric acid showed a much more extended 
period of induction, before precipitation started. This last curve, however, was 
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very similar to that given by 0-18N-hydrochloric acid, the dissociation of which is - 


about equal to that of 0-25N-sulphuric acid. When the acid was added to the 
tungstate soln., the slower the addition of the acid (up to the limit of twelve 
minutes) the slower was the subsequent precipitation of the tungstic acid. 
Y. Nakazawa and T. Okada prepared tungstic acid (i) by evaporating a soln. of the 
trioxide in conc. hydrochloric acid and obtained crystals of WO3.H,O ; (11) by pass- 
ing steam into the soln. of the trioxide in conc. hydrochloric acid and obtained 
crystals of WO3.H,O ; and (111) by diluting the conc. hydrochloric acid at ordinary 
temp. and obtained a white acid, WO3.7H,0, difficult to filter. According to 
F. A. Bernoulli, and A. Safarik, the lemon-yellow, amorphous tungsten trioxide 
obtained by these methods can be converted into the crystalline form by strongly 
heating the product; according to A. E. Nordenskjéld, by fusing the hydrated 
trioxide with borax and washing the cold mass with hydrochloric acid, and aq. 
ammonia ; and, according to H. Debray, by passing a current of hydrogen chloride 
over the trioxide, or over a red-hot mixture of sodium tungstate and carbonate. 
EK. Zettnow, and J. Waddell noticed the formation of some crystals when the 


trioxide is heated in hydrogen. A. Pinagel found a sample of commercial tungsten — 


trioxide with 1-35 per cent. silica, 0-13 per cent. molybdenum trioxide, and traces 
of vanadium, iron, manganese, and sodium. 

For a- and p- forms of tungsten trioxide, wde supra, the oxidation of tungsten. 
The crystals obtained by A. E. Nordenskjéld were small, bright yellow, 
transparent, rhombic prisms with the axial ratios a:b: c=0-7002 : 1: 0399 isaor 
0-6966 : 1 : 0-4026; and those obtained by H. Debray were octahedral—some were 
yellow and translucent, others dark green and opaque. P. Niggli studied the 
electronic structure. The crystals are sometimes thin, dark blue or green needles. 
H. C. Burger added that the X-radiograms of both the yellow and green forms 
are the same. H. E. Roscoe attributed the discoloration to the presence of small 
traces of sodium salts; this was confirmed by N. H. Smith and H. 8. Lukens. 
J. A. M. van Liempt attributed it to the reducing action of the dust particles 
in the air, a reaction which is favoured by exposure to light. L. Gmelin attributed 
the green coloration to the presence of reducing gases during the ignition of the 
oxide. N. H. Smith and H. 8. Lukens showed that these hypotheses are not 


likely because, as shown by J. B. A. Dumas, and F. A. Bernoulli, the green oxide 


cannot be converted into the yellow oxide by ignition in a current of oxygen or 
nitrous oxides. J. J. and F. de Elhuyar gave 6-13 for the specific gravity of the 
amorphous, yellow oxide; W. Herapath gave 5-274 at 165°; A. H. Nordenskjéld, 
6-302 to 6384; and C. J. B. Karsten, 7-1306 ; while EK. Zettnow gave 7-16 at 17° 
for the amorphous oxide, and 7-232 at 17° for the crystals. E. F. Smith and 
¥. F. Exner gave 7-157 for the sp. gr. of the trioxide obtained by heating the 
hydrate to bright redness. H. P. Walmsley gave 7-146 for the sp. gr. of the dispersed 
oxide. The sp. gr. of tungsten ochre is 6-3 to 7:2. 

The mol. vols. were studied by H. Schréder, C. del Fresno, W. Biltz, and 
D. Balareff. O. Ruff and A. Riebeth discussed the plasticity of mixtures of the oxide 
with water, etc. H.V. Regnault gave 0-0798 for the specific heat, and H. Kopp, 
0-0894.. According to A. 8. Russell, the sp. ht. between —189° and —80-9° is 
0-0442 ; between —75-8° and 0°, 0:0678 ; and between 2:3° and 46-6°, 0-0783 ; the 
corresponding molecular heats are 10-25, 15-:73,and 18-16. F.M. Jager and E. Rosen- 
bohm gave cp=0-0503755-+-0:13644 x 10-39 —0-0490476 x 10~662 for the sp. ht. up 
to 1300° of the crystalline, yellowish-green oxide formed by heating tungsten to 
1300°. J. Maydal discussed the sp. ht. When heated, the colour of tungsten 
trioxide deepens to a dark orange, but on cooling, the lemon-yellow colour is restored. 
H. D. Clark found that the yellow oxide is decomposed in the oxy-hydrogen flame— 
presumably by hot reducing gases. A. Riche said that the trioxide can be fused in 
the gas blowpipe flame, and the mass, on cooling, furnishes tabular crystals. 
W. D. Bancroft and H. B. Weiser found that when tungsten trioxide is introduced 
into the oxyhydrogen flame, the flame deposits a bright, lustrous, metallic mirror 
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on a cold surface. F. M. Jager and H. C. Germs gave 1473° for the melting point ; 
but C. Matignon said that it does not melt at 2130°. A. A. Read observed no change 
in the composition of the oxide after it had been heated to 1750°. W. R. Mott 
studied the volatilization of the oxide in the electric arc ; and I. Langmuir found that 
in an atm. of oxygen under reduced press., the trioxide formed on the surface of wire 
volatilizes above 530°, and the heated wire at about 930°. H. Copaux found that 
at a moderate red-heat tungsten trioxide is stable, but volatilization occurs at a 
bright red-heat so much so that 500 merms. lost 3 mgrms. in 5 min. G. A. Meerson 
also found that the trioxide volatilizes in moist hydrogen above 850°. L. Wohler 
and R, Giinther calculated for the dissociation pressure, , atm., for the reaction 
WO0;->W,03, log »;=—287507-1+-10-53, and for the heat of the reaction, 
131-4 Cals. Hf py likewise denotes the dissociation press. of W20;—->WOgz (¢.v.), 
and ps, that of WO.->W (q.v.), then, 
hey L073° 1273° 1473° 1673° 2800° 3200° 3300° 
Pi e 10—-24:4 10—18:3 10-142 190—11-1 10-8:? 1-0 aa + aes 
Pe . 10-256 {Q-19-7 1015-6 10—12-6 10-10-38 Pen ee 1:0 
Ds 10-289 = 1 20-7 10-164 10-13-2 10710-7 en 1-0 ahs 
F. Born discussed this subject. H. Alterthum and F. Koref also calculated values 
for the dissociation press.; and they found the heat of vaporization to be 40-64 
Cals. at 1700° K. For the equilibrium condition in the reaction 2W,0;+0,=4W0Os3 
+56:7 Cals., K3=[W.0s5]?[O2]/[WO3]|? when the bracketed symbols denote partial 
press., log Kz=—5670071/4:57—1-75 log T-3. §. M. Delépine and L. A. Hal- 
lopeau gave for the heat of formation (W,30)=195-41 Cals. at constant vol., and 
196-3 Cals. at constant press. ; J. EH. Moose and S. W. Parr, 194-9 Cals. ; Z. Shibata, 
199-9 Cals.; W. G. Mixter, 196°3 Cals.; and L. Weiss, 192-648 to 196-146 at con- 
stant vol. §S. M. Delépine and L. A. Hallopeau gave (WO,,0)=64-63 Cals. at 
constant vol., and 64-9 Cals. at constant press. A. Berkenheim discussed the heat 
of formation. J.J. and F. de Elhuyar, and H. E. Roscoe said that tungsten trioxide 
turns green when exposed to direct sunlight, probably, added L. Gmelin, because 
the organic particles and dust diffused in air may exert a reducing action, so that 
a small portion of the blue oxide becomes mixed with the yellow trioxide. 
A. F. Wasiléeff found that tungstic acid in the presence of certain reducing agents 
—e.g. cellulose—is reduced by exposure to light. A. Riche observed that if the 
purified trioxide be confined under purified water for 14 days while exposed to direct 
sunlight, no green coloration appears. J. A. M. van Liempt also said that light 
discolours yellow tungsten trioxide ; but N. H. Smith and H. 8. Lukens added that 
any change in colour is only slight, and is superficial. H. M. P. Brinton and 
A. N. Lohmann added that the effect of sodium salts is negligibly small ; the colour 
is probably due to traces of impurities like dust. If the ignited trioxide be pro- 
tected from dust, the light of the mercury vapour lamp has no action, but if it be 
exposed to the atm., a green colour is developed, and similarly if the trioxide was 
treated with redistilled ammonia before the ignition. The effect of daylight is 
negligible in comparison with ultra-violet. A. Karl said that the crystals exhibit 
triboluminescence; J. EHwles, cathodo-luminescence; but no_ ultra-violet 
fluorescence in X-rays was observed by J. O. Perrine. EH. Wrede used tungsten 
trioxide as a target indicator to determine magnetic separation in a stream of 
unimolecular hydrogen. C. J. Smithells and H. P. Rooksby’s X-ray diffraction 
pattern is shown in Fig. 14. P. Krishnamurti, and H. Nisi studied the Raman 
effect ; and J. S. Donal, the emission of electrons. J. Vrede observed that the 
oxide is of no use as a radio-detector. 

F’. Beijerinck stated that tungstite shows no evidence of electrical conductivity. 
H. Friederich gave 1-8 x 109 ohm per sq. mm. for the resistance. W. Meyer examined 
the electrical conductivity of compressed rods of the powdered trioxide, and for a 
rod 0-20-18 cm. section, and 0-37 cm. long, he gave at room temp. : 


Volts . 0:033 0-100 0-200 0-300 0-400 0-666 1-000 
Ampéres. 0:0;275  0:0;825 0:0,166 0:04245 = 0-0,330 »—-0-0,541 ~—0-0,815 
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The electrolysis of fused tungstates, and of soln. of tungsten trioxide in various 
solvents has been discussed in connection with the electrodeposition of tungsten. 
L. Andrieux electrolyzed a soln. of the oxide in fused boric acid. O.Collenburg and 
J. Backer found that at a platinum cathode, soln. of alkali tungstates in cone, 
hydrochloric acid (containing the oxychloride WO,Cl,) are reduced quantitatively to 
derivatives of quinguevalent tungsten, whereas reduction proceeds further at a 
mercury, lead, or tin cathode. Above 16°, sodium tungstate gives quantitative 
yields of tervalent tungsten derivatives at the base metal cathode, but below 16°, 
reduction is not so complete ; potassium tungstate is completely reduced only at 
a lead cathode. During reduction, the colour of the soln. changes first to blue when 
the tungsten is in the quinquevalent form, and this colour slowly fades on further 
reduction, yielding eventually a yellowish-green or red soln. of tervalent tungsten. 
The yellowish-green soln. is always obtained above 35° ; it contains compounds of 


the type R’sW.Cly. The red soln. is obtained at 16° and contains compounds of the - 


type R’,(WCl;.H,O) which are unstable, changing on keeping or warming to com- 
pounds of the first-named type. According to O. Collenburg and K. Wilson, 
electrolysis of soln. containing 11-2 grms. of potassium tungstate and 16 grms. of 
oxalic acid in 100 c.c. at a current density of 0-01-0-03 amp. per sq. dm. and a 
temp. of not less than 70° with lead or tin cathodes leads to a complete reduction 
of tungsten to the quinquevalent stage and no further. The method is well adapted 
to the preparation of quinquevalent tungsten compounds. K. Fischbeck and 
EK. Einecke found that when used as anode in the electrolysis of 2 per cent. sulphuric 
acid, tungsten trioxide is reduced to the blue oxide. A. M. Iléeff studied the 
thermoelectric force of powdered tungsten trioxide. HE. Wedekind and C. Horst 
found the magnetic susceptibility to be 0-808 x 10~6 mass units at 15°; 8. Berkman 
and H. Zocher gave 0:20 10-6 mass units. 8. Freed and C. Kesper studied the 
subject. 

G. C. Gmelin? discussed the physiological action of salts of tungstic acid. 
Tungsten trioxide is more stable and less readily reduced than the corresponding 
trioxide of molybdenum or chromium. It is an acid anhydride forming tungstic 
acid with water. The acid and its anhydride were shown by O. W. Gibbs, and 
J.C. G. de Marignac to have a tendency to form complexes with phosphoric, silicic, 
boric, and other acids ; and by C. Friedheim, to have a tendency to form condensa- 
tion products. In illustration, the oxides of phosphorus, arsenic, antimony, and 
bismuth unite with tungsten to form complex salts ; aluminium, manganese, iron, 
chromium, nickel, cobalt, praseodymium, neodymium, lanthanum, and cerium 
also form a series of tungstates. T.G. y Arnal discussed the reactions of tungstates 
with various salts. 

J. J. Berzelius 4 observed that hydrogen reduces heated tungsten trioxide in 
stages, forming first a blue oxide, then a brown oxide, and then the metal. The 
observations of G. Chaudron and of L. Wohler and W. Prager, L. Wohler and 
O. Balz, L. Wohler and R. Giinther, W, Reinders and A. W. Vervloet, and 
H. Altherthum and F. Koref, on this reaction have been discussed in con- 
nection with the blue oxide, and with the metal. E. W. Engle said that reduction. 
commences at 620° and is rapid at 950°. CO. W. Davis said that the mixture of 
brown oxides is obtained at 800°—900°, and at 1080°, the metal itself is formed. 
The reaction was studied by Z. Shibata. J.N. Pearce and M. J. Rice studied the 
adsorption of water vapour by the oxide. C. Reichard observed that nascent 
hydrogen, from zinc and dil. hydrochloric or sulphuric acid with tungsten trioxide 
in suspension, gives a pale blue coloration which gradually becomes darker, 
F. Wéhler said that the reduction under these conditions proceeds to the blue or 
violet oxide, and finally to copper-red tungsten dioxide ; and O. F. van der Pfordten 
also gave the dioxide as the end-stage of the reduction by zinc and acid. E. T. Allen 
and V. H. Gottschalk found that the reduction does not occur with aluminium in 
alkaline soln. J. J. and F, de Elhuyar found that the oxide is insoluble in water ; 
and A. Riche, that it can be exposed to direct sunlight while under water without 
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losing its colour. If rubbed to a fine powder with water, part of it passes through 
filter-paper as a turbid liquid—wde wnfra, colloidal tungsten trioxide. Tungsten 
trioxide is tasteless, and if it has been ignited, it does not redden blue litmus. The 
hydrates are discussed below. T. Fairley found that tungsten trioxide is converted 
into a higher oxide by hydrogen dioxide. B. Kellner said that the freshly-precipi- 
tated trioxide is easily soluble in hydrogen dioxide, but when dried it is only partially 
soluble ; and after ignition, it is insoluble—vide infra, pertungstic acid. A. Lotter- - 
moser said that hydrogen dioxide is catalytically decomposed in the presence of 
tungstic acid in accord with the equation dx/dt=kx(a—x). This is due to the rapid 
formation of tungsten trioxide hydroperoxide, WO3.H,02. The photochemical 
decomposition of the dioxide and dextrose with tungstic acid as a catalyst was 
studied by J. C. Ghosh and J. Mukherjee. 

According to A. Riche, when the trioxide is heated with chlorine, a yellow 
dioxydichloride is formed; but an analogous reaction with bromine, or with iodine 
_ does not occur. R. Wasmuht studied the reaction with chlorine and the heated 
trioxide. K.Fredenhagen and G. Cadenbach said that the trioxide is not dissolved 
or changed by liquid hydrogen fluoride. A. Michael and A. Murphy found that a 
soln. of chlorine in carbon tetrachloride attacks the trioxide at 240°, forming WOCL, 
and at 280°, WCl,. O. Ruff and H. Krug found that the trioxide is attacked with 
incandescence by chlorine trifluoride. H.Copaux found that some tungsten is lost 
by volatilization when the trioxide is heated in hydrogen chloride at 500°, and 
V. I. Spitzin and L. Kaschtanoff said that the dioxychloride commences to form at 
300°. J. J. Berzelius observed that tungsten trioxide which has been ignited is 
sparingly soluble in hydrofluoric acid ; and A. Riche found that it dissolves in cone. 
hydrofluoric acid at 50° to 60°, forming an oxyfluoride. W. K. van Haagen and 
KH. F. Smith said that hydrofluoric acid has scarcely any action on the trioxide. 
The ignited trioxide is insoluble in hydrochloric acid. A. Pinagel found that no 
tungsten is lost by volatilization when the trioxide is heated with a mixture of hydro- 
fluoric and hydrochloric acids. KE. T. Allen and V. H. Gottschalk found that the 
trioxide is reduced when it is heated with fuming hydriodic acid in a sealed tube 
at 200°. According to H. O. Schulze, almost all chlorides are decomposed when 
heated with tungsten trioxide in the presence of oxygen, tungstates are formed, and 
chlorine is evolved. If heated with calcium chloride in the absence of air, the 
reaction is symbolized: CaCl,+2WO,=CaW0O,+W0O,Cl,. The chlorides of 
magnesium, iron, cobalt, and nickel behave similarly, but not the alkali chlorides. 
The chlorides of lead and silver are decomposed. L. and H. H. Kahlenberg found 
that tungsten trioxide and tungstic acid are soluble in fused alkali chlorides ; 
100 grms. of fused sodium chloride will dissolve 21-3 grms. of the trioxide ; some 
chlorine is evolved during the reaction, and when the mass is cooled, most of it 
dissolves in water, but a little white powder remains undissolved. The reaction 
is symbolized: 2W0O3+2NaCl=Na,.0.W.0;+Cly. If the hydrated trioxide be 
employed, 100 grms. of fused sodium chloride dissolve 95-7 grms. HyWO, with the 
evolution of hydrogen chloride, forming Na,0.4WOs, or Na,O0.5WO3. Tungsten 
trioxide is also dissolved by other fused alkali halides. H.O. Schulze found that 
potassium iodide is decomposed by tungsten trioxide; and if an excess of the 
. trioxide be employed, in air, all the iodine is expelled and a tungstate is formed. 
According to W. R. E. Hodgkinson and F. K. §. Lowndes, if a little tungsten 
trioxide be placed on molten potassium chlorate, oxygen mixed with so much chlorine 
is evolved that the gas is yellow. G.J. Fowler and J. Grant added that the trioxide 
lowers the temp. of decomposition of the chlorate, the oxygen is accompanied by 
chlorine, and some potassium tungstate is formed. G. Bredig discussed tungsten 
trioxide as a catalytic agent. 

J. J. and F. de Elhuyar found that when a mixture of tungsten trioxide and 
sulphur is heated, the blue oxide is formed, or, according to A. Riche, tungsten 
sulphide, and if alkalies are present, an alkali sulphotungstate is produced. 
J. J. Berzelius said that the conversion of the heated trioxide by sulphur vapour 
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into sulphide is incomplete ; hydrogen sulphide also converts the heated trioxide 
into sulphide ; and, according to A. Riche, carbon disulphide also forms the sulphide. 
J. J. Berzelius found that the sulphide is formed when the trioxide is heated with 
mercuric sulphide. According to E.F. Smith and H. Fleck, tungsten trioxide, 
wolframite, or scheelite, forms a red soln. of the oxytetrachloride when treated with 
sulphur monochloride. The trioxide obtained by heating ammonium tungstate, 
or the trioxide which has been heated for some time in the air, is not completely 
acted on by sulphur chloride, whereas the trioxide obtained by heating the oxy- 
chloride is practically all dissolved by it. This difference is not due to the presence 
of a nitride or oxynitride. R. D. Hall found that the vapour of sulphur monochloride 
passed over the heated trioxide forms the volatile oxychloride; and F. Bourion, 
that a mixture of chlorine with sulphur chloride transforms the trioxide at 230°-250° 
completely into a mixture of tungsten oxytetrachloride and dioxydichloride, but not 
into the hexachloride. G. Darzens and F. Bourion found that thionyl chloride 
attacks tungsten trioxide at 150°, forming the oxytetrachloride, and as the temp. 
rises the proportion of the accompanying dioxydichloride increases—the hexachloride 
isnotformed. P. Berthier found that sulphurous acid has no action, and EK. T. Allen | 
and V. H. Gottschalk found that it is not reduced by sulphurous acid in a sealed 
tube at 200°. E. D. Desi observed that tungsten trioxide is not dissolved even by 
cold or boiling dil. or conc. sulphuric acid, under conditions where molybdenum 
trioxide is rapidly dissolved. P. Berthier observed that when the trioxide is melted 
with potassium hydrosulphate, and the cold product is leached with water, the 
undecomposed hydrosulphate is first removed, and normal potassium tungstate 
then passes into soln. F. J. Faktor observed that when the trioxide is triturated 
with anhydrous sodium thiosulphate, the mixture becomes greenish-yellow, and 
when heated, tungsten disulphide is formed. O. Brunck found that in acid soln., 
the trioxide is reduced by sodium hyposulphite. 

According to A. Riche, aq. ammonia, especially in conc. soln., dissolves tungsten — 
trioxide forming a tungstate. A. Rosenheim and F. Jacobsohn found that liquid 
ammonia does not dissolve a perceptible amount of the trioxide either at ordinary 
temp. or at 108°-109°. According to F. Wohler, ammonia converts tungsten 
trioxide at a dull red-heat into a complex oxynitride, and at a higher temp., into the 
metal. C. H. Ehrenfeld also observed that complex oxynitrides are formed by the 
action of ammonia. KE. D. Desi also found that ammonium chloride mixed with 
tungsten trioxide, and strongly heated out of contact with air, forms the metal, but 
at a lower temp. a complex oxynitride is formed. EH. T. Allen and V. H. Gottschalk 
observed that hydroxylamine in alkaline soln. does not reduce tungsten trioxide ; 
and T. Curtius and F. Schrader, that hydrazine hydrate forms an indigo-blue mass 
with the evolution of very little oxygen. P. Sabatier and J. B. Senderens found — 
that the trioxide at 500° is not attacked by nitric oxide ; and J. J. Berzelius, that 
the trioxide is insoluble in nitric acid, and in aqua regia. C. H. Ehrenfeld observed 
that the trioxide is reduced to the blue oxide by phosphine at 125°-150°. 
A. Michaelis found that phosphorus trichloride at 200° colours the trioxide super- 
ficially green, but no other change was observed; N. Teclu, C. F. Gerhardt, H. Schiff — 
and A. Piutti, J. Persoz, and C. H. Ehrenfeld observed that phosphorus penta-— 
chloride furnishes tungsten hexachloride and some complex products. J. Persoz and _ 
N. Bloch obtained tungsten trioxyphosphopentachloride, WO3.PCl;—vide phosphorus — 
pentachloride, 8.50, 32. C. H. Ehrenfeld said that arsine acts like phosphine but 
more sluggishly. L. Gugliamelli studied the complexes of tungstic acid with 
arsenic acid; and A. Wolff, the complexes with arsenious, antimonious, 
and phosphorous acids. 

H. N. Warren found that the trioxide is easily reduced by silicon, but L. Kahlen- 
berg and W. J. Trautmann were unable to confirm this—any reduction is very local. 
The reduction of tungsten trioxide to the metal by heating it with carbon was 
observed by J. J. and F. de Elhuyar, A. Riche, C. F. Bucholz, E. G. A. Street, etc. — 
and has been discussed in connection with the metal. H. Moissan said that a carbide — 
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is formed. C. Matignon noted the formation of a carbide at about 2000°. 
H. N. Warren found that calcium carbide reduces the trioxide to the metal. As in 
the case of hydrogen, W. Frankel found that the reduction of tungsten trioxide by 
carbon monoxide takes place in stages: 2WO3+CO=CO,+W.0;, has an equili- 
brium constant K=[CO,|/[CO] has between 17-2 and 21-1 between 750° and 1050° ; 
and for the stage W,0;+CO=2W0.+CO, at 800°, AK=5-:08; the last stage 
W0,+2CO=W-+2CO, could not be measured because of the formation of carbide. 
Z. Shibata also studied the reaction ; he found that log K,=1555-57-1—1-1427 for 
the reaction 2WO3;+CO=W,0,;+C0,; log K,=1029-87—1—0:7884 for the 
reaction W20;+CO=2W0,+C0, ; and log K,=321-6T-1—0-0647 for 4WO.-+-CO 
=}W-+CO,. According to C. H. Ehrenfeld, methane does not reduce the trioxide 
heated by a bunsen burner, but at a higher temp. the dioxide is formed ; no reduction 
occurred with ethane, but at a red-heat, ethylene furnishes the blue oxide; and 
acetylene, the blue and brown oxides. EH. D. Desi also observed the formation of 
the blue oxide with ethylene, and he found that with cyanogen, a complex oxynitride 
is formed; and that fused potassium cyanide forms a complex oxynitride, and 
at a very high temp., silver-white globules of tungsten. F. Gobel found that 
carbon monoxide reduces the heated trioxide to the blue oxide. P.Camboulives 
observed that when the trioxide is heated to 560° in the vapour of carbon 
tetrachloride, an oxychloride is formed, and A. Michael and A. Murphy said that 
no reaction occurs at 240°, but at 280°, the hexachloride is produced—in the presence 
of chlorine, the oxychloride is formed at 240°, and the hexachloride at 280°. 
P. Sabatier and A. Mailhe, and J. N. Pearce and A. M. Alvarado studied the catalytic 
action of the trioxide on alcohol vapour whereby the alcohol is reduced to ethylene. 
J. N. Pearce and M. J. Rice studied the adsorption of the vapour of ethyl alcohol, 
ethyl acetate, and of acetic acid at 99-4°; and 8. Ghosh and A. K. Bhattacharya, 
the photochemical reduction of tungstic acid by ethyl alcohol; and J. C. Ghosh 
and 8. K. Nandy, of formaldehyde. J.C. Ghosh and J. Mukherjee, and HE. T. Allen 
and V. H. Gottschalk found that the trioxide is not reduced by alcohol or oxalic 
acid with hot conc. hydrochloric acid; nor is it reduced by grape-sugar. The 
trioxide is reduced to the blue oxide by boiling acetic acid and other organic com- 
pounds. L. Fernandes studied the compounds formed with gallic acid ; R. F. Wein- 
land and co-workers, the action of the phenols, and phenolic acids ; A. V. Dumansky 
and 8. I. Dyachkovsky studied the action of tartaric acid. According to A. C. Neish, 
m-nitrobenzoic acid does not give a precipitate with soln. of ammonium tungstate ; 
according to G. von Knorre, benzidine hydrochloride precipitates the tungsten 
quantitatively from cold soln. of the tungstates ; and, according to M. Tschilikin, 
a-naphthylamine gives a quantitative precipitation. KH. F. Smith studied the action 
of organic bases. 

J. L. Gay Lussac and L. J. Thénard found that potassium or sodium when 
heated reduces tungsten trioxide vigorously with wne lumeére vive. HE. D. Desi also 
reduced the trioxide with sodium; and with magnesium he obtained an alloy of 
tungsten. The reducing action of these and other metals has been discussed in 
connection with the preparation of tungsten (q.v.). O. Freih found that zinc 
reduces tungstic acid to the dioxide. K. Someya reduced tungsten trioxide 
to the quadrivalent stage by bismuth amalgam, and to the tervalent stage by 
lead, cadmium, and zinc amalgams. For the action of various basic oxides, 
vide infra, the tungstates. A. Riche found that conc. soln. of the alkali hydroxides 
or carbonates readily dissolve the trioxide, forming soln. of the tungstates; similarly 
also with the fused alkalies. EH. J. Mills and D. Wilson measured what they called 
the chemical effect of tungsten trioxide when it is fused with potassium carbonate. 
This was expressed in terms of the units, a, of carbon dioxide evolved per unit of 
the trioxide acting for an hour at 750°. They found for tungsten trioxide, 
a=0-99597 ; for silicon dioxide, a=0-83; and for titanic oxide, a=0-71917, showing 
that the action of titanic oxide is more sluggish than silica, and silica is more sluggish 
than tungsten trioxide. The blue colour obtained by the action of warm stannous 
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chloride on tungsten trioxide has been previously described. K.Someya described 
the reduction of tungstic acid or its salts with the amalgams of calcium, zinc, and 
lead. 
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§ 11. The Hydrates of Tungsten Trioxide—-The Tungstic Acids 


According to E. Zettnow,! and C. D. Braun, when sodium tungstate is treated 
with hot sulphuric acid, the hydrated tungstic acid which separates contains, 
after drying at a low temp., variable quantities 
of water. Thus, when dried at 50°, it has 3-68 
per cent. of water—or 2W0O3.H,0; at 120° to 
130°, 2:46 per cent.—or 3WOs3.H,O ; and at 200°, 
1:74 per cent.—or 4WOs3.H,O. The dihydrate 
dried at 100° to 110° was found by C. D. Braun 
to correspond with the hemehydrate, 2WO3.H,0 ; 
and it has been called pyrotungstic acid, HzW.,0z, 
but there is no evidence to show that this com- 
position is other than an arbitrarily selected stage 

op 700° an 7° im the continuation desiccation of an indefinite 
Fig. 23.—Dehydration Curves of bynes BOs ge ph 
ihe Poniie and Wollog: Ho trates A. Laurent, A. Riche, and V. Forcher decom- 
of Tungsten Trioxide. posed an aq. soln. of a tungstate or metatung- 
state with an excess of hot acid, and dried the 
product in air, or, according to C. D. Braun, over conc. sulphuric acid. The yellow 
hydrate was considered to be the monohydrate, WO3.H,O, tungstic acid. It was 
also obtained by decomposing wolframite with aqua regia; and OC. D. Braun 
obtained it by drying the dihydrate over conc. sulphuric acid until its weight was 
constant. A. Laurent added that the yellow hydrate is stable at 200°; and 
L. Pissarjewsky, that its heat of neutralization is 13-698 Cals. per mol. The effects 
produced by acids of different concentration, etc., are discussed in connection with 
the extraction of tungsten. G. F. Hiittig and B. Kurre recommended the following ~ 
method for preparing the yellow tungstic acid : 


Mols. 1.0 per mol. WO, 


Add 20 grms. of purified calcium tungstate to a boiling mixture of 50 c.c. of water, 
40 c.c. of cone. hydrochloric acid, and 40 c.c. of conc. nitric acid ; wash the yellow precipi- 
tate by decantation 8 times with water feebly acidulated with hydrochloric acid ; dissolve 
the precipitate in 50 c.c. of conc. aq. ammonia; and filter. Pour the boiling filtrate into 
a mixture of 60 c.c. of water, 50 c.c. of nitric acid, and 10 ¢c.c. of hydrochloric acid ; wash 
the yellow tungstic acid many times by decantation with water ; filter through Zsigmondy’s 
filter ; and stir up the product with water. After the mixture has stood for about 14 days, 
passing now and again an electric current through the liquid—using platinum electrodes 
——the tungstic acid will have settled as an emulsion. The excess of water is syphoned 
off, the emulsion is concentrated on a water-bath. The product is then dried over solid 
sodium hydroxide. The composition approximates WO ,.1:13H,0. 


J. Eltzbacher used a similar process. A. Pinagel transformed sodium tungstate 
into barium tungstate, by adding barium chloride to a soln. of the sodium salt, and 
flocculating the precipitate with ammonium nitrate. The product was then 
decomposed by hot aqua regia, and the yellow hydrate washed with hot water. 
A. Riche said that if a soln. of the hydrated trioxide in conc. hydrofluoric acid at 
50° or 60°, be evaporated in air, the oxyfluoride which first separates is decomposed 
forming crystals of yellow tungstic acid. A. M. Morely examined the products 
obtained by different modes of preparation, and found that the X-radiograms 
indicate the existence of the monohydrate, WO3.H,O, or H,WOy,, and’ the dihydrate, 
WO3.2H,0, or H2WO,4.H,0. The other products are either condensed compounds 
or impure substances either non-crystalline or imperfectly crystalline. G. Jander 
and T. Aden observed the change in the visible and ultra-violet absorption spectra 
with aggregation in alkaline and acid soln. The yellow hydrate dissolves in water, 
for R. C. Wells found the sp. conductivity of the aq. soln. to be 10:3 10-6 at 25°; 
he observed very little change when the soln. were left to stand for a long time, 
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hence it is inferred that no large quantity of a polymerized acid is formed under these 
conditions. J. W. Mallet gave for the solubility in 38 per cent. hydrochloric acid, 
0:36 and 0-75 grm. WOs per 100 grms. of soln. respectively at 50° and 80°; and 
R. F. Bernhardi-Grisson, for the solubility in 40 per cent. hydrochloric acid, 44-75 
and 53-7 grms. per 100 germs. of soln. respectively at 25° and 50°. The yellow 
hydrate is readily soluble in alkali-lye. 

According to A. Riche, J. J. and F. de Elhuyar, and J. J. Berzelius, if a soln. 
of a tungstate be treated with cold dil. acid, some soluble or metatungstic acid passes 
into soln., and there is formed a white luminous precipitate which tastes at first 
sweet and afterwards bitter; reddens litmus; and dissolves in water especially 
when hot, but scarcely at all in water containing acid. The white product forms 
yellow tungstic acid when it is boiled with sulphuric, hydrochloric, or nitric acid. 
When ignited in closed vessels it forms a blue oxide, and in open vessels, yellow 
tungsten trioxide. EH. F. Anthon said that the white precipitate is amorphous, 
but, according to A. Riche, it becomes crystalline after two or three washings. 
The white product is very liable to pass through the filter-paper when it is washed. 
C. W. Scheele regarded the precipitate as pure tungstic acid, but J. J. Berzelius 
showed that it is always contaminated with some of the acid used as the precipitant ; 
and J. J. and F. de Elhuyar, and J. C. G. de Marignac, with some of the alkali with 
which the tungstic acid was previously combined. The analyses of A. Riche, 
HK. F. Anthon, C. D. Braun, and V. Forcher, show that the product is a dehydrate, 
WO3.2H,0. G. F. Hiittig and B. Kurre obtained white tungstic acid by the following 
procedure : 


Ten grams of calcium tungstate are treated with acid as indicated above in connection 
with the yellow acid, and the product mixed with enough conc. aq. ammonia to dissolve 
nearly all the precipitate. The filtered soln. is cooled by ice, and 70 c.c. of conc. hydro- 
chloric acid added drop by drop. The tungstic acid is filtered off, and again dissolved in 
conc. aq. ammonia. It is cooled and treated with hydrochloric acid as before, but with 
the exclusion of light. The mixture is filtered, and the precipitate washed six times with 
25 c.c. of water. The white tungstic acid so formed still retains traces of ammonia and 
hydrochloric acid ; and it has a tendency gradually to pass into the yellow variety. The 
analysis of a sample so prepared contained WO, 13-6 per cent.; H,O, 86:05; NH,Cl, 0-2 ; 
free HCl, 0-15 per cent. It showed no yellow tinge after being kept 14 days. 


The white hydrate was also obtained by A. Riche, H. E. Roscoe, and V. Forcher 
by the action of moist air on tungsten hexachloride, pentachloride, oxytetrachloride, 
or dioxydichloride. EH. F. Anthon, and V. Forcher also said that the white dihydrate 
is formed when the anhydrous trioxide is rubbed up with water and filtered—the 
dihydrate passes through the filter-paper forming a turbid filtrate. 

According to G. F. Hiittig and B. Kurre, the white acid is to be regarded as 
hydrated tungsten trioxide because the composition-temp. curve, Fig. 23, shows that 
the adsorbed water is gradually lost as the temp. is raised, and the curve shows no 
signs of a break corresponding with the formation of a definite hydrate. The 
decomposition press., p mm., the decomposition temp., 6°, and the number n mols. 
of water per mol. of WOz, were found to be: 


p . 10-4 16-6 13-7 15-5 12-0 14-6 12-0 7°6 11-5 
Died cea LG. 21° 20° 36° 85° 129° 180° 305° => 500° 
ttt tee OUP Ok 44:90 16-0 2°44 0:95 0:64 0-39 0:24 0 


The case is different with the yellow hydrate for it shows a definite break, Fig. 23, 
corresponding with the formation of a monohydrate, WOs3.H,O, or tungstic acid, 
H,WO,. The following is a selection from the observed values of p, 0, and n: 


Gar ease eUsD 12-2 8:9 12 8°8 9°8 8°7 8-9 7:6 
8 os eek O25 Li? 13° 20° 22° 94° 120° 218°5 278 
Ratan Vale 6-61 2°52 1-35 1-2] 1-05 1-00 0:07 0:04 


At temp. above 188° and below 76°, the white hydrate is the more stable, whereas 
between 76° and 188°, the yellow variety is the more stable. The subject was 
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investigated by J. A.M. van Liempt. G. F. Hiittig found that yellow tungstic acid, 
WO3.H.0, has an X-radiogram showing that the chemically combined water mole- 
cules occupy fixed positions in the crystal-lattice ; with zeolites, on the contrary, 
the greater portion of the water is free to move in the crystal lattice. H.C. Burger 
found that the X-radiogram of tungsten trioxide is different from that of the 
monohydrate which has a definite and characteristic crystalline form, and it is on 
this account to be regarded as a definite compound. A definite compound was 
also indicated in the case of the dihydrate. Hence, if W(OH).¢ be orthotungstic acid, 
HgWO,; WO(OH),, is paratungstic acid, HyWO,, or WO3.2H,0 ; and WO.(OH)s, 


metatungstic acid, H,WO,, or WO3.H,O. ‘This is in accord with the nomenclature - 


in use for iodic and many other acids, but in the case of tungsten the terms 
metatungstic acid, and paratungstic acid have been employed with a different con- 
notation—vide infra—namely, for the parent paratungstic acid of the salt with the 
formula 3Na,0.7W0O3.21H,0, or the alternative 5Na,O.12W0O3.28H,0 ; and of the 
parent metatungstic acid, of the salt Nag0.4WO3.nH,0. For the so-called sotwngstic 
acid, vide supra, the history of tungsten. M. HE. Chevreul, and J. J. and F. de 
Klhuyar said that tungstic acid possesses a real acidity, for it reddens blue litmus. 
According to H. T.8. Britton, and H. T. 8. Britton and W. L. German, when 100 c.c. 
of a 0-:0678N-NaOH, and 0:0250M-WOsg are titrated with 0-1020N-HCI, the electro- 
metric curve is that shown in Fig. 24. A sharp diminution in hydrogen-ion con- 

centration occurred when the amount 


Me lS _| y-? Of hydrochloric acid necessary to react 
0-9 INES He with the alkali in excess of that re- 
& & aa “’ § quired to form the normal sodium 

0-8 S 8 og 8 tungstate (Na,WO,) was added. nie 
ies |”, & explains the successful use of phenol- 
cule =e 4-0” & hthalein as an indicator for the titra- 
© 06 (“© tion of the oxide—observed by O. 
0 Hertig, A. Lottermoser and co-workers, 

2 ae monet a Mojert, D. D. Peirce and L. F. 
0-4 107? Yntema, A. Rosenheim and A. Wolff, 

| G. Jander and W. Heukeshoven, 8S. L. 

Ure SN ERT a ae Dyachkovsky, M. L. Holt and L. 
c.c.of HCL . Kahlenberg, F. Hundeshagen, and 68. C. 

Fig. 24.—EHlectrometric Titration of Tungstic Lindand B. C. Trueblood. Sodium para- 
Acid. tungstate with either 2:33 or 2-4 mols 


of Na,O per mol of WOs, respectively in 
accord with the 3: 7-formula or the 5 : 12-formula, corresponds with a H’-ion cone. 
of py=6-0 respectively, and in agreement with H. Schmid+’s observation that a soln. 
of the 2-4 salt is acidic to rosolic acid, and alkaline to cochineal. The metatungstate, 
Nay W043, is formed when the H’-ion conc. is 10-4. The inflexion in the hydrogen- 
ion concentration curve indicates that tungstic acid is not an ordinary dibasic acid 
—vide infra, sodium tungstate. W. Jander and A. Winkel found that the normal 
tungstate exists in soln. when the [H’]-concentration is between 10-14 and 10~65 ; 
and the paratungstate when the [H’]-concentration is between 10~6°5 and 1071°5. 
Meta- and para-tungstates are assumed to contain tungstic acid either in a poly- 
merized form or in a semi-colloidal form. G. Jander also studied the tungstates 
from this point of view. W. V. Bhagwat and N. R. Dhar studied the ionization 
constants ; and 8. Kato, the absorption spectra in the ultra-red, and the visible 
spectrum. lL. Pissarjewsky found the heat of neutralization of tungstic acid, 
H.WO,, in 0-5N-NaOH, to be 13-698 Cals. 


A. Carnot * observed a hydrated form of tungsten trioxide associated with the scheelite 
of Meymac, Correze, France, and he accordingly called it meymacite. It is a yellow or 
greenish-yellow, friable earth sometimes having the general form of scheelite. Its com- 
position approximates WO,;.2H,O. G. C. Hoffmann also reported a pale yellow ochre 
associated with the scheelite of Marlow, Quebec, Canada. 
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According to T. Graham,? when dil. hydrochloric acid is added to a.soln. of 
sodium tungstate until the liquid becomes slightly acid, a colloidal solution of 
tungstic acid is formed. A. P. Sabanéeff added that if the proportion of tungstate 
and acid is 2NagWO,: 3HCl, and the mixture is dialyzed, the colloid is really sodium 
tungstate, Nag0.4WO3. T. Graham said that the colloid is tungstic acid from which 
all the sodium cannot be removed by dialysis. W. Biltz and A. von Vegesack said 
that the soln. remaining in the dialyzer contains 2Na,0.11W0Os, but considered that 
some colloidal tungstic acid is present. N. Pappada added that when moderately 
~ conc. hydrochloric acid is added drop by drop to a 5 per cent. soln. of sodium 
tungstate, a white gelatinous precipitate is formed when the liquids meet, but it 
quickly goes into soln., forming an acid liquor. The soln. contains colloidal tungstic 
acid, and he regards A. P. Sabanéeff’s hypothesis, that it is NagO.4W Os, as incorrect. 
According to A. Lottermoser, hydrochloric acid gives a. voluminous, gelatinous, 
white precipitate with conc. soln. of sodium tungstate ; more dil. soln. remain clear 
at first, and afterwards slowly deposit the white precipitate in a more voluminous 
form. Ifthe precipitate formed from the very dil. soln. is repeatedly decanted with 
distilled water, a clear hydrosol may be obtained, which, however, is unstable, as 
it gradually becomes cloudy, and changes to a hydrosol which is yellow in reflected 
light. When more conc. soln. are used, the voluminous, white precipitate gradually 
decreases in bulk, at the same time turning yellow ; finally, the same yellow hydrosol 
is obtained as previously. If this yellow hydrosol is shaken, a silky lustre is notice- 
able in reflected light, although it appears clear in transmitted light; it is a sus- 
pension of relatively large particles, and gradually clears on keeping. LL. Wohler 
and W. Engels found that colloidal tungstic acid mixed with gelatin in the presence 
of ammonium chloride gives a flocculent precipitate which is peptized by an excess 
of ammonium chloride. W. A. Patrick mixed 3 to 8 per cent. soln. of a soluble salt, 
with vigorous stirring, with such a quantity of acid that the H’-ion conc. of the 
mixture is 0-1 to 0-5 mol per litre. The mixture is allowed to stand quietly for 
2 to 5 hrs., until the soln. sets to a firm hydrogel. This is broken up, washed to 
remove salts and excess acid, and dried in a current of air at 75° to 120°, or heated 
to 300°-400° if a hard gel is desired. N. Pappada recommended preparing the 
colloid by the following process : 


Hydrochloric acid is added to a conc. soln. of sodium tungstate until the liquid has an 
acidic reaction. ‘The white, gelatinous precipitate is washed several times by decantation 
at a low temp., 0° to 5°, while protecting the precipitate from currents of air which produce 
a change in the colloid. 15 parts of the tungstic acid are then dissolved by gently warming 
with a cone. soln. of one part of oxalic acid and the liquid dialyzed. If the outer water is 
frequently changed, the oxalic acid is completely removed, leaving a colloidal soln. of 
tungstic acid which may be concentrated in vacuo over sulphuric acid at ordinary temp. 
until it contains as much as 1-25 per cent. WO3. 


L. Moser and J. Ehrlich added hydrochloric acid of sp. gr. 1-19, drop by drop, 
to a soln. containing 32-89 grms. of normal sodium tungstate per litre. The precipi- 
tate at first formed was redissolved on continuing the addition of acid. The resulting 
soln. is colloidal, and can be coagulated by boiling. If nitric acid be used in place 
of hydrochloric acid, the precipitate does not redissolve with either cold or hot soln. 
The washed tungstic acid precipitated by hydrochloric acid, however, is partly 
soluble in hot nitric acid, while washed tungstic acid precipitated by nitric acid is 
no longer so easily soluble in hydrochloric acid. Sulphuric acid stands between 
hydrochloric and nitric acid in that the precipitate at first formed with this acid is 
partly redissolved on adding more acid. Consequently, although the tungstic 
acid precipitated by all the mineral acids is chemically the same, its physical con- 
dition depends on the nature of the acid, When the hydrochloric acid is added 
to the boiling soln. of sodium tungstate, at first a white precipitate forms which 
turns yellow, and passes into soln. with the exception of a few white particles 
which remain at the bottom of the vessel. If increasing amounts of acetic acid are 
added to the sodium tungstate soln., before adding the hydrochloric acid, the initial 
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precipitation does not take place until greater amounts of hydrochloric acid are 
added, and this precipitate redissolves more quickly on adding more hydrochloric 
acid. However, the addition of 5 c.c. acetic acid to 2 c.c. of sodium tungstate soln. 
gives a precipitate which is not soluble in hydrochloric acid. If tungstic acid is 
precipitated from sodium tungstate soln. by hydrochloric acid and allowed to stand, 
the precipitate, at first white, becomes yellow and insoluble on adding more hydro- 
chloric acid. If acetic acid is added, then hydrochloric acid, and the soln. heated, 
the precipitate again dissolves. The tungstic acid in all cases is positively charged. 
E. B. Miller and G. C. Connolly, and W. A. Patrick and HE. H. Barclay prepared 
tungstic acid gels. 

A. Miller prepared a colloidal soln. by dissolving 5 grms. of tungsten tetra- 
chloride in 50 c.c. of a mixture of equal vols. of ethyl alcohol and ether, and the 
filtered soln. is then diluted to 250 c.c. with ethyl alcohol. If this soln. is mixed 
with an equal vol. of water, a colloidal soln. of tungstic acid is obtained, which can 
be kept for some days without any appreciable opalescence being observed. With 
larger quantities of water, coagulation takes place much more quickly. On adding 
small quantities of neutral salts or of hydroxides, coagulation occurs immediately ; 
strong acids produce a similar effect after some minutes, but weak organic acids 
appear to exert no influence on the stability of the colloidal soln. A rise of temp. 
is also without influence, but coagulation takes place if the vol. is reduced to about a 
fourth of the original by evaporation. When an electric current is passed through 
the colloidal soln., a deep blue precipitate is formed at the cathode. This is attri- 
buted to reduction of the positively charged colloidal particles by the discharged 
hydrogen. The behaviour of the colloidal soln. towards electrolytes is consistent 
with the supposition that the tungstic acid is a positive colloid, and the spontaneous 
coagulation of the soln. is probably due to the presence of chlorine ions in the soln. 
According to M. Kroger the electrolysis of a 2 per cent. soln. of sodium tungstate 
between a mercury cathode and a silver anode produces the hydrosol of tungstic 
acid. The removal of alkali may be hastened by the cautious addition from time 
to time of a little hydrochloric acid, but in no circumstances may the neutral 
point be passed. Should the soln. become acid, blue tungsten compounds are 
produced. The tungsten hydroxide hydrosols are clear and transparent, but possess 
a deep brown colour, which in dil. soln. is yellowish-brown. They are coagulated 
by potassium chloride to form a black powder which resembles the lower oxides 
of tungsten. The coagulation of the colloid was studied by 8. Ghosh and N. R. Dhar, 
A. Kargin, W. V. Bhagwat and N. R. Dhar, 8. I. Diatschowsky, and K. Jacobsohn. 

J. Duclaux said that colloidal soln. can be cone. by filtering out the solvent 
under press. through collodion. An increasing press. will remove more and more 
solvent, until a limit is attained where the colloid solidifies. This limiting press. 
is termed the “ maximum osmotic pressure ”’ of the colloid, and the limiting conc. 
the ‘‘ solubility ”’ of the colloid. In this sense, colloidal tungstic acid may be said 
to have a 60 per cent. solubility. N. Pappada prepared a soln. with 1-25 per cent. 
of WOs, and it did not freeze at 0°. D. Klein said that when dried at 200°, the 
colloid has the composition 3WO3.H,O. According to A. P. Sabanéeff, when 
colloidal tungstic acid is dried at 200°, it contains about 2-57 per cent. of H,O and 
corresponds with H,W30;)>—mol. wt. 714; the mol. wt. calculated from the 
observed f.p. of the soln. is between 677 and 995. G. EK. Linebarger measured the 
osmotic press. of soln. containing 0-02467 grm. and 0-0100 grm. of tungstic acid 
per c.c., and the values calculated for the mol. wt. of the colloidal tungstic acid 
averaged 1700, or nearly seven times 250, the number corresponding with the 
simple molecule H,WQO,. The colloid mol. would therefore consist of seven 
simple mol. in the case of tungstic acid, and this is in keeping with the ordinary 
assumption that the mols. of colloids are very large. W. Biltz and A. von Vegesack 
made some observations on the osmotic press. A. V. Dumansky and co-workers 
discussed the formation of complexes as an intermediate stage in the formation of col- 
loidal tungstic acid—vide colloidal molybdic acid. A. V. Dumansky and A. P. Buntin 
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said that the electrical properties of the soln. indicate that the reaction takes place 
in stages: Na,WO,+2HCI=H,W0O,+-2NaCl and H,W0O,+Na,.W0O,=Na,0.2WO3 
+H,0. This process is repeated, until a colloidal particle of the composition 
NazO.nWOs, or Ho[WO,4.nWO3], is obtained. Numerous complexes of tungstic 
acid are known which confirm this view. They also measured the viscosity of 
tungstic acid sols. The hydrosol of tungstic acid, said T. Graham, has a bitter, 
astringent taste, and at 19°, the sp. gr. of a soln. with 5 per cent. WOsz is 1-0475 ; 
with 10 per cent., 1-2168; 50 per cent., 1-6011; 66-5 per cent., 2-396; and 79-8 
per cent., 3-243. C. HE. Fawsitt found that the viscosity of the soln. is a linear 
function of the concentration: soln. with 2-8 and 4-4 per cent. of tungstic acid had 
viscosities 1-028 and 1-044 (water unity) respectively at 25°. N. R. Dhar and 
co-workers also measured the viscosity of the sol. S. Ghosh and N. R. Dhar 
measured the viscosity of the colloidal sol.; H. Pallman, and A. J. Rabinowitsch 
and V. A. Kargin, the H’-ion concentration of the hydrosol; and W. Riedal, the 
change in the electric conductivity with the age of the hydrosol. 

According to A. F. Wasiliewa-Sinzowa, when a colloidal soln. of tungstic acid in 
the presence of an organic reducing agent—e.g. dextrose, sucrose, dextrin, cellulose, 
or formaldehyde—is exposed to sunlight, it becomes blue. The soln. gradually 
loses this property at a speed which corresponds with a reaction of the first order. 
The reverse change occurs when the soln. is heated. It is assumed that colloidal 
tungstic acid exists in two modifications ; the variety sensitive to the action of light 
is assumed to be converted into the other by the absorption of water ; or the com- 
pound which is sensitive to light may be tungsten trioxide which on adsorbing a 
mol. of sodium tungstate forms the colloid which is not sensitive tolight. According 
to A. F. Wasiliewa-Sinzova, when 0-5N-Na,W0O,.2H,0 is allowed to stand for ¢ min. 
with an equal vol. of zN-HCl, and then mixed with 2 vols. of 0-5N-glucose, exposed 
for 5 min. to an arc-lamp, and the blue reduction product titrated with potassium 
permanganate, the latter result can be regarded as a measure of the sensitivity of 
the tungstic acid to light. The relation between the light sensitivity of the tungstic 
acid and the concentration, x, corresponded with the formula for a monomolecular 
reaction in which the constant s—using ordinary logarithms—decreased from 0-006 
with z—0-43 to 0:0003 with z—0-50, and became constant when x=0-54. The 
light sensitivity increases with x up to 0-47, then decreases—perhaps because the 
number of mols. of tungstic acid sensitive to light increases—and is then followed 
by a coagulating action of the acid. The decrease in the velocity constant with 
increasing values of x is attributed to the simultaneous decrease in the conc. of the 
WO,’’-ions which exert a catalytic effect. The conc. of this ion becomes zero when 
for every eq. of sodium tungstate an eq. of acid is present. The phenomena do not 
depend on the Cl’-ions of the acid because similar results are obtained with sulphuric 
acid. lL. Wohler and W. Engels showed that the precipitation which occurs when 
soln. of molybdates are acidified is due to the presence of tungstates. The readiness 
with which precipitation takes place is dependent on the proportion of tungstic 
acid present, and when this is present in very small amount, the temp. may be 
raised to nearly 100° before a precipitate is obtained. The precipitation is primarily 
due to the tungstic acid in the soln., and when this separates out, molybdic acid is 
simultaneously removed from the soln. S. Glixelli studied the electrodsmosis or 
cataphoresis. ‘T. Graham found that the gelatilization of silicic acid is retarded 
by the presence of colloidal tungstic acid; M. Kroger measured the time required 
for the complete gelatinization of silicic acid with different conc. of tungstic acid 
and found that the time-conc. curve passes first through a minimum with the 
addition of tungstic acid soln., it then passes through a maximum, and finally falls 
continuously with increasing proportions of tungstic acid. E. Wedekind and 
H. Fischer said that hydrated tungstic acid does not adsorb prussian blue. The 
stability of the colloid was studied by 8. I. Diatschowsky. The adsorption of water, 
ethyl alcohol, ethylacetate, and acetic acid vapours was studied by J. N. Pearce 
and M. J. Rice. 
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F. Margueritte 4 obtained the ammonium salt of an acid which A. Laurent 
called metatungstic acid ; the former represented it by (NH4),0.83W0O3.5H,0, and 
the latter by 5(NH,)20.18W03.31H,0. W. Lotz showed that the ratio of base 
to acid, R,0 : WOsz is more nearly 1: 4, and this is in accord with the observations 
of A. Riche, W. Lotz, R. Scheibler, and J. C. G. de Marignac on these salts. The 
corresponding acid was obtained by A. Laurent by treating a soln. of the ammonium 
salt with hydrochloroplatinic acid, filtering off the ammonium chloroplatinate, 
and evaporating the filtrate for crystallization. The colourless crystals of the 
metatungstic acid, H,O.4WO3.9H,O, are readily soluble in water and alcohol. 
C. Scheibler treated the barium salt with the calculated amount of dil. sulphuric 
acid, and evaporated the filtrate over sulphuric acid in vacuo. A similar process 
was employed by HE. Péchard, and M. Soboleff. V. Forcher treated the lead salt 
with hydrogen sulphide, expelled the excess of that gas by a current of carbon 
dioxide, concentrated the soln. on a water-bath, and finished the evaporation for 
crystallization over sulphuric acid, in vacuo. J. Lefort treated a conc. soln. of 
sodium ditungstate with arsenic acid and warmed the mixture. A. Rosenheim 


and F. Kohn obtained metatungstic acid by treating a conc. aq. soln. of ammonium — 


metatungstate with ether and conc. hydrochloric or sulphuric acid. Three layers 
of liquid are formed; the lower layer contains free metatungstic acid, together 
with ether and the mineral acids. The required acid is obtained by evaporating 
this layer in air. The soluble tungstic acid described by J. Persoz was probably 
metatungstic acid. 

Analyses by M. Soboleff, etc. agree with the formula H,W,0 43.8H,0, or HyW,043. 
6H,O. <A. Rosenheim and F. Kohn gave H,W,0;3.8H,0 and H,W,0j3.6H,O. 
According to D. I. Mendeléeff, the same transformation is accomplished in the 
passage of ordinary tungstates into the metatungstates as takes place in the 
passage of tungstic acid itself from an insoluble into a soluble state—the hydrosol. 
A. Michaelis represented ordinary tungstic acid by H,WO,, and he regarded 
metatungstic acid as a condensation product of this acid, HyW,0;3.nH,0, derived 
from the anhydride, W,0j., or, with tungsten sexivalent, 


0,W-0-WO, 
O O 


The question is not so easily decided. The complex heteropoly-acids of tungsten 
have been discussed by A. Rosenheim and co-workers, as well as by W. Prandtl 
and co-workers, A. Rogers and E. F. Smith, P. Pfeiffer, H. Copaux, ete. 
C. Scheibler showed that all the metatungstates are dehydrated with difficulty, 
and that after all the water has been expelled, the residue no longer dissolves in 
water. This makes it probable that part at least of the water is constitutional. 
A. Geuther represented metatungstic acid by formule which assumed that all the 
tungsten atoms are sexivalent, and that one mol. or three mols. of water are con- 
stitutional : 


Oa +O ) (ON 49) we /O\WH9 
Wo? We (0H), ), 1 29+ FF (oZ%<o oom, +H 
C. Friedheim found that the ammonium and potassium salts lose all but one 
mol. of water at 100°, whilst the sodium, barium, cadmium, lead and manganese 
salts retain 3 mols. at 100°, and, with the exception of the lead salt, they retain one 
mol. up to 220°. This makes it appear as if at least one and possibly 3 mols. of 


water are constitutional. H. Copaux argued that metatungstic acid is isomorphous: 


with the complex heteropoly acids—e.g. boro-, phosphato-, and silico-tungstic 
acids—and that some of the salts—those of ammonium, potassium, and barium 
—are also isomorphous, and consequently, these compounds have probably a similar 
constitution ; and if the moj. wt. be increased six times, the potassium salts 


EE - _ 
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can be represented: 6K,0.(3H,0.24WO3).36H,O, 5K,0.(B,03.24W0O;).36H,0, 
and 4K.,0.(28i0,.24WOs;).36H,O ; and the barium salts: 6BaO(3H,0.24WOs). 
54H20, and 5Ba0(B,03.24WOs3).54H,O. The mol. proportion of acid and base 
is not the same in the isomorphous compounds, but if 3 mols. of water are assumed 
to be constitutional in metatungstic acid, the proportions of water of crystallization 
are the same. There are also several points of resemblance in the properties of the 
salts of these heteropolyacids. It is therefore assumed that the 3 mols. of con- 
stitutional water are acidic, and the free acids can be represented by the formule : 
6H,O(3H,0.24W0Os3).48H,0 ; 5H,0.(B,03.24WO;).48H,0 ; 4H20.(28i02.24W0Os). 
48H.O and 3H,0.(P,0;.24WOsz).48H,0. 

A. Rosenheim and F. Kohn tried to find how much water is constitutional by 
preparing insoluble salts which usually do not contain water of crystallization, 
and showed that in the silver salt 2 or 3 mols. are firmly combined with the molecule, 
while in the thallium and guanidinium salts, only one mol. is firmly combined. 
They also showed that the ratio of fixed water to the WOg3 group is at least 1: 4 
and probably 3:4, whereas H. Copaux’s hypothesis requires this ratio to be 1: 8. 
A. Rosenheim and F. Kohn concluded that the constitution is best represented 
by a formula of the co-ordination type with 3 mols. of constitutional water : 
Ref WO(WO,)3(H20)3], or possibly Ref WO(WO,)3(H,0)]. When the constitu- 
tional water is expelled, the salts are decomposed. H. Copaux then modified this 
hypothesis, and represented the salts as derivatives of the acid (hypothetical) : 


Metatungstic acid . : ; , : : - HH, [H2(W207)¢] 
Borotungstic acid. * : ‘ ° - H,[B(W.07)¢] 
Silicotungstic acid ; : : ; ’ - H,[Si(W,07),] 


Phosphotungstic acid .. . . : : -» H,LP(W.07)¢] 


where the basicity is determined by the difference between the valency of the 
central element and the combined valency of associated six radicles. Metatungstic 
acid can thus be referred to water H,o[H.O,] in which the six oxygen atoms are 
replaced by six bivalent W,0,-radicles. The acid is thus assumed to be decabasic, 
whereas, with the exception of the mercury salt, only hexabasic salts of the type 
MgH,[H2(W207)g] have been prepared. An _ ill-defined mercurous salt, 
Hg’gHo[H2(W207)¢], has been reported—wide infra. Actually the basicity of the 
acid is unknown. 

The crystals of metatungstic acid were described by V. Forcher as octahedra, 
while C. Scheibler called them tetragonal bipyramids. H. Copaux found that the 
crystals are isomorphous with those of the silico- and phospho-tungstic acids. 
C. Scheibler found that the sp. gr. is 3-93. The sp. gr. of the aq. soln. with 41-46, 
88:57, and 111-87 grms. of H,W,0j3.9H,O were found by M. Soboleff to be 
respectively 1:6025 at 0°; 2°5239 at 22°; and 3-6503 at 43-5°; and he gave for 
soln. with p per cent. of WO, at 17-5°, the sp. gr.—1-+0-00903p-+-0-0000633p2 
+0-00000141p3. The crystals, said A. Rosenheim and F. Kohn, readily effloresce 
in air. M. Sobolefft added that when heated to 50°, the crystals lose 8-34 per cent. 
or 4-5H,O, and they then become virtually insoluble in water, this means that 
the acid is decomposed. The loss at 100° is 10-1 per cent. or 6-1H,0 ; at 150°, 12-94 
per cent. or 7-5H,O ; at 180°, 13-5 per cent. or 8-1 HO, and at 180°, 13-48 or 8H,0. 
C. Scheibler gave 11-4 per cent. or 7H,0 for the loss at 100°. According to M. Sobo- 
leff, the lowering of the f.p. of soln. of the acid with 0-3489, 2-8724, and 25-9447 
germs. of H,W,0j3 per 100 c.c. of water are respectively 0-05165°, 0-04076°, and 
0-03393°, corresponding with the respective mol. wts. 365-2, 464-7, and 557-9— 
theory 926—so that the factors 7 are respectively 2:53, 1-99, and 1-66. The mol. 
electrical conductivities, w, of the aq. soln. with 926 grms. in v litres, at 25°, are : 


v - 32 64 128 256 512 1024 
$6 Ls a TODO 219-1 ZO 1B i. | 305°1 348°6 390-9 


A. Rosenheim and F, Kohn said that in aq. soln., metatungstic acid behaves as a 
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normal electrolyte, and acts as a dibasic acid. For the electrometric titration, 
vide supra, Fig. 24. The solubilities of HyW4013.9H,O at 0°, 22°, and 43-5° are 
respectively 41-46, 88-57, and 111-87 grms. per 100 c.c. of water. The aq. soln. 
is colourless, or, according to V. Forcher, pale yellow. The soln. has a strong acid 
and bitter taste, and does not appear to be poisonous. A. Rosenheim and EH. Brauer 
found the H’-ion cone. of 0-005N-soln. of Hj 9 H2(W207)¢].22H.20, to be [H ]=0-0035, 

=2-45, when the values for 0-01N-HCl are [H™]=0-0095, or py=2-022; and 
for N-CH3;.COOH, [H']=0-0043, or py=2-366. H. Leiser found that while no 
change occurred in the electrolysis of a tungstate, a soln. of metatungstic acid is 


reduced to a blue soln. which is readily oxidized by exposure to air, and from which ~ 


no crystalline product could be obtained. Using a platinum basin as cathode, 
and a nickel gauze anode, the blue compound formed approximates W,0,,, and if 
a lead cathode be employed the reduction goes further forming black tungsten 
dioxide. According to C. Scheibler, the aq. soln. can be boiled for a long time 
without decomposition, and at 100°, the soln. can be evaporated to a certain point 
when it forms a white gummy mass of white tungstic acid which suddenly cracks, 


and finally yellow tungstic acid is formed. Dil. soln. can be kept for a long time in | 


closed vessels without change, but conc. soln. slowly form white tungstic acid. If 
the soln. is not too dil., sulphuric acid gives a white precipitate which passes into 
soln. if more water is added. V. Forcher, and C. Scheibler added that with hydro- 
chloric acid and zinc, metatungstic acid becomes blue; the soln. gives no pre- 
cipitate with hydrogen sulphide ; and with ammonium sulphide, sulphur separates 
out, and after a time, the soln. deposits bluish-black cubes of ammonium sulpho- 
tungstate. J.C. Ghosh and J. Mukherjee studied tungstic acid as a photocatalyst 
in the decomposition of hydrogen dioxide. A. Rosenheim and F. Kohn said that 
in alcoholic soln., metatungstic acid acts as a colloid; when a mineral acid is pre- 
sent, it is possible that a mol. compound of metatungstic acid and ether is formed. 
No esters of metatungstic acid could be prepared. M. Soboleff said that at 0°, 
7-8°, 18-2° and 24-2°, ether dissolves respectively 83-456, 88-389, 99-66, and 110-76 
grms. H,W,40;3.9H,O per 100 c.c. If the acid has lost some water it does not 
dissolve. In extracting the acid from aq. soln. by means of ether, a liquid with 3 
layers is formed. G. Jander and co-workers regard the metatungstates as hexa- 
 tungstates, possibly RgHy[H.(W.07),]..H.O. They found that when aq. soln. 
of alkali tungstates are gradually acidified, amorphous precipitates of hydrated 
forms of tungsten trioxide are finally obtained. Before the precipitate is actually 
formed, however, polymerization changes occur in the dissolved tungstic acid, 
and these changes have been investigated by the two methods already used in the 
case of stannates, viz., by means of measurements of diffusion coefficients and of 
absorption coefficients of visible and ultra-violet light. The gradual addition of 
hydrochloric acid to a soln. of an alkali tungstate produces first a polymerization 
to hexatungstic acid, without the formation of any intermediate acid, as follows: 
6WO0,"+6H'H]W 60917" +3H,0. With the addition of more acid +Wates is a further 
polymerization to metatungstic acid, which is probably a diparatungstic acid, and 
in presence of other acids, such as arsenic or phosphoric acids, heteropolytungstic 
acids are formed. 


According to J. Lefort, if a very conc., cold soln. of one part of arsenic acid is mixed 
with a similar soln. of four parts of normal sodium tungstate, a complex arsenatotungstate 
is formed, but if one part of arsenic acid be mixed with two parts of sodium ditungstate, 


and the soln. evaporated, metatungstic acid is obtained in very fine yellow leaflets. To 


this acid, the name metaluteotungstice acid, WO ;.7H,O, is given—luteus, yellow. This 
acid is also obtained if phosphoric acid is used instead of arsenic acid. The properties 
resemble those of ordinary metatungstic acid. The yellow colour may be due to im- 
purities ; E. Péchard could not confirm J. Lefort’s results. 


In 1847, A. Laurent > prepared salts of a paratungstic acid. He called them 
paratungstates, and represented them by the formula 5R,0.12W0Os, while W. Lotz, 
and C. Scheibler suggested 3R,0.7WOs. J.C. G. de Marignac concluded that the 
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majority of the paratungstates contained 5R,0.12WOs, but a few contained 
3R,0.7TWOs. G. von Knorre, and C. Gonzalez were unable to decide in favour 
of either formula. The degree of purity of the salts, and the limits of the analytical 
errors do not enable a distinction to be made between these formule. H. Copaux 
studied the dehydration of the salts, and concluded that they are hydrohexa- 
tungstates with the general formula R,;[H(W.,0;,)3|.nH,O. He preferred this to 
a formula with the WO”,-radicle because like the metatungstates the paratung- 
states absorb ultra-violet light, whereas the normal tungstates do not do so, 
A, Rosenheim regarded the paratungstates as salts of the acid Hy 9[Ho(WO,)g]. 
There is no evidence proving the basicity of the acid, but the salts are usually 
representable by the formula R;H;[ H2(WO,),]. G. von Knorre found that the para- 
tungstates gradually decompose in aq. soln., forming normal tungstates and meta- 
tungstates ; hence, while a freshly prepared soln. is neutral to phenolphthalein, it 
gradually becomes acidic. The change proceeds rapidly when the soln. is boiled. 
R. C. Wells also found that the electrical conductivities of aq. soln. slowly increase 
when allowed to stand for some time. 

L. A. Hallopeau found that free paratungstic acid is not easily obtained by the 
action of hydrogen sulphide on the lead salt, or of hydrochloric acid on the silver 
salt, because the resulting silver chloride is difficult to separate. The best method 
is to mix the barium salt with not quite enough dil. sulphuric acid for the complete 
decomposition of the salt. Dil. soln. of paratungstic acid are not decomposed by 
heat, but prolonged boiling partially converts the paratungstic into metatungstic 
acid. When the soln. is evaporated, even in vacuo, at the ordinary temp., some 
ordinary tungstic acid is formed. Alkali-lye neutralizes the soln. and yields para- 
tungstates. Hydrochloric, nitric, and sulphuric acids decompose dil. soln. of 
paratungstic acid; hydrogen sulphide reduces them with formation of the blue 
or the green oxide ; acetic, phosphoric, and carbonic acids have no action. Organic 
substances, including filter-paper, reduce the acid with formation of the blue oxide, 
and a soln. mixed with alcohol is similarly reduced when exposed to light. For 
the electrometric titration, wide supra, Fig. 24. 


REFERENCES. 


1 E. Zettnow, Pogg. Ann., 180. 46, 1867; J. J. and F. de Elhuyar, Andlisis quimico de volfram 
yexamen de un nuovo metal que entra en su composicion, Bascongada, 1783 ; A Chemical Exam- 
ination of Wolfram and Examination of a New Metal which enters into its Composition, London, 
1785; Chemische Zerkliederung des Wolframs, Haile, 1786 ; Mém. Acad. Toulouse, 2. 141, 1784; 
C. D. Braun, Journ. prakt. Chem., (i), 91. 39, 1864; E. F. Anthon, 2b., (1), 9. 6, 1836; 
V. Forcher, 2b., (1), 86. 227, 1862; Bull. Soc. Chim., (2), 5. 197, 1863; Sitzber. Akad. Wien, 44. 
165, 1861; H. T.8S. Britton, Journ. Chem. Soc., 147, 1927; H. T. S. Britton and W. L. German, 
ib., 1249, 1930; A. Laurent, Compt. Rend., 25. 538, 1847; Ann. Chim. Phys., (3), 21. 62, 
1847; A. Riche, Recherches sur le tungsténe et ses composés, Paris, 1857; (3), 50. 15, 1857; 
J. C. G. de Marignac, 2b., (3), 69. 14, 1863; C. W. Scheele, Akad. Handl. Stockholm, 2. 89, 1781; 
Journ. Phys., 22. 724, 1783; H. E. Roscoe, Liebig’s Ann., 162. 359, 1872; Proc. Manchester Lit. 
Phil. Soc., 11. 79, 1872; Chem. News, 25. 61, 73, 90, 1873; Bull. Soc. Chim., (2), 25. 61, 1878 ; 
J. J. Berzelius, Schweigger’s Journ., 16. 476, 1816; Ann. Phil., 3. 245, 1814; Ann. Chim. Phys., 
(2), 17. 13, 1821; Pogg. Ann., 4. 147, 1825; 8. 147, 267, 1826; L. Pissarjewsky, Zezt. anorg. 
Chem., 24. 115, 1900; G. F. Hittig and B. Kurre, 7b., 122. 44, 1922; 126. 170, 1922; 
G. F. Hittig, Zeit. angew. Chem., 35. 391, 1922; Koll. Zeit., 835. 337, 1924; H.C. Burger, Zeit. 
anorg. Chem., 121. 240, 1922; J. A. M. van Liempt, 2b., 127. 215, 1923; H. Schmidt, Amer. Chem. 
Journ., 8. 16,1886; J. W. Mallet, Journ. Chem. Soc., 28. 1228, 1875; R. C. Wells, Journ. Amer. 
Chem. Soc., 29. 112, 1907; S. C. Lind and B. C. Trueblood, 7b., 29. 477, 1907; R. F. Bernhardi- 
Grisson, Die kathodische Reduktion der Wolframsaure, Berlin, 1910; A. Rosenheim and R. F. Bern- 
hardi-Grisson, Proc. Internat. Congress, Appl. Chem., 7. x, 120, 1911; A. Pinagel, Beitrdge zur 
Kenntnis der Wolframate und Silicowolframate, Bern, 10, 1904; B. Kellner, Untersuchungen tiber 
Perwolframate, Berlin, 1909; J. Eltzbacher, Beitrdge zur Elektrochemie der. Wolframate, Berlin, 
10, 1899; F. Hundeshagen, Chem. Ztg., 18. 547, 1894; O. Hertig, Zeit. angew. Chem., 14. 165, 
1901; M. E. Chevreul, Ann. Phil., 12. 144, 1818; Bull. Philomath., 20, 1818; G. Jander, Zeit. 
angew. Chem., 44. 201, 1928; D. Mojert, Die Vorgdnge in wisserigen Lésungen von Wolfra- 
maten bei Verdnderung der Wasserstoffionenkonzentration, Gottingen, 1929; D. D. Pierce and 
L. F. Yntema, Journ. Phys. Chem., 36. 1822, 1930; A. Rosenheim and A. Wolff, Zezt. anorg. Chem., 
193. 47, 64, 1930; A. Wolff, Zur Kenntnis der Parawolframate und einiger Hetropolywolframate, 
Berlin, 1930; A. M. Morely, Journ. Chem. Soc., 1987, 1930; W. V. Bhagwat and H. R. Dhar, 


172 INORGANIC AND THEORETICAL CHEMISTRY 


Journ. Indian Chem. Soc., 6. 807, 1929; G. Jander and W. Heukeshoven, Zeit. anorg. Chem., 187. 
60, 1930; G. Jander and T. Aden, Zeit. phys. Chem., 148. 197, 1930; 8S. Kato, Science Papers 
Tokyo Inst. Phys. Chem. Research, 18. 7, 49, 1930; A. Dyachkovsky, Journ. Russ. Phys. Chem. 
Soc., 61. 423, 1929; M. L. Holt and L. Kahlenberg, Trans. Amer. Electrochem. Soc., 57. 361, 1930 ; 
A. Lottermoser, W. Riedel and O. Bretschneider, Zeit. Elektrochem., 36. 183, 1930; W. Jander 
and A. Winkel, Zeit. phys. Chem., 149. 97, 1930. 

2 A. Carnot, Compt. Rend., 79. 638, 1874; G. C. Hoffmann, Ann. Rep. Geol. Sur. Canada, 7. 
14, 1896. 

3 'T. Graham, Journ. Chem. Soc., 17. 318, 1864; Proc. Roy. Soc., 18. 340, 1864; Phil. Mag., 
(4), 28. 314, 1864; Pharm. Journ., (2), 6. 63, 1865; Liebig’s Ann., 135. 65, 1865; Journ. prakt. 
Chem., (1), 94. 347, 1865; Bull. Soc. Chim., (2), 2. 185, 1864; Ann. Chim. Phys., (4), 3. 128, 
1864; Compt. Rend., 59. 174, 1864; J. Duclaux, ib., 148. 295, 1909; N. Pappada, Gazz. Chim. 
Ttal., 32. ii, 22, 1902; W. A. Patrick, Brit. Pat. No. 136543, 1919; 212065, 1923; U.S.A. 
Pat. No. 1682239, 1928; W. A. Patrick and E..H. Barclay, 7b., 1683695, 1928; E. B. Miller and 
G. C. Connolly, 7b., 289890, 1928; D. Klein, Bull. Soc. Chim., (2), 36. 643, 1881 ; L. Moser and 
J. Ehrlich, Hdel-Hrden Erze, 3. 40, 65, 1922; S. I. Diatschowsky, Journ. Russ. Phys. Chem. Soc., 
61. 423, 1929; A. P. Sabanéeff, 7b., 21. 515, 1889; 22. 102, 1890; Zeit. anorg. Chem., 14. 354, 
1897; S. Glixelli, Anz. Akad. Wien, 54. 102, 1917; C. EH. Linebarger, Amer. Journ. Science, (3), 
43. 218, 1892; A. Lottermoser and W. Riedel, Koll. Zeit., 52. 133, 1930; W. Riedel, Unter- 
suchungen.an Wolfram- und Chromhydrosolen, Dresden, 1930; A. Lottermoser, Verh. Ges. deut. 
Naturforsch. Aerzte, ii, 70, 1910; Bemmelen’s Festschrift, 152, 1911; A. Miller, 7b., 416, 1911; 
Koll. Zeit., 8. 98, 1911; M. Kroger, 71b., 30. 16, 18, 1922; N. R. Dhar and N. D. and 
M. N. Chakravarti, 7b., 44. 225, 1928; L. Wohler and W. Engels, Koll. Bethefte, 1. 454, 1910; 
Zeit. Hlektrochem., 16. 693, 1910; A. F. Wasiliewa, Chem. Zig., 36. 199, 1912; Journ. Russ. Phys. 
Chem. Soc., 44. 819, 1912; Zeit. wiss. Photochem., 12. 1, 1913; A. F. Wasiliewa-Sinzova, Journ. 
Chim. Ukraine, 1. 425, 1925; W. Biltz and A. von Vegesack, Wallach’s Festschrift, 152, 1910 ; 
Zeit. phys. Chem., 68. 357, 1909 ; W. Biltz, Ber., 37. 1095, 1766, 1904; C. E. Fawsitt, Journ. Chem. 
Soc., 93. 1004, 1908; A. V. Dumansky, A. P. Buntin, 8. I. Diatschowsky and A. G. Kniga, Koll. 
Zeit., 88. 208, 1926; Journ. Russ. Phys. Chem. Soc., 58. 326, 1926; A. V. Dumansky and 
A. P. Buntin, 2b., 58. 107, 1926 ; E. Wedekind and H. Fischer, Ber., 60. B, 544, 1927; J. N. Pearce 
and M. J. Rice, Journ. Phys. Chem., 38. 692, 1929 ; S. Ghosh and N. R. Dhar, 2b., 38. 1905, 1929 ; 
Zeit. anorg. Chem., 190. 421, 1930; Journ. Phys. Chem., 38. 1905, 1929; W. V. Bhagwat and 
N. R. Dhar, Journ. Indian Chem. Soc., 6. 781, 807, 1929; A. Rabinowitsch and V. A. Kargin, 
Zeit. phys. Chem., 152. 24, 1931; V. Kargin, Koll. Zeit., 49. 281, 1929 ; H. Pallman, Koll. Bethefte, 
30. 334, 1930; K. Jacobsohn, Ueber Taktosole, Dresden, 1929. 

4 A. Michaelis, Ausfihrliches Lehrbuch der Chemie, Braunschweig, 2. 1153, 1881 ; A. Geuther, 
Lehrbuch der Chemie, Jena, 624, 1870; C. Friedheim, Ueber die Konstitution der Metawolfram- 
sdure und threr Salze, Freiburg i. B., 1882; D. I. Mendeléeff, The Principles of Chemistry, London, 
2. 282, 1891; St. Petersburg, 666, 1903; C. Scheibler, Bull. Soc. Chim., (2), 4. 256, 1862 ; Chem. 
News, 6. 181, 1862; Journ. prakt. Chem., (1), 80. 204, 1860; (1), 83. 273, 1861; V. Forcher, 
ib., (1), 86. 227, 1862; Bull. Soc. Chim., (2), 5. 197, 1863; Sitzber. Akad. Wien, 44. 165, 1861; 
A. Laurent, Compt. Rend., 25. 538, 1847; Ann. Chim. Phys., (3), 21. 62, 1847; E. Péchard, 
ab., (6), 22. 198, 1891; A. Riche, 72b., (3), 50. 5, 1857; J. Lefort, ib., (5), 25. 200, 1882; Journ. 
Pharm. Chim., (4), 4. 221, 1881; Compt. Rend., 92. 1461, 1881; F. Margueritte, 7b., 17. 742, 
1843; 20. 294, 1845; Journ. Pharm. Chim., (3), 4. 383, 1843; (3), 7. 222, 1845; (3), 10. 442, 
1846 ; Ann. Chim. Phys., (3), 17. 475, 1846; J. C. G. de Marignac, ib., (3), 69. 5, 1863 ; Compt. 
Rend., 55. 888, 1862; J. Persoz, Ann. Chim. Phys., (4), 1. 98, 1864; Compt. Rend., 34. 135, 
1852; H. Copaux, 2b., 147. 973, 1908; 148. 633, 1909; Ann. Chim. Phys., (8), 17. 217, 1909 ; 
Zeit. anorg. Chem., 70. 297, 1911; 74. 351, 1912; M. Soboleff, 7b., 12. 16, 1896; A. Rosenheim 
and F. Kohn, 7., 69. 247, 1911; A. Rosenheim, in R. Abegg, Handbuch der anorganischen 
Chemie, Leipzig, 4. 1 (2), 977, 1921; Zeit. anorg. Chem., 70. 418, 1911; 75. 141, 1912; 98. 273, 
1915; A. Rosenheim and J. Janicke, ib., 77. 239, 1912; E. Rosenheim and E. Brauer, ib., 98. 
284, 1915; A. Rosenheim and H. Schwer, 7b., 89. 224, 1914; A. Rosenheim,.M. Pieck and 
J. Pinsker, 2b., 96. 139, 1916; W. Prandtl, Ber., 48. 692, 1915; W. Prandtl and H. Hecht, Zeit. 
anorg. Chem., 92. 198, 1915; P. Pfeiffer, 7b., 105. 26, 1919; G. Jander, D. Mojert and T. Aden, 
ab., 180. 129, 1929; G. Jander and T. Aden, Zeit. phys. Chem., 144. 197, 1929; W. Lotz, Liebig’s 
Ann., 91. 52, 1854; Journ. prakt. Chem., (1), 68. 209, 1854; Ann. Chim. Phys., (3), 48. 246, 
1855; J. C. Ghosh and J. Mukherjee, Journ. Indian Chem. Soc., 6. 231, 1929; G. Wyrouboff, 
Bull. Soc. Min., 15. 65, 1892; A. Rogers and E. F. Smith, Journ. Amer. Chem. Soc., 26. 1474, 
1904; H. Leiser, Zea. Elektrochem., 18. 690, 19067. 

5 A, Laurent, Compt. Rend., 25. 538, 1847; Ann. Chim. Phys., (3), 21. 62, 1847; W. Lotz, 
ab., (3), 48. 246, 1855; Lrebig’s Ann., 91. 52, 1854; Journ. prakt. Chem., (1), 68. 209, 1854; 
C. Gonzalez, 2b., (2), 36. 44, 1887 ; C. Scheibler, ib., (1), 80. 204, 1860; (1), 88. 273, 1861; Chem. 
News, 6. 181, 1862; Bull. Soc. Chim., (2), 4. 256, 1862; G. von Knorre, Ber., 18. 2362, 1885; 
19. 819, 1886; R.C. Wells, Journ. Amer. Chem. Soc., 29. 112, 1907; J.C. G. de Marignac, Ann. 
Chim. Phys., (3), 69. 5, 1863 ; Compt. Rend., 55. 888, 1862; L. A. Hallopeau, ib., 121. 61, 1895 ; 
Ann. Chim. Phys., (7), 19. 135, 1900; H. Copaux, (8), 17. 217, 1909; Compt. Rend., 156. 1771, 
aes anorg. Chem., 70. 297, 1911; 74. 351, 1912; A. Rosenheim, ib., 98. 273, 1915; 96, 
139, 6. 


TUNGSTEN 773 


§ 12. The Monotungstates—Normal Tungstates 


The great variety of compounds of tungsten trioxide with the bases has intro- 
duced difficulties in their classification. Some consider that they are best regarded 
as normal tungstates of the type, M,WO,.nH,0; paratungstates of the type 
3M,0.7WO3.nH,0, or 5M,0.12WO3.nH,0; and metatungstates of the type 
M,.W,4013.nH,0 ; there are, however, other relations which make this system 
inadequate—vide supra, tungstic acid. As in the case of the higher molybdates 
(q.v.), many of the complex tungstates can be regarded as 


cede Ditungstates or Tetrahydrohexatungstates . : ~ ReH[H.(WO,)] 
S angdtated Paratungstates or Pentahydrotungstates f 4 + gH Hel WO,)e! 
8 Tritungstates or Hexahydrohexatungstates . 3 - RH,[H.(WO,)¢] 
ice: Metatungstates or Tetrahydrododecatungstates 7 . R,H,[H.(W.07).] 
peated Hexatungstates or Hexahydrododecatungstates . ‘ R,H,[H(W,0,)¢] 
8 Octotungstates or Heptahydrododecatungstates . - R,H[H.(W,.0,).] 


Hydrated tungsten trioxide readily dissolves in aq. ammonia, but neither 
K. F. Anthon,! nor J. C. G. de Marignac were able to isolate normal ammonium 
tungstate, (NH,),W0O,.nH,0, from the soln. because when the soln. is concentrated, 
ammonia is lost, and an acid salt remains. The corresponding sulpho-salt, 
(NH,)2W8,, has been obtained. It is assumed that an aq. soln. of the salt exists 
because, as shown by E. F. Anthon, a soln. of calcium chloride precipitates normal 
calcium tungstate. A. Rosenheim and F. Jacobsohn, however, did obtain the 
normal salt as a white mass by the action of hydrated tungstic acid on liquid 
ammonia. Likewise the salt was prepared by T. H. Tsao, and by KE. Kunau. 
For the so-called ammonium isotungstate, vide supra, the history of tungsten. 
Ammonium tungstate is very soluble in water, and readily loses ammonia. 
According to C. EH. Guignet, the aq. soln. readily dissolves prussian blue; and, 
according to R. EK. Liesegang, paper treated first with ammonium tungstate, and 
then with hydrochloric acid, becomes grey when exposed to light. According to 
K. A. Hofmann and V. Kohlschitter, when 25 grms. of powdered sodium para- 
tungstate are added to a soln. of 10 grms. of hydroxylamine hydrochloride in 20 c.c. 
of water, the product dissolved in 50 c.c. of 15 per cent. ammonia, and the soln. 
allowed to evaporate over potassium hydroxide, thick tablets of ammonium 
hydroxylamine tungstate, (NH,0H).W0O,.(NH,), are formed. The salt reduces 
Fehling’s soln., and an ammoniacal soln. of silver nitrate. 

G. C. Gmelin? obtained lithium tungstate, Li,WO,, by dissolving tungsten 
trioxide in a boiling soln. of lithium carbonate, and evaporating the liquid for 
crystallization ; and EH. F. Anthon obtained it by . 
dissolving the tungsten trioxide in molten lithium /“7 
carbonate, and allowing an aq. soln. of the cold . 
product to crystallize. J. A.M. van Liempt found 7” 
that lithium tungstate melts at 742° and shows no 
transition point. F. Hoermann gave 742° for the 
m.p. The f.p. of mixtures with tungsten trioxide 
are shown in Fig. 25, as far as about Li,0: WO. 
=1:2-5; the molten tungstate does not dissolve ,y)° 
more trioxide. A compound lithium ditungstate is 
formed melting at 745°, and with a transition  s9° 
point at 687°. The curve Fig. 25 is by F. Hoer- bl ert rile cA 7 
mann. Vide infra, for mixtures of lithium tung- f aor 
state with sodium and potassium tungstates. Ac- 
cording to W. Zachariasen, the X-radiogram shows 
that lithium tungstate is isomorphous with the molybdate (q.v.) ; the elementary 
trigonal cell has a about 8-20. A., and c, about 9-45 A. The rhombic columns, 
or octahedral crystals, are stable in air; they have a sweet, yet bitter, taste ; 
they are readily soluble in water; and "the aq. soln. has an alkaline reaction. 


/00 


Fie. 25.—Freezing Points of 
the System: Li,WO,-WO3. 
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A. Rosenheim and W. Reglin found the hydrate to be Li,WO,.H,O, and that 
the salt in aq. soln. is strongly hydrolyzed. With atm. carbon dioxide, lithium 
carbonate and tungstic acid are formed. The salt is soluble in a soln. of lithium 
hydroxide, and on evaporating the soln., a non-crystallizable syrup is obtained. 

Anhydrous sodium tungstate, Na,WO,, was obtained by EH. F. Anthon,3 
K. Zettnow, and F. Ullik by fusing together eq. proportions of tungsten trioxide 
and the alkali hydroxide or carbonate. It was also produced by B. von Pawlewsky, 
by allowing the hydrate to stand for a long time over conc. sulphuric acid; by 
A. Riche, by allowing it to stand in vacuo; and by A. Riche, V. Forcher, B. von 
Pawlewsky, and R. Funk, by heating the hydrate over 100°. The preparation of 
the salt from wolframite, etc., has been discussed in connection with the extraction 
of tungsten (q.v.). It separates from its aq. soln. in the hydrated form. W. Jander 
and A. Winkel observed that the normal alkali tungstate is formed in aq. soln. when 
the [H’]-concentration lies between 10-1 and 10-65; and the paratungstate 
R;(HW,0.;) when the cone. is between 10~6 and 10~6 5. 

The relations of sodium tungstate to water closely resemble those of sodium 
molybdate. The percentage solubility, S, found by R. Funk, was : 


—5° 0° 5° 6° 10° 20° 40° 80° 100° 
S 30:6 36:5 41:0 41:8 41-9 42-2 43°8 47-4 49-2 
i esel cele e Raceais  E a E , aes 
Solid phase 10H,0 2H,0 


There is an unstable form of the dihydrate with S=41-7 at —3:5°. The results are 
plotted in Fig. 26, where the dotted curve refers to sodium molybdate, the con- 
tinuous curve to sodium tungstate. The an- 
| hydrous tungstate does not appear as a stable 
7 19H ‘aa phase in the system below 100°. A. Riche ob- 
f tained the dehydrate, NaWO,.2H,0, from a soln. 
of tungsten trioxide and sodium carbonate ; and 
K. F. Anthon from a soln. of that oxide and 
sodium hydroxide, or from an aq. soln. of a 
previously melted mixture of wolframite and 
sodium carbonate. The dihydrate can be re- 
crystallized from water. The conditions of sta- 
bility are indicated in Fig. 26. R. Funk showed 
ae _ that below 6°, the aq. soln. furnishes crystals of 
Fig. 26.—The Solubility of Sodium the decahydrate: Na,W0O,.10H,O. Analyses of 
perc as eprint e See the dihydrate were made by EH. F. Anthon, 
V. Forcher, R. Funk, EH. Wegelin, J. C. G. de Marignac, A. Riche, and 
K. Zettnow. 

Anhydrous sodium tungstate furnishes white crystals; and when heated, the 
salt undergoes two transformations. H. E. Boeke showed that the changes are 
reversible. The molten liquid freezes at about 700°—f.p. Fig. 27. For reasons 
which will appear, H. EK. Boeke called the salt in this state B-NagWO,, and he 
observed that there is a transition point at 588°, involving the reversible change: 
f-NagWOyy-NagWO,; and at 564°, y-Na,.WO, passes into 6-Na,WO, by a rever- 
sible process: y-NagWO,*6-Na,WO,. The 6-form is stable at ordinary temp. 
According to N. Parravano, the transition points on the cooling curve for the 
p=y and the y6 transformations are respectively 585° and 568°; H. S. van 
Klooster gave respectively 589° and 572°; F. Hoermann, 590° and 583°; and 
K. Hiittner and G. Tammann found the y=6 transition to occur at 570°— 
J. A. M. van Liempt gave 577°; and A. Hare, 579°. H. 8. van Klooster and 
H. C. Germs found on the heating curve, 587° for the 6y transition point— 
J. A. M. van Liempt gave 588°—and 591° for the y=6 transition point. The 
thermal value of the 6y-transformation is much greater than that of the y=f- 
transformation. Sodium sulphate shows a transition point at 239° in which what 
H. KE. Boeke called a-NagSO, passes into e-NagSO,, the form stable at ordinary temp. 
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The reason the f-prefix is not here employed turns on the fact that on comparing 
the results with sodium sulphate with those obtained with the molybdate and 
tungstate, other forms may be subsequently discovered. The results with sodium 


/00 300 Sioa 
Q 400 800 1/200 1600 2000 2400 OPER EOD 40. Ee GOR Es OU eI. 00 
Time in seconas Molar per cent. Na,WO0, 
Fia. 27.—Cooling Curves of Sodium Fic. 28.—Freezing-point Curves 
Sulphate, Molybdate, and Tungstate. of the System : 


Li 2WO,—-Na 2WO 4¢ 


sulphate, molybdate, and tungstate are summarized in Fig. 27, and in the following 
table showing the range of stability of the different forms, as well as their bire- 
fringence, b: 


Meiting- a-crystals B-crystals y-crystals o-crystals 6-crystals 


point (6 feeble) (b strong) (b very strong) (isotropic) (b very strong) 
Na,SO, . 888° 888°—239° Ap 33 : Ad 239°—... 
Na,MoO,. 698° — 698°—588° 588°-564° 564°—... an 
Na,WO,. 692° 692°-619° 619°-587° 587°—431° ASOT ee AC 


R. Lorenz and W. Herz made some observations on the transition temp. of sodium 
tungstate. The f.p. curve of the system, Li,WO,-Na,WO,, by J. A. M. van 
Liempt, is shown in Fig. 28. There is a simple eutectic at 491° and 45 molar per 
cent. of sodium tungstate. F. Hoermann’s observations are summarized in Fig. 
28. A compound of the two salts is formed with an incongruent m.p. at 511°. 
H. S. van Klooster and H. C. Germs’ observations on the behaviour of each of the © 
three salts—Na,gWO,, Na,MoO,, and Na,SO,—in binary systems is illustrated by 


200° | bist : 0, 
Nay S0, Na,Mo0, Na,Mo0, Na,W0, Na,WO, Na, 50; 


Fias. 29, 30, and 31.—The Binary Systems Na,SO,-Na,MoO,, Na,MoO,-Na,WO,, 


Figs. 29 to 31 ; and these diagrams are combined in Fig. 32 to represent the ternary 
system—Na ,SO,-NagMoO0,-Na,WO,. H. EH. Boeke, and P. Kordes also studied 
the system Na ,MoO0,-NagW0O,. 

The ordinary commercial salt is the dihydrate, and the white or transparent, 
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nacreous, scaly erystals were described by L. N. Vauquelin and L. Hecht as four- 
sided plates, and by E. F. Anthon, A. Riche, and V. Forcher as rhombic plates. 
According to J. C. G. de Marignac, the rhombic 
bipyramids have the axial ratios a : b : c=0-8002 : 
1:0-6470. F. Zambonini gave 0-8013: 1 : 0-6524, 
and for the optic axial angle, 2H#=35° 20’ for 
A=667 ; 39° 30’ for Na-light; and 43° 40’ for 
A=533. The crystals were also described by 
C. F. Rammelsberg, and E. Herlinger. According 
to F. W. Clarke and J. L. Davis, the specific 
gravity of the anhydrous salt is 41833 at 18-5° 
and 4:1743 at 20-5°; and that of the dihydrate 
is 3:2588 at 17-5° and 3-2314 at 18-5°. F. Zam- 
bonini gave 3-50 at 15°/15°. F. M. Jager’s 
values for the molten salt are indicated below ; 
and he represented the sp. gr., D, at 0°/4° be- 
N2,Mo tween 930° and 1595° by D=3-673-0-0009275, 
(9—930) +-0-04337(8—930)2. The sp. gr. at 917° 

was 3°685; at 1128°, 3°502; and at 1330°, 3:356. 
W. Herz. and R. Lorenz and W. Herz made some 
observations on this subject. The sp. gr., D, of 
_ aq. soln. of the dihydrate with the following 

orn ONE cD. NEGO Mee percentage proportion of NagWO,, were measured 

different Temperatures. by B. von Pawlewsky, who found : 


Temperatures 


Na,WO, Fe ese | 6-25 10-08 14-44 20°59 25°46 32°68 38°43 


Be ona - 1:02016 1-05831 1-09687 1-14392 1:21720 1-:28148 1:38826 1:°48595 . 


20°/4° .. 1:01837 1:05641 1:09486 1:14177 1:21483 1-27887 1-38539 1:48279 


Observations were also made by I. Traube, and B. Franz. I. Traube found the 
drop-weight of the molten salt to be 259 referred to water 100 at 0°. F. M. Jager 
gave the following values for the sp. gr. D, the specific cohesion, a? mgrm. per mm. ; 
the surface tension o dynes per cm.; and the surface energy, y ergs per sq. cm. of 
the molten salt : 


710° 788° 1038-5° 1181-4° 1231-5" EB 30°5* 1450° 1595° 
Dts : 3°893 3°812 3°576 3:461 3:424 3°355 3°282 3-208 
a 4) L065 10°60 =10-34 10-15 10-00 9-76 9-44 9-02 
u . 203-3 198-2 181-4 172-4 168-0 160-6 152-0 142-6 


x ; . 3632 3591 3430 3332 3270 3168 3043 2899 


R. Lorenz and W. Herz discovered some relations of the surface tension. J. J. Cole- 
man found that the diffusion of 28, 25, and 17 per cent. of normal soln. of sodium 
molybdate, chromate, and tungstate respectively occurred in 30 days at 12-5°. 
H. Schulz and G. Jander observed that the diffusion coeff. of the tungstate ion in 
aq. soln. of sodium tungstate decreases considerably with increasing acidity of the 
soln., which is probably due to an increase in complexity of the ions according to 
some such scheme as 7WO,4”+8H =W(W0O,)_"'""+4H,0. Insoln.0-1N in respect 
of a mineral acid and containing neutral salts, the degree of aggregation of the 
tungstate ion is 5 to 7 times that of the ion in alkaline soln. In soln. which contain 
no neutral salts, but are 0-1N in respect of a mineral acid and have been boiled, the 
degree of aggregation is 9 to 11. G.Tammann found the vapour pressure of soln. 
with 19-62, 56-06, and 111-13 grms. of sodium tungstate in 100 grms. of water at 
100° was 24-6, 85:3, and 197-1 mm. less than the value for water alone. E. F. Anthon, 
and V. Forcher observed that the salt melts at a red-heat, forming a clear liquid 
which, on cooling, solidifies to a crystalline mass. K. Hiittner and G. Tammann, 
H. EH. Boeke, and N. Parravano gave 698° for the melting point of sodium tungstate ; 
H. 8. van Klooster, 700°; F. Hoermann, and J. A. M. van Liempt, 705°; and 
H. 8. van Klooster and H. C. Germs, 694°. E. F. Smith gave for the m.p. of 
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Na,O.WOs, 665° ; 5Na,0.12WOsz, 7T05:8° ; 4Na,0.10WOsz, 680:8° ; 9Naz0.22W Os, 
683°3°; and Na,O.4WOs, 706°. N. Parravano measured the f.p. curve of mixtures 
of sodium tungstate and tungsten trioxide, so far as the solubility of the trioxide 
allows—namely, Na,O: WO3=1: 2-5; according to J. A. M. van Liempt, and 
N. Parravano, transformations—vide supra—occur 
at 588°, and 564°. The m.p. of sodium tung- 
state falls steadily with increasing additions of 
tungsten trioxide until it reaches the eutectic at 626°. 
It then rises to a maximum at 731°, corresponding 
with the pyrotungstate NagW.O,7. From 626° to. 
588°, the mixtures are composed of a-Na,WO, and 
Na,W.,0,; from 588° to 564°, they are composed 
of B-Na,.WO, and Na,W.0,; and below 564°, of 
mixtures of y-Na,.WO, and Na,gW.0,. The sub- 
sequent course of the curve indicates the possible 
existence of Na,W;0 6, but excludes the tritung- 
state NagW20, 9. The results of F. Hoermann are 
summarized in Fig. 33. J. A.M. van Liempt gave 
738° for the m.p. of sodium ditungstate, and 628° 
for the eutectic with normal tungstate; he also 
noted the lowering of the transition temp. of sodium tungstate by tungsten 
trioxide. KH. Wegelin found that 0-5196 grm. of the dihydrate in 20 c.c. of water 
lowered the f.p. of water at 0-3°. This corresponds with a mol. wt. of 112-3. 
Other determinations gave analogous results. The theoretical mol. wt. for 
Na ,WO, is 294-1, hence the salt in aq. soln. probably furnishes three ions. 
W. G. Mixter gave for the heat of formation with powdered tungsten: W-+3Na.02 
=Na,.WO,+2Na,0+-231:2 Cals.; W-+Na,.0+30=Na,.WO,+291 Cals.; and 
W03-++-Na,0=Na,WO,+94:1 Cals.; and L. Pissarjewsky gave H,WO,aq. 
+2Na0Haq.=Na, WOyaq.+H,0+13-694 Cals. A. Hare gave 9-51 Cals. per mol 
for the energy of the transformation at 579°. 

B. von Pawlewsky found the index of refraction, y., of soln., at 20°, with the 
following percentage proportions of sodium tungstate, to be : 


Na,WO, . 2-21 6:25 10:08 14:44 20-59 25°46 32-68 38°43 
pe : - 1-33586 1-34065 1-34516 1-35064 1-35933 1-36648 1-37306 1-38890 


H. Schulz and G. Jander found that with increasing acidity, the optical absorption 
limit of the soln. moves towards the region of longer wave-lengths. This is taken to 
indicate an aggregation of the anions. O.H. Wagner found for the index of refrac- 
tion, p, of the molten salt for wave-lengths A at 0° :4=a—b(@—T750), so that 


OT aE we CONT OO = HOU 
Molar per cent.WO0, 


Fic. 33.—Equilibrium Curves of 
Mixtures of Sodium Tungstate 
and Tungsten Trioxide. 


A aes O:6170 0-610 0-589 0-579 0-546 0-436 
a . ‘1-574 1-580 1-588 1-589 1-595 1-615 
b - 0-00021 0-00024 0:00026 0-00021 0-00020 0-00011 


or w=2-6531-+-1-0562A/{A2—(1-777)2}. For the luminescence in X-rays, vide infra, 
calcium tungstate. P. Krishnamurti examined the Raman effect. 

P. Walden, J. Eltzbacher, and H. Grossmann and H. Kramer measured the 
electrical conductivity of soln. of sodium tungstate ; and C. Watkins and H. C. Jones 
gave for the conductivity, ~ mhos, of soln. with a mol of the salt in v litres of water : 


wor, eM” 8 16 32 128 512 1024 
YS iseeGsrs 74-4 88-2 93°3 105 114 116 
Lard el O7 120 135 143 162 175 178 

ab) sae 151 169 180 203 221 225 
35° —- 183 206 219 249 271 272 


W. V. Bhagwat and N. R. Dhar gave for the eq. conductivity, A, of a soln. with a mol 
of the salt in v litres at 21°: 


oe Mr 8 16 32 64 128 256 512 1024 
A RWaT 82:9 87-3 91-3 95-3 99-1 101-3 103-9 
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so that 4924—32=16°6 ; and P. Walden gave pr4994—pwgg—= 215. FF. M. Jager and 
B. Kapma represented the mol. conductivity of the fused salt at 6° between 750° and 
501° by ~=83-50-+0-185(9—750) ; and the resistance, R ohms, and sp. gr. D, are: 


752°5° 958° 1066° 1209° 1361-5° 1412° 1501° 
DD .. 3-843 3°648 3:°554 3°443 3°339 3°308 3:258 
Ra  O- 1706 0-1194 0-0996 0:0804 0:0702 0-:0650 0-:0628 


The subject was discussed by W. Biltz and W. Klemm. G. Gore obtained black 
matter at the cathode during the electrolysis of fused sodium tungstate, and a 
gas was given off at the anode. EH. Schaefer, and M. Kroger obtained colloidal 
tungstic acid (q.v.) by the electrolysis of soln. of sodium tungstate; and A. Lotter- 
moser obtained paratungstate and other complex tungstates. P. Burckhard found 
that the molten salt conducts the electric current, forming oxygen at the anode, 
and at the cathode, a mass of tungsten hemipentoxide—vide supra, the extraction 
of tungsten. According to EH. F. Smith, neutral soln. of the tungstates are not 
affected by the electric current, but J. Eltzbacher, E. Schaefer, and E. F. Smith 
made observations on the electrolysis of acidified soln. of sodium tungstate, and 
found that tungstic acid, at the cathode, is reduced to the blue oxide. R. G. Wells 
said that the conductivity of the aq. soln. does not change with time. 

F. Wohler said that the salt is not decomposed when it is heated in hydrogen ; 
and EK. Bouchhaus studied the reaction. V. Spitzin observed that neutral 
sodium tungstate is reduced by hydrogen at 900° in accord with Na,WO, 
+4H,=2Na+W-+4H,0; and J. A. M: van Liempt said that the reduction 
at 1100° proceeds: NagWO,+3H,=W-+2Na0H+2H,0. R. Funk said that 
the dihydrate is stable in air, but V. Forcher observed that efflorescence occurs 
in dry air. According to L. N. Vauquelin and L. Hecht, 100 parts of water 
dissolve 25 parts of the salt in the cold, and 50 parts when boiling; and 
K. F. Anthon gave, respectively, 100 and 200. A. Riche reported that 100 parts of 
water dissolve 40-98 parts of salt at 0°; 55-25 parts at 15°; and 123-4 parts at the 
b.p.; and R. Funk, that 100 parts of water dissolve 90-09 parts of salt at 21°, and 
123-4 at the b.p.—vide supra. EH. ¥. Anthon said that the soln. has a bitter, rough, 
saline taste, and an alkaline reaction. B. Kellner observed that the salt dissolves 
more easily in hydrogen dioxide than it does in water, and the soln. is yellow, and 
reacts acid. W.K.van Haagen and E. F. Smith found that the heated tungstate is 
attacked with difficulty by hydrogen fluoride. V. I. Spitsin and L. Kaschtanoft 
said that with hydrogen chloride, volatile tungsten dioxydichloride and sodium 
chloride are formed. According to A. Riche, and E. Zettnow, a soln. of the salt is 
decomposed by strong acids as well as by boric, sulphurous, carbonic, oxalic, and 
acetic acids, and, added V. Forcher, by carbon dioxide. The action of phosphoric 
acid has been discussed by C. Scheibler, J. Lefort, etc.—vide infra, phosphotung- 
states—H. Rose said that with a soln. of a tungstate, phosphoric acid gives a white 
precipitate, soluble in excess; and E. Zettnow added that the normal alkali tung- 
states do not precipitate orthophosphoric acid, and by quickly transforming that 
acid into metaphosphoric acid, hinder the precipitation of tungstic acid by other 
acids. F. J. Factor found that when the soln. is warmed with sodium thiosulphate, 
a mixture of tungsten dioxide, trioxide, and the lower oxides is precipitated ; and 
alkali sulphites give no blue coloration with the hot soln., but if a little hydrochloric 
acid be present, a feeble blue colour may appear. A. Rosenheim observed that the 
tungstates seem to form unstable complex salts when treated with sulphur dioxide. 
F. Bourion said that chlorine mixed with the vapour of sulphur dichloride drives 
out all the tungsten as volatile chloride from sodium tungstate at 180°-450°. 
W. I. Baragiola showed that when a soln. of sodium tungstate is treated with 
ammonium chloride, various acid tungstates are formed—namely, 3(NH,),0. 
2Na,0.15WO3.25H,O 5 4(NH,),0.2Na,0.15W0O.3.21H,O ; and 6(NH,),0.2Na,0. 
20WO3.24H,0. F. Wohler, and E. F. Anthon supposed that ammonium salts with 
conc. soln. of sodium tungstate give the ammonium salt, but A. Laurent, and 
W. Lotz said that a double salt is produced—vide infra. H. Traube obtained 
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trigonal, bipyramidal crystals of probably an isomorphous mixture lithium sodium 
1 : 3-tungstate, Li, W0O,.3Na,W0,.12H,0, from a soln. of equimolar proportions of 
the two salts. The axial ratios are a: c=1 : 0:8947, 

and a=100° 34’. The optical character is nega- /30° 
tive. L. Kahlenberg and W. J. Trautmann found 
that sodium tungstate reacts with silicon with 
difficulty, forming no free metal or silicide. 
H. §. van Klooster examined fused mixtures of 
sodium metasilicate and tungstate. The two salts 0 
are practically immiscible in the liquid state, and 
quite immiscible in the solid condition. The frag- 54, ie 

ment of the equilibrium diagram which was ex- Gilat alo sis AS ie 
plored is shown in Fig. 34. J. A. M. van Liempt FOIE Saag 
examined the sp. gr., D, the viscosity, 7, and the Fic. 34.—Equilibrium Diagram 
sp. electrical conductivity, K, of soln. of mixtures at oe eens 6 

of sodium orthosilicate, Na,SiO,, and sodium tung- ch Mi Baki ep 

state, NagWO,, and found that the curves show no maxima or minima at 30°. The 
results were : 


/ 100° 


Na,WO, my) 2 4 6 8 10 vol. per cent, 
D : 1:1938 1-206 1-218 .1:230 1-242 1-225 

n ; Bie OO Siew, so09 T0026 88ST oy 1-671 

nG : - O-1517 0-13817 0-1241 0-1154 00-1057 0-0910 


The action of many reagents on aq. soln. has been discussed in connection with the 
analytical reactions of tungsten. P. Hautefeuille and A. Perrey, and H. Corim- 
boeuf discussed its use as un agent nuneralisateur—6. 40, 17 and 22—in the synthesis 
of silicate minerals, and in the conversion of silica. H. 8. van Klooster found that 
sodium tungstate and sodium silicate, Na,Si03, are practically immiscible below 
1100°; and they are completely immiscible in the crystalline state. A. Riche, and 
V. Forcher found that alcohol precipitates crystals of the salt from its aq. soln., and 
that the salt is insoluble in aleohol. O. Maschke showed that strongly alkaline soln. 
are coloured blue by organic compounds owing to reduction; and R. HE. Liesegang 
found that a mixture of sodium tungstate with a soln. of citric acid is sensitive to 
light, and on isolation, acquires a blue colour. The coloration is not produced by 
sodium tungstate alone nor in the presence of acetic acid, sodium oxalate, stannous 
chloride, or ammonium thiocyanate. According to J. H. Long, the optical rotation 
of a soln. of potassium antimony] tartrate is raised by the addition of sodium 
tungstate, very little tungstic acid is precipitated. D. Gernez also observed that the . 
optical activity of several organic substances is raised by sodium tungstate, itself 
optically inactive. A. V. Dumansky and S. I. Diatschkovsky observed its action 
on the activity of tartaric acid. J. Lefort studied the action of quinine on normal 
alkali tungstate. C.N. Fenner, and C. J. van Nieuwenburg and C. N. G. de Nooijer 
discussed its catalytic action on the transformations of silica (q.v.). F. Mauro and 
R. R. Panebianco discussed the reduction of tungstic acid or tungstates in hydro- 
fluoric acid soln. by metals. F. Hoermann’s observations, Fig. 28, show that a 
compound lithium sodium tungstate, Li, WO,.3Na,WO,, is formed with an incon- 
eruent m.p. of 511°. 

EK. F. Anthon prepared anhydrous potassium tungstate, K,W0O,, by crystalliza- 
tion from a filtered soln. of tungstic acid in soln. of potassium hydroxide or carbonate. 
J.C. G. de Marignac said that the anhydrous salt is always obtained when the hot, 
sat. soln. is cooled, or evaporated hot. F. Ullik added that if the alkali-lye contains 
- sodium, a mixed sodium potassium tungstate isformed. EH. F. Anthon, KH. Zettnow, 
and F. Ullik melted equimolar proportions of potassium carbonate and tungsten 
trioxide at a red-heat. The mass on cooling disintegrates to a powder, indicating 
that polymorphic transformations are involved. J. C. G. de Marignac found that 
if the aq. soln. be evaporated over sulphuric acid, below 10°, monoclinic prisms and 
plates of the dihydrate, K,W0O,.2H,O, are formed; they have the axial ratios 
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a:b: c=0-9998 : 1 : 07830, and B=110° 57’; and they effloresce in dry air particu- 
larly if warmed, and deliquesce rapidly in moist air. A. Riche reported a mono- 
hydrate, K,WO,.H,O, but he probably mistook a partially effloresced dihydrate for 
the monohydrate. EH. F. Anthon’s hexagonal pentahydrate, K2WO4.5H,0, was, 
according to F. Ullik, a mixed sodium potassium tungstate. As stated by 8. Sura- 
wicz, the assumption of water produces no change in the crystal system, for 
J. C. G. de Marignac showed that the acicular crystals of the anhydrous salt are 
monoclinic prisms with the axial ratios a : b : c=1-9702 : 1 : 1-2341, and B=113° 15’. 
Twinning occurs about the (001)-plane. J. W. Retgers found that the crystals are 
isomorphous with those of potassium sulphate, selenate, and molybdate. J. W. Ret- 
gers found that two kinds of crystals are formed during the evaporation of aq. soln. 
—(i) slender needles which exhibit feeble polarization, and are coloured green by 
potassium manganate with which they are isomorphous; and (11) prisms which 
exhibit strong polarization and are not coloured by potassium manganate. 
J. W. Retgers considered that the first kind of crystals are rhombic and are pseudo- 
hexagonal; and the second kind are probably monoclinic. It is not improbable 
that anhydrous and dihydrated crystals are here in question. F. M. Jager found 
the sp. gr. of the molten salt at 6°/4°, between 925° and 1520-3°, to be best repre- 
sented by D=3-113—0-00082(8—1000)+-0-0,162(8—1000)2—-wde infra for data. 
F.M. Jager and J. Kahn, and W. Herz made observations on this subject. I. Traube 
found the sp. gr. of soln. with 2-42, 6-57, 8-72, and 16-19 per cent. of the salt to be 
respectively 1-0202, 1-0575, 1-0781, and 1-1518, at 15°. I. Traube found the drop- 
weight of the molten salt at its m.p. to be 170 when that of water at 0° is 100. 
F. M. Jager found the sp. gr., D, referred to water at 4°, the specific cohesion, a 
mgrm. per mm.; the surface tension, o dynes per cm.; and the surface energy, 
x ergs per sq. cm., of the molten salt to be: 


Dt i250" 1051-5° 1183-2° 1284-0° 1408-5° 1520-3° 
a. 10:34 9-69 9-21 8-78 8°30 7°89 
Cig NOD 145-9 134-1 124-6 114:3 105-6 

x - 93531 3275 3076 2908 2723 2560 


R. Lorenz and W. Herz discussed some relations of the surface tension. G. Tam- 
. mann found the vapour pressure of soln. 19-71, 51-63, 81-77, and 156-52 grms. of the 
normal salt in 100 grms. of water at 100° to be 
respectively 17-6, 52-0, 96-9, and 215-4 mm. below 
that of water at 100°. F. Ullik, and J. C. G. de 
Marignac observed that when the salt is heated, 
there is a violent decrepitation attended by the 
loss of 0-25 to 0-50 per cent. of included water ; 
the salt readily fuses at a red-heat without suffer- 
|| ing any further loss. As indicated above, the 
<—— _ shattering of the cooling solid indicates a trans- 
Rae Sh ee from one form to another. K. Hiittner 
ae and G. Tammann observed a transformation on 
Wie vee sane Wo, ik the cooling curve occurs between 200° and 300° ; 
. and M. Amadori gave 575°, F. Hoermann, 338° ; 
Fic. 35.—Freezing-point Curve of while H. 8. van Klooster obtained 388° on the 
the Bystem 3) tha ar iN Op: heating curve. K. Hiittner and G. Tammann gave 
926° for the m.p.; J. A. M. van Liempt, 926° in one case and 933° in another ; 
M. Amadori, 894°; F. Hoermann, 921°; and H.S. van Klooster, 921°. J.A.M.van — 
Liempt found that potassium tungstate is not reduced by hydrogen at 1100°, but it — 
volatilizes unchanged. For the luminescence in X-rays, vide infra, calcium tungstate. 
J. A. M. van Liempt measured the f.p. of mixtures of potassium tungstate and 
tungsten trioxide so far as the solubility of the trioxide allows—namely K,0: WO3 
=1:2-5WOs;. There isa eutectic at 584° with 50 per cent. WO3. FE. Hoermann’s 
results are shown in Fig. 35. J. A. M. van Liempt found that with the system 
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Li,WO,-K,W0O,, there is formed a compound lithium potassium tungstate, 
Li, WO,.K,WO,, melting at 632°, Fig. 36. It gives a simple eutectic with 70 per 
cent. of lithium tungstate at 579°, and with 40 per cent. lithium tungstate at 607°. 
J. A. M. van Liempt’s curve for mixtures of sodium and potassium tungstates is 
shown in Fig. 37. There is a minimum in the curve with 20 per cent. of the potas- 
sium salt. According to. M. Amadori, the fp. curve of the binary system 


000° /000° 
800° boz70 800° 
600° + 600° 
400° 400° 

200° 200° 

° ° 

One ZO4 FOS FOOL AEO F100 OD WZONTEIO ES ODOR. 2 808 700 
Molar per cent. /, WO, Fer cent. K, Wo, 
Fia. 36.—Freezing-point Curve of the Fic. 37.—Freezing-point Curve of the 


K,80,-K,WO,, Fig. 38, is continuous with a slight minimum 10° below the m.p. 
of the tungstate. The transformation point of the tungstate is not visible with 
mixtures containing over 15 molar per cent. of sulphate. The transformation of the 
sulphate follows a curve descending to 482° for mixtures containing 50 molar per 
cent. below which point it can no longer be followed. The f.p. curve is also con- 
tinuous in the system K,CrO,-K,WO,, Fig. 39, and it is intermediate between the 
m.p. of the two salts. The transformation points follow curves rising to the 
transformation points of the salts above, but were not detected with mixtures 
containing between 15 and 40 per cent. of chromate. The curve in the system 
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Fic. 38, 39, and 40.—Freezing-point Curve of Binary Mixtures of Potassium Tungstate 
with Potassium Sulphate, Chromate and Molybdate. 


K,Mo0,-K,W0,, Fig. 40, is almost a straight line between the m.p. of the two salts. 
The transformation point can be detected only with mixtures rich in one or other 
constituent. E. Blanc found that a 0-0162N-soln. of potassium tungstate is hydro- 
lyzed 0-011 per cent. at 25°. J. A. M. van Liempt found the sp. gr. and viscosity 
curves of mixtures of potassium tungstate and potassium metasilicate, K,Si0g, 
gave similar results to those obtained with sodium tungstate and orthosilicate— 
vide supra. J. A. M. van Liempt observed that whilst sodium tungstate is reduced 
by hydrogen at 1100°, this is not the case with potassium tungstate. W. K. van 
Haagen and E. F. Smith found that potassium tungstate is attacked with difficulty 
by hydrofluoric acid. W. I. Baragiola treated soln. of potassium tungstate with 
ammonium chloride and obtained the salts 4{4(NH)4.2K}.0.11W0O3.10H,0 ; and 
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2{3(NH,).4K},0.5WO03.8H,0. H. Traube obtained crystals of probably an 


isomorphousmixture of sodium potassium 2 : 1-tungstate, K,W0O,.2Na,W0,.14H,0. 

Although cuprous tungstate, Cu,WO,, has not been prepared, H. Schultze 4 
obtained what appeared to be a cuprosic tungstate by melting together a mixture of 
sodium tungstate, cuprous chloride, and sodium chloride (2:3: 4) and extracting 
the cold mass with nitric acid. There remained white, and yellowish-brown, 
quadratic prisms. EH. Zettnow obtained a pale brownish-red, crystalline powder of 
CugWO,4.2CuWO,, by fusing a mixture of equimolecular parts of copper sulphate 
and sodium tungstate, and leaching the cold product with water. The product was 
oxidized by nitric acid with the evolution of nitric oxide. 

J. D. Whitney described a mineral from La Paz, California, which he called 
cuproscheelite ; M. Adam called it cuprotungstate. It occurred as a pistachio- 
green, olive-green, or leek-green, granular, crystalline mass, or in crusts. It was 
reported in the copper mines of Llamuco, Chili, by I. Domeyko ; in the Pot mine, 
S.W. Africa, by H. Traube ; and at Yeoral, N.S.W., by G. W. Card. The analyses 
by J. D. Whitney, and I. Domeyko show that it is a mixture of calcium and copper 
tungstates, and it can be represented by the formula (Ca,Cu)WO,. According to 
L. Michel, and F. Fouqué and A. Michel-Lévy, the mineral can be synthesized by 
melting together a mixture of cupric chloride and sodium tungstate with an excess 
of sodium chloride. After washing the cold product with water, there remain pale 
green prisms and octahedra, which polarize ight strongly. 

G. Tammann observed that when a mixture of equimolecular proportions of 
cupric oxide and tungsten trioxide is heated, the formation of copper tungstate, 
CuW0O,, proceeds actively between 600° and 800°. According to H. F. Anthon, 
when a cupric salt is added to a soln. of normal potassium tungstate, a light green 
powder of copper tungstate is precipitated. When dried in air, its composition 
corresponds with the dehydrate, CuWO,4.2H,0. When the dihydrate is heated, it 
turns yellowish-brown in colour ; fuses at a red-heat ; and, on cooling, it solidifies to 
a chocolate-coloured, crystalline mass containing cavities with crystalline geodes. 
The crystals are wine-yellow, transparent, six-sided prisms. G. Tammann gave 
12-1 Cals. per mol for the heat of formation of the anhydrous salt, and 19-0 Cals. 


per mol for that of the dihydrate. R. H. Liesegang found that copper tungstate is 


not sensitive to light. For the luminescence in X-rays, vide infra, calcium tungstate. 
K. F. Anthon reported that the precipitated salt before ignition is insoluble in water, 
but after continued washing, it is peptized, and passes through the filter-paper 
rendering the filtrate turbid. Copper tungstate dissolves in phosphoric acid and 
acetic acids, and in aq. ammonia, but it is insoluble in oxalic acid. H. Schiff found 
that the soln. of copper tungstate in aq. ammonia is a corrosive liquid, which, when 
slowly evaporated, forms a dirty blue, crystalline crust of copper diammino- 
tungstate, CuWO,.2NH3.H,O. Alcohol added to the ammoniacal soln. precipitates 
the salt as an amorphous powder. When dried over sulphuric acid, the salt loses 
its water without changing its form. 8. H.C. Briggs prepared copper tetrammino- 
tungstate, CuW0,.4NHsg, by precipitating a hot soln. of 7-5 grms. of copper sulphate 
with 10 grms. of dihydrated sodium tungstate, washing the precipitate by decanta- 
tion, and dissolving it in 20 ¢.c. of cold, conc., aq. ammonia. A similar soln. was 
obtained by treating 13 grms. of dihydrated sodium tungstate with nitric acid, 
dissolving the washed tungstic acid in 20 ¢.c. of conc., aq. ammonia and adding it 
to an ammoniacal soln. of copper sulphate. Hither of these soln. is filtered into a 
bottle, and a layer of alcohol allowed to diffuse slowly into the ammoniacal soln. 
during several weeks while the bottle is tightly closed. This prevents the escape 
of ammonia and avoids the formation of paratungstate. Blue crystals of the 
tetrammine slowly deposit. The blue crystals give off ammonia at ordinary temp. ; 
they dissolve in a small proportion of water; and are easily dissolved by dil. aq. 
ammonia. No ammonium copper tungstate is formed however large an excess of 
ammonium tungstate is employed. 

F. Wohler and F. Rautenberg reported silver subtungstate, Ag,O.2WOs, to be 


“ 
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formed by a method similar to that employed for silver submolybdate (q.v.) ;_ but 
W. Muthmann showed that in all probability the subtungstate is a mixture of silver 
and normal silver tungstate, Ag,.WO,. EE. Zettnow, and E. F. Smith and 
R. H. Bradbury prepared the normal salt by treating a soln. of the normal sodium 
salt with silver nitrate. The white precipitate soon becomes yellow. It can be 
washed without peptization. It should be prepared in darkness, and dried at 110° 
to 120°. Itis not hygroscopic. It melts below redness to form a dark red liquid, 
which crystallizes on cooling. The salt is very sparingly soluble in water ; and it 
is decomposed by nitric acid, and by a hot soln. of sodium chloride. The salt is 
decomposed by heat and is not a suitable form in which to precipitate tungstates 
for analytical work. A soln. of the normal salt in aq. ammonia, when evaporated 
over a mixture of quicklime and ammonium chloride, was found by O. Widman to 
furnish tabular crystals of silver tetramminotungstate, Ag,W0O,.4NH3. It is also 
obtained as a white powder by the action of ammonia gas on silver tungstate. 
When the tetrammine is heated over 60°, all the ammonia is expelled. The aq. 
soln. decomposes rapidly. P. Ray and J. Dasgupta prepared a complex with 
hexamethylenetetramine. 

Normal calcium tungstate, CaW Oy, is represented by the mineral scheelite ; and 
this played an important part in the history of our knowledge of tungsten. The 
observations of C. W. Scheele,5 J. G. Wallerius, A. G. Werner, C. von Linnzus, 
A. Cronstedt, D. L. G. Karsten, R. J. Haiiy, A. Breithaupt, and C. C. Leonhard 
have been previously described ; the review of the occurrence of tungsten includes 
that of scheelite. For powellite, Ca(W,Mo)O,, vide calcium molybdate. According 
to F. de Carli, when a mixture of tungsten trioxide and calcium oxide is heated, 
evidence of a thermal effect appears at 245°; and D. Balareff said that the maximum 
rise of temp. occurs at 750°. W. Jander said that the reaction with calcium carbo- 
nate begins at 600°. According to G. Tammann, the formation of calcium tungstate 
proceeds actively between 580° and 950°. When calcium carbonate is heated with 
tungsten trioxide, carbon dioxide comes off at temp. over 510°. EH. F. Anthon, and 
J. Lefort obtained calcium tungstate as a precipitate by mixing soln. of normal 
potassium or sodium tungstate with a feebly acidified soln. of calcium chloride. 
A. de Schulten heated in a water-bath soln. of 10 grms. of anhydrous calcium chloride 
in 3 litres of water and 1 ¢.c. of conc. hydrochloric acid, and gradually added, drop 
by drop, a soln. of 3 grms. of ordinary sodium tungstate. Crystals of calcium 
tungstate gradually collect on the bottom of the vessel. The crystals are larger if 
more acid is used, but they are then coloured yellow. L. Weiss added a soln. of 
calcium chloride to an ammoniacal soln. of tungstic acid, almost neutralized with 
acid, so long as precipitation occurred; the liquid was then feebly acidified and the 
precipitated calcium tungstate washed and dried. EH. Kunau used a similar process. 
N. 8. Manross prepared the salt by melting a mixture of sodium tungstate and 
calcium chloride at a red-heat, and extracting the cold product with water. 
L. Michel found that if an excess of sodium chloride is also used with the mixture, 
larger crystals are obtained. H. Debray obtained crystals of scheelite by heating a 
mixture of amorphous calcium tungstate and quicklime in a current of hydrogen 
chloride; and A. Cossa imitated the crystals of the scheelite of Traversella by 
heating under sodium chloride a mixture of amorphous calcium tungstate and 
a little didymium salt. H. Traube obtained the crystals as a sublimate by heating 
to a high temp. a mixture of the tungstate with sodium and potassium chlorides. 
F. Zambonini found that the processes of A. Macé, and A. Drevermann, used for 
the synthesis of anglesite—7. 47, 30—give the best results in preparing crystals 
of scheelite. For the preparation of phosphorescent calcium tungstate, vide 
fra. Analyses were reported by A. Carnot, N. 8. Manross, J. Lefort, A. Roemer, 
M. H. Klaproth, R. Brandes and C. F. Bucholz, B. Setlik, C. F. Rammelsberg, 
F. A. Bernoulli, G. T. Bowen, F. A. Genth, I. Domeyko, A. Delesse, M. Choubine, 
J. J. Berzelius, D. Lovisato, C. G. Hoffmann, L. Colomba, 8. Traverso, C. Schmidt, 
W. Florence, J. Block, A. Lacroix, A. M. Findlayson, J. Eyerman, B. K, Almstrém, 
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and G. Carobbi. Copper, manganese, iron, and tin oxides may be present, as well 
as some chlorine and fluorine. According to H. Traube, molybdenum is usually 
present in scheelite, and it replaces part of the tungsten. In the specimens he 
examined, up to 8:23 per cent. MoO3 was observed. The amount varies with 
crystals from the same localities. The white and yellow varieties contained least, 
and the dark coloured varieties most. The proportion of molybdenum probably 
affects the angles of the crystals. L. G. Igelstrém also reported the presence of 
molybdenum in scheelite; A. Carnot found about 0-4 per cent. of tantalic oxide 
in scheelite from Meymac, Correze; and A. Cossa found didymium, cerium, 
and lanthanum oxides; the spectra showed strong absorption bands of these 
oxides; and C. de Rohden found the presence of samarium, erbium, terbium, 
europium, neodymium, and praseodymium salts in scheelite. G. T. Lindroth 
found copper, molybdenum, and bismuth; G. Carobbi, molybdenum, tantalum, 
columbium, and the rare earths. Precipitated calcium tungstate is an amor- 
phous white powder; scheelite occurs in white, yellowish-white, pale yellow, 
brownish-yellow, greenish-yellow, reddish-yellow or orange-yellow granular masses, 
in reniform masses with a columnar structure, or in tetragonal, bipyramidal crystals 
which, according to H. Dauber, have the axial ratio a: c=1:1-5356; H. Traube 
gave 1:1:5315; H. Dauber, 1: 1-5329 to 1:5355; G. vom Rath, 1: 1-5364; 
V. R. von Zepharovich, 1: 1-5349; L. Colomba, 1: 1-53798; and F..Zambonini, 
1:1-5300. There may be pyramidal hemihedrism. The habit may be octahedral 
or tabular. There may be contact and penetration twinning about the (100)-plane. 
The (001)-faces may be rough, and the (101)-faces striated. The faces of the twins 
may show feather-like striations meeting in a median line. The (111)-cleavage is 
most distinct; the (101)-cleavage is interrupted. EH. Hugi studied the corrosion 
figures. The crystals were described by F. A. Genth, M. Bauer, H. Traube, 
C. F. Rammelsberg, C. Schmidt, G. Flink, L. Colomba, J. Block, C. Anderson, 
A. Serra, 8. Koch, T. Hiortdahl, A. Russell, A. Roemer, A. de Schulten, EK. Hugi, 
P. Berberich, etc. J. W. Retgers discussed the isomorphism of the alkaline earth 
molybdates, tungstates, sulphates, selenates, and chromates. R. G. Dickinson 
found that the X-radiogram corresponds with a face-centred lattice with the atoms so 
located as to give a diamond arrangement. The arrangement of the atoms is the 
same as in the case of lead molybdate (q.v.) with calcium in place of lead, and 
tungsten in place of molybdenum—Fig. 23, 11. 61, 11. The calculated sp. gr. is 
6-06, and the edge of the unit cell of 8 mols. is a=22-80 A. F.M. Jager and H. Haga 
made some observations on the X-radiograms, and attributed the high degree 
of symmetry to twinning. LL. Vegard gave for the lattice dimensions of scheelite, 
which is of the rutile type, a=7-44 A., and c=11-35 A., and for the ionic diameter 
1-125 A. M. L. Huggins made some observations of the structure of the crystals. 
HK. Tiede and A. Schleede also studied the X-radiogram. T. Barth said that the unit 
tetragonal cell contains four mols. of CaWO, and has a=5-26 A., c=11-41 A., and 
a:c=1:2-17; on the other hand, L. Vegard inferred that the unit cell has 8 mols. 
CaWO,, a=7-44 A., c=11-35 A., and a: c=1:1-537; L. Vegard and A. Refsum 
gave a=7-44 A., c=11-35 A.; the radius of the oxygen atom is 1-125 A., of the 


metal in WQ,, 1-04 A., and of the positive ion, 1-11 A. N.S. Manross gave 6-076 | 


for the sp. gr. of calcium tungstate ; A. de Schulten, 5-542 at 15°; C. J. B. Karsten, 
6:04; F. A. Bernoulli, 6-02; C. F. Rammelsberg, 6:03; and F. Zambonini, 6-0620. 
F. A. Henglein discussed the mol. vol. —47-53. H. Traube found that the sp. gr. of 
the samples of scheelite he examined ranged from 5-88 to 6:12. J. J. Saslawsky 
calculated a contraction of 0-51 to 0-54 in the formation of scheelite from its elements. 
The hardness ranges from 4:5 to 5:0. EH. Cane gave 0-104 for the sp. ht. 
M. D. Draper, A. D. Cox, and J. J. Rubber devised methods for estimating the 
percentage amount of tungsten trioxide in scheelite ores from sp. gr. determinations. 
M. D. Draper found : 


Sp. gr. 3-00 3°50 4-00 


4-50 5-00 5-50 6-00 
WO, 15-40 31-20 44-80 56°20 


65-40 72-00 78-20 
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HK. Jannetaz found the ratio of the heat conductivities of scheelite a/y to be 0-9. 
D. Vorlander and H. Hempel observed no transformation points on the heating curve 
of calcium tungstate. H. Kopp gave 0-0927 for the sp. ht. between 19° and 58°. 
G. Tammann gave 39-8 Cals. per mol for the heat of formation from its constituent 
oxides. A. des Cloizeaux gave for the indices of refraction for red-light, w=1-918- 
1-919, and «=1-934-1-935 ; the optical character is positive. F. Zambonini gave 
for the light of wave-length 4d, 


A : emOOF C-line 623 D-line 570 533 Ei-line 475 

w : - 19107 1:°9124 - 11-9159 11-9200 1:9208 1-9273 1:9298 1-9344 
€ , . 1:9263 1-9281 1:93821 1-9365. 1-9375 . 1:9442 1-9368 1-9525 
e—w . -. 0-0156 00-0157 0:0162 0-0165 0-0167 0:0169 00-0170 0-0181 


Hence the dispersion increases regularly from the red to the violet ; and itis stronger 
for the ordinary than for the extraordinary ray. I. Zambonini also examined the 
optical constants of mixtures of calcium and cerous tungstates, and showed that the 
two salts furnish isomorphous mixtures. H. F. Anthon said that calcium tungstate 
is insoluble in water; but J. Lefort found that 100 parts of water at 15° dissolve 
0-2 part of calcium tungstate. EH. F. Smith and R. H. Bradbury did not get good 
results when, for analytical purposes, the tungstates are precipitated in the form of 
calcium tungstate. EH. F. Smith found that scheelite dissolves when it is heated 
with sulphur monochloride. 

G. Ogden prepared calcium tungstate for use as screens which become luminous 
when exposed to X-rays, The luminescence was discussed by E. Kunau, T. H. Tsao, 
and F. R. van Horn. W. Arnold found that while the mineral scheelite exhibits a 
strong blue fluorescence when exposed to X-rays, the freshly-prepared and ignited 
caicium tungstate is only feebly luminescent, but it is more luminescent if it has been 
_ heated in the oxhydrogen flame. A solid soln. of copper tungstate in calcium 
tungstate is as luminous as scheelite; manganese tungstate acts like the copper 
salt. The tungstates of sodium, potassium, strontium, barium, and zinc; 
wolframite, ferberite, and the different tungstate-bronzes, are not luminous when 
exposed to the X-rays. K. Keilhack, F. Dreuschuch, R. J. Strutt, K. Endell, 
G. F. Kunz and C. Baskerville, P. Schuhknecht, F. EK. Swindells, and C. H. Boisse- 
vain and W. F. Drea also studied the X-ray luminescence of the alkaline earth 
tungstates. W. Ducca, and W. Lowinthal studied the action of luminophores— 
e.g. traces of manganese, copper, or bismuth salts—in enhancing the fluorescence of 
calcium tungstate when exposed to X-rays. The presence of ;5-),,th part of a 
bismuth salt gave the best results. The spectrum of the blue fluorescence of calcium 
tungstate containing a trace of a bismuth, manganese or copper salt shows feeble 
spectral bands in the blue violet ; and when the tungstate contains a trace of a silver, 
gold, nickel, cadmium, antimony, or lead salt, the fluorescence is green. Calcium 
tungstate exhibits no thermoluminescence at room temp. ; but when it is cooled. to 
—192°, exposed to X-rays, and its temp. allowed to rise, it becomes luminescent, 
the glow is then extinguished, and as the temp. still continues to rise, a second 
luminescence appears. A small amount—say 0-1 grm.—shows only one thermolu- 
minescence. The luminescence of calcium tungstate in cathode rays resembles that 
produced by X-rays. J. O. Perrine studied the ultra-violet spectrum excited by 
X-rays; F. E. Swindells, and K. Becker and H. Becker-Rose, the fluorescence in 
the X-rays. W. Jander gave for the electrical conductivities, 11-6 10-6, 
32 X 10-6, and 1:3 x 10~6, respectively at 1157°, 1072°, and 994°. 

A. Radiguet used scheelite in making fluorescent screens for X-rays; and 
M. G. Bogoslovsky and co-workers recommended adding 0-01 to 0-5 per cent. of tin 
oxide to calcium tungstate used for fluorescent screens; and A. Schleede and 
T. H. Tsao showed that when commercial tungstic acid or ammonium tungstate is 
purified by alternate treatment with conc. hydrochloric acid, or aqua regia, and soda- 
lye or aq. ammonia, and then converted into calcium tungstate by treatment with 
calcium chloride and ignition at 1000°, the X-ray fluorescence is about equal to that 
of the best technical specimens, whilst phosphorescence is sometimes present, 
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sometimes absent. The latter property is inhibited by addition of calcium molyb- 
date, but the fluorescence is sensibly diminished. Similar preparations are obtained 
from ammonium tungstate and calcium chloride in very dil. soln. Calcium tungstate, 
prepared from repeatedly crystallized sodium tungstate and calcium chloride, still 
exhibited phosphorescence, but a non-phosphorescent material resulted when re- 
crystallized ammonium tungstate was used as initial material. The residues obtained 
from the mother-liquors from the ammonium tungstate contained arsenic and molyb- 
denum. The addition of ammonium arsenate to ammonium tungstate, previous to 
precipitation with calcium chloride, leads to preparations with good fluorescence but 
marked phosphorescence ; similar results are induced by ammonium antimonate. 
Ammonium molybdate does not induce phosphorescence. H. Hirschi, and K. Endell 
observed the luminescence of scheelite when the mineral is exposed to radium rays ; 
and A. Pochettino, when it is exposed to cathode rays. F. C. Henrici and 
J. F. L. Hausmann, and T. A. L. du Moncel said that scheelite is a conductor, and 
KE. Wartmann, and F. Beierinck, that it is a non-conductor of electricity. 
E. E. Fairbanks gave 7-7 (water 81) for the dielectric constant of scheelite ; and 
H. Saegusa studied this subject. 

E. F. Anthon obtained normal strontium tungstate, SrWO,, by mixing soln. 
of a strontium salt with normal potassium or sodium tungstate; or by boiling 
freshly-precipitated strontium carbonate with tungstic acid and water. J. Lefort 
used soln. of strontium acetate and normal sodium tungstate. H. Schultze, and 
K. Zettnow prepared the crystals of the salt by melting mixtures of sodium tungstate, 
strontium chloride, and sodium chloride. L. Michel recommended an excess of the 
flux—sodium chloride. G. Tammann observed that when strontium carbonate is 
heated with tungsten trioxide, carbon dioxide is expelled, and strontium tungstate 
is formed. Strontium tungstate appears as a white, amorphous powder; and | 
A. Cossa described the crystals as tetragonal bipyramids with the axial ratio 
a:c=1:1-5582. EH. K. Broch calculated from the X-radiogram the space-lattice 
with a=5-405 A., c=11-90 A., a: c=1: 2-202; and density, 6-372. F. Zambonini 
gave 6-184 for the sp. gr. F. A. Henglein gave 54-27 for the mol. vol. When the 
voluminous powder is heated to redness, it becomes incandescent, and is afterwards 
compact. It remains white after being heated to redness. G. Tammann gave 
56-4 Cals. for the heat of formation per mol. W. Jander gave for the electrical 
conductivities 107 « 10~6, 62-5 x 10~6, and 5-8 x 10~6 respectively at 1040°, 900°, and 
733°. EK. F. Anthon said that strontium tungstate is insoluble in water, but J. Lefort 
found that 100 parts of water at 15° dissolve 0-14 part. EH. F. Anthon found that 
strontium tungstate is soluble in a boiling soln. of oxalic acid, and, on cooling, the 
liquid becomes turbid. E. F. Smith and R. H. Bradbury found that the salt is 
easily decomposed when heated and is not therefore a suitable form in which to 
precipitate tungsten for analysis. 

F. de Carli found that a mixture of barium and tungsten oxides when heated 
shows a thermal effect at 190°; and G. Tammann observed that the two oxides 
unite to form barium tungstate, BaWO,, between 300° and 550°. The subject was 
discussed by W. Jander. J. A. Hedvall and N. von Zweigbergk found that with a 
mixture of barium dioxide and tungsten trioxide, oxygen begins to come off at 
250°; and the greatest reaction velocity in forming tungstate is between 450° and 
525°. The subject was studied by W. Jander, who found that the reaction with 
barium carbonate begins at 300°. EH. F. Anthon, and A. Cossa obtained the salt 
by mixing soln. of a barium salt and of normal potassium or sodium tungstate, 
or by boiling barium carbonate with water and tungstic acid. J. Lefort obtained 
this tungstate by mixing aq. soln. of barium acetate and normal sodium tungstate, 
the washed product is heated to drive off the combined water. A. Geuther and 
HK. Forsberg, and E. Zettnow obtained crystals of the salt by melting a mixture 
of normal sodium tungstate, barium chloride, and sodium chloride, slowly cooling 
the liquid, and washing out the soluble matters with water. L. Michel recom- 
mended using an excess of sodium chloride as a flux. A. Cossa found that the 
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white, tetragonal, bipyramidal crystals have the axial ratio a:c=1: 1-6046. 
I. I. Navano and J. Palacios’ X-radiograms of this salt indicated the existence of 
4 mols. in the elementary parallelopipedal cell. L. Vegard and A. Refsum 
gave a=7-908 A., c=12-689 A., a: c=1: 1-605; the radius of the oxygen atom is 
1-24; of the metal in WO,, 1-03; and of the positive ion, 1:21 A. F. Zambonini 
gave 6:35 for the sp. gr., and F. W. Clarke and J. L. Davis, 5-0422 at 15°. 
F. A. Henglein gave 60-69 for the mol. vol. EH. Zettnow found that the salt fuses 
with difficulty, and becomes incandescent at a red-heat. G. Tammann gave 73:5 
Cals. for the heat of formation per mol.; J. A. Hevdall and N. von Zweigbergk 
gave 80 Cals. For the luminescence when exposed to X-rays, vide supra, calcium 
tungstate. W. Jander obtained for the electrical conductivity, 36:6 x10-%, 
6:9 x 1076, and 1-8x10-6 respectively at 1123°, 994°, and 815°. The salt is not 
changed by exposure to air, and J. Lefort found it to be sparingly soluble in water. 
K. F. Smith and R. H. Bradbury said that it is more soluble in ammonium nitrate 
soln. than it is in water ; and that the salt is a suitable form in which to precipitate 
tungsten for analysis. EH. Zettnow said that the salt is decomposed by fusion with 
sodium carbonate, and A. Geuther and EH. Forsberg, by boiling it with nitric acid. 
C. Scheibler reported octahedral crystals of the hemihydrate, BaWO,4.4H,0, to be 
formed when the mother-liquor obtained in the preparation of sodium barium 
tungstate is treated with baryta-water, and the precipitate filtered and washed ; 
it is also formed by treating a soln. of barium metatungstate, or of metatungstic 
acid with baryta-water. EH. Péchard reported the dihydrate, BaWO,4.2H,O, to be 
formed by the action of an eq. of metatungstic acid on baryta water; he also 
obtained a tetrahydrate, BaWO,.4H,O, ina similar manner. EK. Zettnow obtained a 
hemupentahydrate, BaWO4.24H,0, by adding barium chloride to a soln. obtained by 
boiling sodium dodecatungstate with acetic acid and hydrochloric acid as long as 
precipitation occurs. The amorphous, voluminous precipitate is washed by 
decantation, and dried at 30° to 40°. L. Kahlenberg and W. J. Trautmann found 
that silicon reacts with difficulty with barium tungstate, yielding a slag and a few 
small globules of what is probably a silicide. 

_ C. Scheibler reported a beryllium tungstate to be formed by crystallization 
from a syrupy soln. G. Tammann observed no singular point on the heating curve 
obtained from a mixture of beryllium oxide and tungsten trioxide. F. de Carli 
obtained no singular poimt on the heating curve of mixtures of magnesia and 
tungsten trioxide, but G. Tammann observed that magnesium tungstate, MzW0O,, 
is formed between 300° and 600°, and this is shown by a hump on the heating curve. 
A. Geuther and E. Forsberg obtained the anhydrous salt by a mixture of sodium 
tungstate, magnesium chloride, and sodium chloride. L. Michel recommended 
an excess of sodium chloride. The crystals were also prepared by N. S. Manross, 
and V. M. Goldschmidt. Octahedral and columnar crystals can be isolated by 
washing the product. The crystals were examined by F. Machatschky, and 
V. M. Goldschmidt. The monoclinic prisms have the axial ratios a:b:¢ 
=0-8263 : 1 : 0-8703, and B=89° 40’. From the X-radiograms, E. K. Broch 
found a : b : c=4-67 : 5-66 : 4:92, and B=89° 35’, or a: b : c=0-828 : 1 : 0-871— 
F. Machatschky gave 0-8263 : 1 : 0-8703, and 6==89° 40’. The monoclinic crystals 
have two MgWOQ, mols. per unit cell, and the sp. gr. is 5-66. The crystals are decom- 
posed when: heated with nitric acid. F. Ullik said that the salt does not melt at a 
bright red-heat. G. Tammann gave 3-4 Cals. for the heat of formation per mol 
from its constituent oxides. W. Jander obtained about 0-02 x 10-6 for the electrical 
conductivity of the salt at 800°; and he obtained values for the diffusion coeff, 
J. Lefort reported a trihydrate, Mg WO,.3H,0, to be formed by mixing soln. of normal 
sodium tungstate and magnesium acetate in eq. proportions in the presence of 
alcohol. The white, amorphous powder remains white when gradually heated ; 
it is very soluble in water, and almost insoluble in alcohol. The aq. soln. forms a 
syrup when evaporated, but does not crystallize. F. Ullik obtained a heptahydrate, 
MgW0O,.7H,0, by boiling tungstic acid and magnesium carbonate suspended in 
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water. The clear, filtered soln. on cooling deposits lustrous prisms which dissolve 
a little in cold water, but freely in hot water. They lose water when heated. 
F. Rodolico obtained a complex MgWO,.X.10H,O with hexamethylenetetramine. 
According to F. Ullik, if a conc. aq. soln. of the heptahydrate be mixed with a soln. 
of potassium tungstate, a white precipitate of potassium magnesium tungstate of 
variable composition is formed. If a soln. of eq. proportions of the two salts be 
evaporated, the product also has a variable composition, although on one occasion 
the composition approximated K,WO,.MgW0O,.2H,0. 

A. Geuther and E. Forsberg melted a mixture of sodium tungstate, zinc chloride, 
and sodium chloride, and leached the product with boiling water; there remained 
colourless crystals of zine tungstate, ZnWO,, considered to be isomorphous with 
calcium tungstate. HE. Zettnow, and L. Michel also prepared the salt and supposed 
it to furnish rhombic crystals. E. K. Broch observed that the crystals are monoclinic 
like those of the’ magnesium salt. L. A. Hallopeau also obtained this salt by 
heating a mixture of sodium paratungstate and powdered zinc, and washing the 
cold product with water. E. K. Broch found that the X-radiograms corresponded 
with a space-lattice having a=4:68 A., b=5-73 A., c=4:95, and B=89° 30’, with 
the axial ratios a: b: c=0-817 : 1 : 0-864, and the calculated density 7-79. For the 
luminescence of zinc tungstate, vide supra, calcium tungstate. J. Lefort found that 
the hydrate, ZnWO,.H,0, is formed by double decomposition as in the case of calcium 
tungstate, and he added that the product is slightly soluble in water. W. Jander 
obtained 8-5 x 10-6 for the electrical conductivity at 1000°, and 1-1 x 1076 at 850° ; 
and he also calculated values for the diffusion coeff. 8. H. C. Briggs obtained zine 
tetramminotungstate, ZnW0,.4NH3.3H,O, as in the case of the copper salt, by 
allowing a mixture of an ammoniacal soln. of zinc and ammonium tungstates 
gradually to diffuse into alcohol. The tetrahedral crystals gradually give off 
ammonia at ordinary temp. fF. de Carli found that when a mixture of cadmium 
oxide and tungsten trioxide is heated, evidence of combination occurs at 250° ; 
and W. Jander studied the action of solid cadmium and magnesium oxides on solid 
zinc tungstate, Mg0-+ZnWO,—Zn0+MeWO,, etc. A. Geuther and E. Forsberg, 
and L. Michel obtained cadmium tungstate, CdW0O,, by the method employed for the 
zinc salt. KH. Zettnow also obtained the salt by a similar process, and described 
the product as a canary-yellow powder consisting of rhombic octahedra. 
Hi. F. Anthon obtained the dihydrate, C1AWO,4.2H,0, as a white powder, by treating 
a soln. of a cadmium salt with sodium or potassium tungstate. It loses its water 
when heated, and it is soluble in phosphoric, and oxalic acids, and in aq. ammonia, 
but not in water. KH. F. Smith and R. H. Bradbury said that after the tungstate 
has been heated it is not soluble in acids; and they found the salt a suitable form 
in which to precipitate tungstates for the quantitative determination of tungsten. 
W. Jander obtained for the electrical conductivity of the cadmium salt 202 x 10-6, 
64:5 10-6, and 2:8x10-6 respectively at 1043°, 942°, and 761°. W. Jander 
studied the reaction: Mg0-+CdWO,=CdO+MegW0O,. J. R. Partington discussed 
the fluorescence and phosphorescence of the salt. W. Jander studied the action of 
magnesium oxide on solid cadmium tungstate. 

HK. F. Anthon obtained mercurous tungstate, Hg.WO,, as a yellow precipitate 
by mixing a soln. of mercurous nitrate and sodium tungstate. When dried, it is 
dark yellow, and after calcination, tungsten trioxide remains. J. J. Berzelius 
examined the salt as a means of quantitatively determining tungsten. EH. F. Anthon 
added that the yellow salt appears at first tasteless, but after a time it has a weak, 
metallic taste. J. Lefort found that mercuric tungstate, HgWO,, is precipitated 
by adding a neutral soln. of mercuric acetate to a sat. soln. of sodium tungstate. 
The straw-yellow product becomes lemon-yellow when dried. It is not very stable, 
and is decomposed when washed for a long time with water ; it is sparingly soluble 
in water. H. F, Anthon found that if ammonium ditungstate and neutral mercuric 
nitrate soln. be mixed, a white precipitate approximating ammonium mercuric 
tungstate, (NH,),WO,.HgW0O,.H,0, is formed, It can be dried at 100°, but at 
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200°—250° it gives off water and ammonia, leaving a mixture of mercuric and 
tungsten oxides. It is insoluble in water, and is decomposed by alkali-lye, and 
acids. , 

The borotungstates were discussed in connection with the borates—5. 32, 15. 
G. Tammann ® observed that when a mixture of alumina and tungsten trioxide is 
heated, no evidence of the formation of a compound is shown on the heating curve ; 
but F. A. Bernoulli heated a mixture of a mol of alumina with 3 mols of tungsten 
trioxide in a porcelain oven for 18 hrs. and obtained a crystalline mass, presumably 
aluminium tungstate, Al,O3.3WOs, or Al,(WO,)3. EH. F. Anthon obtained a pre- 
cipitate of the hydrate by adding sodium tungstate to a soln. of an aluminium salt. 
W. Lotz found that the precipitate is insoluble in water, and in a soln. of sodium 
tungstate, but it is soluble in aq. ammonia, and in soln. of alum, sodium hydroxide, 
and phosphoric and oxalic acids. J. Lefort said that when a soln. of alum is 
poured into a soln. of normal sodium tungstate, the octohydrate, Al,(WOx4)3.8H,0, 
is precipitated as a white, voluminous mass. 100 parts of water at 15° dissolve 
0-0667 part of the octohydrate. Complex aluminophosphatotungstates, alumino- 
arsenatotungstates, and aluminoantimonatotungstates have been prepared; and 
also complex aluminotungstates. Thus, by boiling a mixture of aluminium 
hydroxide and a soln. of ammonium paratungstate, C. W. Balke and HE. F. Smith 
obtained ammonium aluminotungstate, 3(NH,).0.Al,03.9WOs3.4H,0, as a dense, 
highly refractive syrup, which, on drying, leaves a translucent mass. The dry, 
powdered salt dissolved in conc. nitric acid ; precipitation did not occur, even upon 
boiling. The salt was soluble also in conc. hydrochloric acid without the pro- 
duction, in the cold, of a precipitate, but when the soln. was vigorously boiled a 
yellow-coloured precipitate separated. Mercurous nitrate produced, in its aq. 
soln., a yellowish-white-coloured precipitate. The precipitate caused by barium 
chloride was almost insoluble in hot water. After drying, acids failed to dissolve 
it. In a slightly ammoniacal soln. of the salt, silver nitrate produced a yellowish- 

white precipitate, soluble in a large vol. of hot water. lL. C. Daniels prepared 
- copper aluminotungstate, 2Cu0.Al,03.9W03.164H,O, by adding a cone. soln. of 
ammonium aluminotungstate to a 10 per cent. soln. of copper sulphate; or to an 
ammoniacal soln. of cupric hydroxide. C. W. Balke and EH. F. Smith added silver 
nitrate to an ammoniacal soln. of ammonium aluminotungstate, and 
obtained a yellowish-white precipitate of ammonium silver aluminotungstate, 
11Ag,0.21(NH,),0.4A1,03.36WO;3. The precipitate obtained by adding barium 
chloride to a soln. of ammonium aluminotungstate was found by L. C. Daniels to 
be barium aluminotungstate, 8BaO.Al,03.9WO3.7H,O0 ; while a soln. of zinc oxide 
in aq. ammonia gives a white precipitate of zinc aluminotungstate, ZnO.A1,O3. 
9WO3.20H,O ; and with mercurous nitrate, a pale yellow flocculent precipitate of 
mercurous aluminotungstate, 5Hg,0.Al,03.9WOs, was formed. A. Rogers and 
HK. F. Smith treated a soln. of ammonium aluminotungstate with mercurous nitrate 
and obtained a yellowish-white precipitate supposed to be an ammonium 
mercurous aluminotungstate. 

C. Renz? obtained indium tungstate, In.(W0O,)3.8H,0, by adding a soln. of 
sodium tungstate to one of an indium salt. The white precipitate dries to a horny 
mass. H. Flemming obtained thallous tungstate, Tl,WO,, by mixing soln. of 
normal sodium tungstate and a thallous salt; or by boiling tungstic acid and 
thallous carbonate. The precipitate consists of microscopic, highly refracting, 
six-sided plates. P.S. Oettinger added that the precipitate is insoluble in water, 
sparingly soluble in aq. ammonia, but is soluble in hot soln. of alkali hydroxide or 
carbonate. EH. Schaefer could not prepare normal thallous tungstate; thallic 
tungstate has not been reported. 

G. Tammann® observed evidence of the formation of cerous tungstate, 
Ce.(WO,)3, when a mixture of ceric oxide and tungsten trioxide is heated. The 
heating curve shows that an endothermic reaction occurs between 240° and 600°. 
According to A. Cossa and M. Zecchini, when a soln. of cerous sulphate is poured 
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into one of sodium tungstate, an amorphous, pale yellow precipitate of cerous 
tungstate is formed. After heating to redness, the amorphous precipitate becomes 
crystalline. F. R. M. Hitchcock found that a soln. of sodium tungstate gives a pre- 
cipitate with soln. of cerium salts, the precipitation is not complete, and the addition 
of alcohol precipitates other cerium salts along with the cerium tungstate in soln. 
P. Didier found that if ceric oxide be added in small 
portions at a time to fused sodium paratungstate, 
kept in excess, minute, yellow octahedra of normal 
cerous tungstate, resembling the crystals of scheelite, 
are formed. Larger crystals are produced by fusing 
precipitated cerous tungstate with sodium chloride out 
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cerium tungstate as a sublimate by heating to a high 
temp. a mixture of the tungstate with sodium and 
c@" potassium chlorides. F. Zambonini gave for the axial 
Fie, 41.—Equilibrium in yatio of the crystals a: c=1 : 1°5257, and he examined 
the System : ; : : ; 
Ce,(WO,),-Na,WO,-H,O. the optical constants of isomorphous mixtures with 
cerous tungstate. F. Zambonini found the sp. gr. of 
Ceo(WO,)3 to be 6°77 at 16:5°, and the mol. vol. 151-:3. A. Cossa and M. Zecchini 
gave for the sp. gr. 6-514 at 12°; and for the sp. ht., 0-0821. F. Zambonini 
gave 1089° for the m.p. A. Rogers and E. F. Smith prepared ammonium 
cerous tungstate, 2(NH,).0.Ce,05.16W0O3.2H,O, as a red, transparent glass, 
insoluble in water, by boiling cerium hydroxide for 8 hrs. with a soln. of 
ammonium paratungstate, filtermg the mixture, and evaporating it to dry- 
ness. By dissolving cerium oxide and tungsten trioxide in a fused mixture 
of sodium tungstate and chloride, A. J. Hégbom obtained crystals of 
sodium cerous tungstate, NagCe,(WO,),. P. Didier also obtained a complex 
tungstate, Na ,Ce.(WO,)4,, in sulphur-yellow, octahedral crystals, by dissolving | 
precipitated cerous tungstate in normal sodium tungstate. G. Carobbi and — 
G. Tancredi found that three crystalline compounds can exist in the system — 
Ceo(WO,)s—NagWO,-H,0, at 25°. The results are summarized in Fig. 41. These 
are Ce o(WO,)3.Na,WO,.11H,0; Ceo(WO,)3.3Na,.WO,4.16H,O; and Ce g(WO,)s. — 
5Na,gWO,4.23H,O. They are stable in air; and since the velocity curve of the 
dehydration of the salts over sulphuric acid, or calcium chloride shows breaks, — 
other hydrates probably exist. Thus with sulphuric acid of sp. gr. 1-58, at 25°, 
for the 1: 1: 11-salt: 


Ce,(W0,), /Na,WG, in solid 


Lerey 
0 027 OF O06 O08 
Na,WO, /H,0 


Time . 125 25 8:33 23-0 38:0 113-7 756-7 4000 min, 

Loss . . 3:83 4-92 5:78 6-80 7-09 q-96 8:39 8-39 per cent. 
with the 1:3: 16-salt: 

Time . op A2B i) 425 98°33 1 23-0 66-0 39:7 782-7 3991 min. 

Loss . ek Lo iba 5:95 7°30 7:86 9-71), 19:99... 9°09 pen cont, 
and with the 1:5: 23-salt: 

Time . 61:26... 4:92. 8°33. 1823-0 66-0 139-8 783-0 3991 min. 

Loss . . 349 5:06 5:93 (OS CR hee! 8°46 9-95 9-95 per cent. 


According to F. R. M. Hitchcock, a soln. of sodium tungstate added to one of 
lanthanum chloride, in the presence of alcohol, gives a precipitate, presumably 
lanthanum tungstate, which, on drying has a delicate blue colour. H. Traube 
obtained crystals as a sublimate by the method indicated in connection with cerium — 
tungstate. A. Rogers and E. F. Smith prepared ammonium lanthanum tungstate, 
2(NH4)20.La,03.16W03.16H,O, as in the case of the corresponding cerium salt. — 
It is white, and insoluble. A. J. Hégbom dissolved lanthanum oxide and tungsten ~ 
trioxide in a fused mixture of sodium chloride and an excess of sodium tungstate, 
and obtained crystals of sodium lanthanum tungstate, NagLa.(WO,),; if the sodium 
chloride be in excess, crystals of Nagliay(WO,4) 9 are formed. A. Rogers and 


of contact with air. H. Traube obtained crystals of — 
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EH. F. Smith observed that when a dil. soln. of ammonium lanthanum tungstate is 
treated with silver nitrate, white, insoluble silver lanthanum tungstate, 5Ag.0. 
La,O3.16W03.4H,0, is formed; and with barium chloride, white and insoluble barium 
lanthanum tungstate, 5BaO.La,03.16W0O3.16H.O, is produced. F. R. M. Hitch- 
cock prepared preeseodymium tungstate as a greenish-yellow gelatinous pre- 
cipitate on treating a soln. of sodium tungstate with a soln. of preeseodymium 
chloride; and neodymium tungstate was obtained in a similar way as a pale rose- 
coloured precipitate which becomes violet after ignition. A. Rogers and KE. F. Smith 
prepared ammonium preeseodymium tungstate, 2(NH,).0.Pr.03.16W0O3.16H,90, as 
in the case of the corresponding cerium salt. It appears as a green, transparent, 
gummy mass which is sparingly soluble in water. A pink-coloured salt, 3(NH4)20. 
Nd,03.16W0O3.20H,0, was obtained in a similar way. By treating the ammonium 
salt with silver nitrate, greenish-white silver preeseodymium tungstate, 4Ag,0. 
Pr,03.16WO3.8H,0, was prepared; and with barium chloride, white barium 
preeseodymium tungstate, 4Ba0.Pr.03.16WO3.7H,O, as well as 6BaO.Pr2Q3. 
16WO3.9H,O, were obtained. Pink and insoluble barium neodymium tungstate, 
6BaO.Nd,03.16WO3.17H,0, was also prepared by adding barium chloride to a soln. 
of the ammonium salt. H. Traube obtained crystals of didymium tungstate, 


- Dig( WO,)3, as a sublimate as in the case of cerium tungstate. The salt was pre- 


pared by A. Cossa, who gave 6-69 for the sp. gr. at 14°. A. J. Hégbom also reported 
sodium didymium tungstate, NagDi,(WO,)9, by dissolving the oxide in a fused 
mixture of sodium tungstate and chloride with the tungstate in excess—if the 
chloride is in excess, NagO.Di,03.4W0Oz is formed. When barium metatungstate is 
treated with the theoretical quantity of samarium sulphate, and the soln. evaporated 
over conc. sulphuric acid, topaz-yellow crystals of samarium tungstate, Sa,.03. 
12W03.35H.O, were formed—uvide infra, the metatungstates ; they become opaque 
when exposed to light. The sp. gr. is 3-992 to 3-996 at 18-4°. The salt is not 
deliquescent, and is freely soluble in water. A. J. Hégbom prepared sodium 
samarium tungstate, Na,Sa,(WO,)5, from a soln. of samarium oxide in a fused 
mixture of sodium tungstate and an excess of sodium chloride; similarly with 
sodium gadolinium tungstate, NagGd,(WO,)-, using an excess of sodium tungstate ; 
with sodium erbium tungstate, Na,Hr,(W0O,)9, using an excess of sodium chloride ; 
and with sodium yttrium tungstate, NagY.(WO,)7, using an excess of sodium 
tungstate. By treating barium metatungstate with ytterbium sulphate, and con- 
centrating the soln., A. Cleve obtained ytterbium tungstate, Yb.O3.12W0,.35H,0, 
in. prismatic crystals, not deliquescent, stable in air, and freely soluble in water; and 
by fusing a mixture of ytterbium oxide and sodium tungstate and chloride, extract- 
ing the mass with water, the residue contains a pale reddish-grey, microcrystalline 
powder of ytterbium oxytungstate, Yb,O03.WOz, or (YbO),WO,; and colourless, 
acicular crystals of sodium ytterbium tungstate, 4Na.O0.2Yb.03.7WOs3, which can 
be separated by evaporation. If fused with sodium chloride as flux, microscopic 
needles of insoluble 9Na,O.Yb.03.12WOsz3 appear to be formed. 

The silicotungstates were discussed in connection with the silicates—6. 40, 50; 
and the tetaniwm tungstates have not been investigated. O. Kulka 9 reported that 
if a soln. of zirconium nitrate be poured into a cold soln. of ammonium meta- 
tungstate, and the gelatinous precipitate be washed by suction with hot water, 
and dried, the product has the composition zirconium tungstate, 5ZrO..9WOs. 
33H,0; if sodium paratungstate be employed, the dried precipitate has the 
composition 5ZrO,.7WO3.21H,0. Both products are insoluble in water; the 
first is insoluble and the second is soluble in hydrochloric acid. Both may 
be mixtures. L. A. Hallopeau reported ammonium zirconium tungstate, 
3(NH4)20.ZrO5.10W03.14H,0, to be formed by crystallization in vacuo from a 
syrupy soln. of zirconium hydroxide in ammonium paratungstate. The small 
prismatic crystals act strongly on polarized light and show parallel extinction, They 
lose water even in contact with the mother-liquor. The salt is freely soluble 
in water, and is very deliquescent. O. Kulka said that soln. of normal sodium 
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tungstate, and of sodium or ammonium metatungstate, do not dissolve zirconium 
hydroxide. O. Kulka reported potassium zirconium tungstate, K,O. ZrQx. 2W 0s. 
33H,0, to be formed by boiling a soln. of potassium paratungstate with zirconium 
hydroxide, after separating the excess of paratungstate. He represented the 
constitution KO.WO,.0.Zr0.0.WO,.0K. LL. A. Hallopeau found that a boiling 
soln. of potassium paratungstate dissolves zirconium hydroxide, and the soln. 
deposits small crystals of the composition 4K,0.Zr0,.10W03.15H,0, and which 
act feebly on polarized light. When the mother-liquor is concentrated in vacuo, 
it furnishes small prismatic crystals of the composition 4K,0.2Zr0..10W O03.20H,0, 
which act strongly on polarized light, and show extinction at 30° from the 
axis of elongation. Both these compounds are almost insoluble in cold water, are 
converted into insoluble compounds when heated, and yield a mixture of tungstate 
and zirconate when fused with alkali carbonates. In general properties, they 
resemble the silicotungstates; the zirconodecatungstate is analogous in com- 
position to the silicodecatungstate, except that it contains a somewhat smaller 
proportion of water. According to J. J. Berzelius, a soln. of a thorium salt gives 
a white, flocculent precipitate of thorium tungstate when treated with sodium 
tungstate ; and, according to W. Nernst, if a mol of thoria is heated with 2 mols of 
tungsten trioxide a thorium tungstate is formed. A. J. Hégbom prepared micro- 
scopic, tetragonal crystals of sodium thorium tungstate, Na,Th(WQO,),, by dis- 
solving thoria in a fused mixture of sodium chloride and an excess of sodium tung- 
state. G.N. Wyrouboff said that thoria readily dissolves in many acid tungstates 
forming salts of complex acids. 

According to F. de Carli,1° when a mixture of stannous oxide and tungsten 
trioxide is heated, combination begins at about 265°. KE. F. Anthon observed that 
stannous tungstate, SnW0O,.6H,O, is formed as a yellow powder by mixing soln. 
of sodium tungstate and stannous chloride. Hydrochloric acid extracts the 
stannous oxide, and the tungsten trioxide is at the same time reduced to the blue 
oxide. The salt is insoluble in water, slowly soluble in phosphoric acid, and soluble 
in oxalic acid, and potash-lye. W. Lotz found that on mixing soln. of ammonium 
paratungstate and ammonium chlorostannate, a white flocculent precipitate, 
presumably stannic tungstate, 9SnO0..13WO3.nH,0, is formed. It is soluble in an 
excess of the chlorostannate, but not in a soln. of ammonium tungstate. It is 
soluble in phosphoric, oxalic, and tartaric acids, 8. Prakash and N. R. Dhar 
found that the viscosities of a soln. of stannic tungstate, Sn(WO,)..nH,O, having 
8 c.c. of 1:35M-SnCl,, 2 c.c. of water, and 14 c.c. of a 15 per cent. soln. of sodium 
tungstate, at 30°, are: 


Age... el 90 125 168 210 245 283 min. 
Viscosity . 0-01349 0-01570 0-01640 0-01691 0-01807 0-02015 0-02280 


The soln. sets to a firm, white jelly in 10 hrs. G. von Knorre treated a molten 
mixture of a mol of lithium oxide and 2 mols of tungsten trioxide with tin, and 
obtained, presumably, lithium stannic tungstate, 2Li,0.Sn0,.6WOs, as a steel-grey, 
amorphous powder. 

A. Breithaupt,4 described a mineral which he called Scheelbleispath occurring 
at Zinnwald, Bohemia, and at Bleiberg, Carinthia. F. 8. Beudant called it Scheels- 
tine ; and W. Haidinger, stolzite—after Dr. Stolz of Teplitz who first drew attention 
to the mineral. The same mineral occurs in Coquimbo, Chili; at Southampton, and 
Loudville, Massachusetts ; Marianna de Itacolumi, Brazil; Bena e Padru, Sardinia ; 
and the Broken Hill Mines, New South Wales. Analyses of the mineral by 
W. A. Lampadius, K. H. T. Kerndt, W. Florence, C. Hlawatsch, and of artificial 
lead tungstate, PbWO,, by HE. F. Anthon, H. C. Germs, N. 8. Manross, and 
C. Friedheim are in agreement. E. J. Chapman obtained a variety from Coquimbo 
containing 6-37 per cent. of calcium, (Ca,Pb)WO,. Another mineral called raspite— 
after Mr. Rasp, the discoverer of the Broken Hill Mines—was described by 
C. Hlawatsch. It occurs at the Broken Hill Mines, N.S.W., and is also a normal 
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lead tungstate, or possibly Pb.(WO,)3—but stolzite occurs in tetragonal crystals, 
raspite in monoclinic crystals. A mixed molybdate and tungstate, Pb(W,Mo)O,, 
between stolzite and wulfenite from Chillagoe, Queensland, was called chillagite by 
A. T. Ullmann, and C. D. Smith and L. A. Cotton. J. C. H. Mingaye reported 
some analyses. F. Krantz called it lyonite or lionite after D. Lyon. 

F. de Carli said that mixtures of lead oxide and tungsten trioxide begin to react 
at 210°; G. Tammann observed a hump on the heating curve between 480° and 
700° ; and D. Balareff said that the maximum effect occurs at about 700°. W. Jander 
said that the reaction with lead oxide and tungsten trioxide begins at 480°. 
K. F. Anthon, J. Brown, and E. F. Smith and R. H. Bradbury obtained lead 
tungstate as a white, flocculent precipitate by treating a soln. of a lead salt with a 
soln. of potassium tungstate; C. Friedheim mixed lead acetate and metatungstic 
acid in dil. soln.; F. M. Jager and H. C. Germs treated with lead acetate a soln. 
of sodium tungstate, or a boiling, ammoniacal soln. of tungstic acid mixed with 
acetic acid. W. Lotz mixed hot cone. soln. of lead acetate or nitrate and ammonium 
metatungstate, and on cooling, found that the liquid solidified to a crystal magma, 
which was soluble in much water, and from this soln., on spontaneous evaporation, 
crystals of lead metatungstate were formed. KE. F. Smith filtered a soln. of the 
crystal magma at room temp., and evaporated it on an iron plate over a small 
flame. As the liquid became hot, it became turbid and finally deposited a dense, 
white, insoluble powder. This white powder had a composition of the hemipenta- 
hydrate, PoWO4.24H,O. N.S. Manross, and W. Meyerhoffer melted a mixture of 
sodium tungstate and lead chloride ; and L. Michel, a mixture of sodium tungstate, 

lead chloride, and sodium chloride in a crucible lined with magnesia. The cold 
product was lixiviated with water. LL. Michel also used lead sulphate in place of 
the chloride. The crystals formed by the fusion processes correspond with those 
of stolzite. HE. Zettnow found that amorphous lead tungstate becomes crystalline 
when fused with sodium tungstate; and H. Traube that lead tungstate may be 
obtained as a crystalline sublimate be by heating it mixed with sodium and potassium 
chlorides, to a high temp. 

The mineral stolzite occurs in green, yellowish-grey, brown, and red masses 
of crystals indistinctly aggregated. The artificial preparation is colourless. 
According to K. H. T. Kerndt, the crystals are tetragonal with pyramidal hemi- 
hedrism. The axial ratio a: c=1:1:5667; C. Hlawatsch gave 1:1-5606. The 
habit is acute octahedral, and the crystals may form plates or pyramids. The 
(001)- and (111)-changes are imperfect. C. Hlawatsch, and W. Florence examined 
the corrosion figures. The optical character is negative. The crystals of stolzite 
were described by A. Lévy, F. von Kobell, B. K. Emerson, E. Artini, D. Lovisato, 
Hi. Hussak, ¥. C. Naumann, etc. C. Hlawatsch observed that raspite forms mono- 
clinic prisms with the axial ratios a: 6: c=1-3363:1:1:1112, and B=107° 41’ ; 
and with another specimen 1-34497:1:1-11468, and b= 72° 23’. The (100)- 
cleavage is complete. According to E. 8. Larsen, the optic axial angle 2V is nearly 
zero; and the optical character is positive. L. Vegard and A. Refsum found 
that the X- -radiograms corresponded with the lattice parameters a=7-696 A., 
c=12:010 A., a:c=1-1561; a radius of the oxygen atom 1-18 A., of the metal in 
WO,, 1- 04 A., and of the positive ion, 1:17 A. The sp. gr. of raspite has not been 
reported ; that of stolzite given by K. H. T. Kerndt is 8-1032 to 8 1275; and for 
artificial lead tungstate, N. 8. Manross gave 8-232 to 8-238. P. Niggli gave 8-30 
for the sp. gr. of stolzite ; and 54-8 for the eq. vol.; J. J. Saslawsky gave 7-9 to 8-1 
for the sp. gr., and calculated that a contraction of 0-66 to 0-67 occurs in the forma- 
tion of lead tungstate from its elements. F. A. Henglein gave 54-81 for the mol. 
vol. The hardness of stolzite is 2°75 to 3:0; and that of raspite is 2:5 to 3:0. 
K. Cane found the sp. ht. to be 0-077. F. Zamabonini gave 1125° for the m.p. of 
lead tungstate; and F. M. Jager and H. C. Germs, 1123°. The latent heat of 
fusion is said to be smaller than that of lead molybdate. D. Vorlander and 
H. Hempel observed no sign of a transition temp., but F. M. Jager and H. C. Germs 
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found that on cooling, there is a transition corresponding with the passage of what 
they call B-lead tungstate to a-lead tungstate, the form stable at ordinary temp. 
There is only a small thermal change at the transition temp. The transformation 
is more marked in the presence of lead sulphate, and it vanishes in the presence of 


/ 200° 


1 200° 


/ 200° 


eae 


1150° 


/ 000° / 100° 
/065° 
300° 1050" 
864° 
o[ | ae \ eS Jes) 3 [ 
500 > 0-40 «ob 0 0g ay a 0 0 4 «0 
Molar per cent. PbS, Molar per cent. PbW0, Molar per cent.PbWO, 
Fic. 42.—Freezing-point Fig. 43.—Freezing-point Fic. 44.—Freezing-point 
Curve PbSO,-PbWO,. Curve PbCrO,—-PbWO,. Curve PbMoO,—PbWO,,. 


lead chromate and molybdate. In the system: PbSO,-PbWO,, Fig. 42, the solid 
soln. containing B-PbWO, separating at the eutectic temp. contains respectively 
37 molar per cent. of sulphate, and 7 of the tungstate. The eutectic is 
at 995° corresponding with 51 molar per cent. of tungstate. The change 


a-PbSO,=f-PbSO, occurs at 875°, and a-PhWO, 


/ 150° 713)  =P-PbWO, at 859°. The equilibrium diagram of 
‘ the system: PbCrO,-PbWO, is incomplete. There 
ieee is a eutectic at 837°, and the limiting solid soln. 
wee on the tungstate side of the diagram contains 
oye 999° 972 41 molar per cent. of chromate. Lead molybdate 

pee a7 and tungstate, Fig. 43, form an isodimorphous 
S series of solid soln. with a transition temp. at 

750° S| 1082°. A mixture containing 75 molar per cent. 

| VAS of lead molybdate is in equilibrium at this temp. 
650° eee with both kinds of solid soln. In the system: 


OS 200 G0, Gl SU TOU, . . : . 

PbO-PbWO,, Fig. 45, there is one combination, 

Melar per cent. ONT - -: pammoly, lead oxprmestate, or PbO.EbWO, 1H 

Sey Wan R nc ° is PbgWOs, melting at 889°. This compound 

shows no transition temp. corresponding with a 

polymorphous transformation. The transition temp. is 877°. There are eutectics 

at 722° corresponding with 82:5° molar per cent. PbO, and one at 882° correspond- 

ing with 46 molar per cent. PbO. F. Zambonini studied the f.p. of the system 

Ceo(WO,)3-PbWO,, and found for the following percentage proportions of lead 
tungstate : 


PbWO, : aan) 20 40 60 80 100 per cent. 
Wp. {Beginning . 1089° 1103° 1115° 1122 °1123° 115° 
P-{ gral ; pe eee 1092° an) SPT OR et Us: eee 


G. Tammann gave for the heat of formation (PbO,WO3)—45-4 Cals. W. Florence 
found the indices of refraction of stolzite to be w—2-2685, and «2-182 for Na- 
light; and C. Hlawatsch, w=2-2685, and «=2:182. The index of refraction of 
raspite approximates 2-6; and H. §. Larsen gave a=2-27, B=2-27, and y=2-30. 
K. Wartmann found stolzite is a non-conductor of electricity. According to 
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K. F. Anthon, lead tungstate is insoluble in water and in cold nitric acid, but it is 
soluble in potash-lye. H. F. Smith and R. H. Bradbury said that lead tungstate 
is insoluble in a soln. of ammonium nitrate, and the presence of this salt facilitates 
the filtration of lead tungstate from its mother-liquor. L. Kahlenberg and 
W. J. Trautmann found that silicon reduces lead tungstate with difficulty forming 
no free metal or silicide. 

The arsenic tungstates and the arsenato-tungstates have been previously dis- 
cussed, 9. 51, 22; and the antimony tungstates, and the antimonatotungstates, 9. 52, 
14. HK. F. Smith and*R. H. Bradbury 12 obtained insoluble bismuth tungstate, 
presumably Big(WO,)s, by double decomposition by mixing soln. of sodium tung- 
state and bismuth nitrate. F. Zambonini found that normal bismuth tungstate 
is readily obtained by fusing an intimate mixture of bismuth and tungsten trioxides 
in the theoretical proportions, and allowing the mass to cool slowly. The product 
contained some monoclinic crystals with the axial ratios a: b : c=1-006: 1: 1-520, 
and 6=90° 34’. If the monoclinic crystals are heated with an excess of sodium 
chloride for 3 hrs. at 900° to 1000°, and lixiviated with water, the residue contains 
tetragonal, bipyramidal crystals with the axial ratio a : c=1:1-566. The tetragonal 
crystals correspond perfectly with the tetragonal phase both of the normal molyb- 
dates and tungstates of the elements of the yttrium and cerium group, as well 
as of those of the isomorphogenic elements of the calcium-strontium-barium-lead 
group, the value of a:c in these compounds varying from 1: 1-542 to 1: 1-623. 
_.The monoclinic form is distinctly pseudo-tetragonal, 
the axial ratios differing but little from 1:1: 1-566 
and the value of £ but little from 90°. This mono- 
clinic form exhibits undeniable crystallographic re- 
semblances to raspite, the monoclinic form of lead 
tungstate, but the tetragonal bismuth tungstate 
shows far closer resemblances to stolzite, the tetra- 
gonal form of lead tungstate. The sp. gr. of the 
monoclinic crystals is 8-24 at 7:5°, and the m.p. 
is 832°. The f.p. curve of the binary system: 
PbWO,-Bi,(WO,)3 is shown in Fig. 46. The curve — gg ma 
is characteristic of binary mixtures, either forming ¢ oe ais erin ee 
no solid soln. or exhibiting extremely limited mutual MAT el . 
solubility in the solid state. The crystallization F!¢- 46.—Freezing-point Curve 

: 4 3 ; of the System : 

curve first falls rapidly from 1130° to a eutectic point PbWO,-Bi,(WO,)s: 

at about 813°, corresponding with about 73 molar a els : 

per cent. of Big(WO,)3, and then rises directly to 832°. According to C. W. Balke 
and HK. F. Smith, ammonium bismuth tungstate, 3(NH,).0.2Bi,03.11W0O3.10H,0, 
is produced by boiling bismuth hydroxide with a soln. of ammonium paratungstate 
for about two days, filtering the yellow liquid, and allowing it to cool. The oil 
of sp. gr. 3-6 which separates dries to a transparent, yellow, vitreous mass. No 
precipitate was produced on strongly diluting the soln. of this salt with water. 
Ammonium hydroxide caused no change in its cold dil. soln., but, when the latter 
was boiled in the presence of ammonia, a copious white precipitate separated. 
Nitric acid caused no change in the boiling dil. soln. of the salt, but in conc. soln. 
precipitation occurred on the addition of cone. nitric acid. The addition of a large 
vol. of hot water again effected soln. Hydrochloric acid occasioned no change in 
cold or hot dil. soln., while tungstic acid separated on boiling with conc. hydro- 
chloric acid. The corresponding potassium bismuth tungstate, 3K,0.2Bi,03. 
11W03.15H,0, forms a yellow oil which dries to a transparent, pale yellow, vitreous 
mass; and strontium bismuth tungstate, SrO.2Bi,03.11W0Os3.11H,O, appears as 
a yellow oil which solidifies to a wax-like mass, and when dried at 100°, forms a hard, 
yellow, insoluble, vitreous mass. When mercurous nitrate is added to a soln. of 
the ammonium salt, mercurous bismuth tungstate is formed as a yellowish- 
white precipitate. The complex vanadatotungstates have been previously discussed, 
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9.54,14. EH. F. Smith 13 found that complex tungstates are formed with columbic 


and tantalic oxides with tungsten trioxide. 

J. Lefort!4 obtained a dark green precipitate of chromium tungstate, 
Cro(WO,)3.3H,O, by adding a soln. of sodium ditungstate to one of chrome alum ; 
and W. Lotz obtained Cr(WO,)3.30H,O from soln. of normal sodium tungstate 
and chromic chloride. The pale green precipitate is soluble in an excess of the 
soln. of chromic chloride, and in phosphoric, oxalic, and tartaric acids. It loses 
21-27 per cent. or 13 mols. of water when dried over caicium chloride at 100° and 
7 more mols., or 12-19 per cent., when calcined at red-heat. The colour is then 
yellowish-grey. §S. Prakash and N. R. Dhar prepared hydrogels of chromic tung- 
state. J. Lefort obtained chromium oxytungstate, Cr2O(W0O,4)o.5H,0, or CrgOz3. 
2W0O3.5H,0, by pouring a soln. of chromic acetate into a small excess of a soln. 
of sodium tungstate (1:10). The green, pale blue, or violet precipitate dries to 
a green amorphous powder, which after ignition is brown. 100 parts of water 
dissolve 0-25 part of the salt at 15°. By mixing very cone. soln. of eq. proportions 
of chromic acetate and sodium ditungstate, and pouring in alcohol, a dirty green 
precipitate of chromium tetratungstate, Cr.03.4W0Os3.6H.,O, is formed which fur- 
nishes crystalline plates. 100 parts of water at 15° dissolve two parts of the salt. 
According to W. Kantscheff, a warm mixture of soln. of paratungstate and a 
chromic salt contain complex chromitungstates. He considers that the different 
acid tungstates which have been reported are either paratungstates or mixtures 
of the para- and meta-tungstates. 


According to J. J. Berzelius,15 when ammonium tungstate is mixed with a 


hydrochloric acid soln. of molybdenum dioxide, a deep purple-red colour appears, 
from which, if concentrated, ammonium chloride precipitates a red molybdenum 
tungstate, and the mother-liquor retains a pale yellow colour. The precipitate is 
washed with water containing ammonium chloride, and then with alcohol of sp. gr. 
0-87. It is then dried at a gentle heat. The dark purple product is stable in air, 
and is freely soluble in water. The dil. aq. soln. gradually becomes colourless on 
exposure to air owing to the formation of a tungstate of molybdenum trioxide. 
An aq. soln. of the purple-coloured salt is decolorized by ammonia, and it then 
deposits, on standing, a white, powdered ammonium molybdenum tungstate 
which is insoluble in water, and from which soda-lye separates molybdenum 
dioxide. Several of the blue oxides of tungsten have been regarded as tungsten 
tungstates, thus, W;0,, can be represented (WVO),..(WY!0,)a, ete. 
LL. Fernandes neutralized soln. containing stoichiometrical proportions of a 
molybdate and a tungstate by the addition of acetic acid, followed by crystalliza- 
tion ; by the addition of molybdenum to a boiling soln. of a tungstate ; and by mix- 
ing soln. of a polymolybdate and a polytungstate. There were thus obtained potas- 
sium tetramolybdatoditungstate, 2K,0.4Mo03.2W0O3.12H.O, and from the loss of 
water on heating, the co-ordination formula is taken to be K,H¢| Ho(WO,)o(Mo0,4)4]. 
8H.O, potassium trimolybdatoditungstate, 2K,0.3M003.2W0O3.10H,O; potassium 
trimolybdatotritungstate, 3K,0.3M003.3W0O3.9H.O, enneahydrate as well as the 
irthydrate; potassium molybdatopentatungstate, 3K,.0.MoO03.5WO3.5H,O ; potas- 
sium molybdatotritungstate, 2K,0.Mo03.3W0O3.4H,O ; potassium dimolybdato- 
tetratungstate, 3K,0.2M003.4W03.11H,0, or K gH,[Ho(Mo0,4)o(WO,4),4].8H,0 ; 
potassium nickel dimolybdatotetratungstate, KH,{Ni(MoO,4).(WO,)4].nH20, was 
also prepared; potassium molybdatodecatungstate, 5K,0.MoO3.10W03.12H,0 ; 
and potassium molybdatotetratungstate, 2K,0.Mo003.4W0O3.9H,O, or 


Ky ie (Mo,0,)H, 


Ky 
‘13H,O 
Hy wg ftwhes 


(WO,), soa 


The addition of conc. hydrochloric acid to conc. aq. soln. of these salts results in 
the precipitation of the free molybdatotungstic acids as white, amorphous powders, 
and repeated treatment with hydrochloric acid fails to effect a separation of the 
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two acids. Barium salts give white, sparingly soluble, microcrystalline precipitates 
when added to soln. of the molybdatotungstates ; and by the addition of a soluble 
guanidine salt to a boiling soln. of the alkali molybdatotungstate a series of guanidine 
derivatives was obtained. 

J. J. Berzelius observed that a pale yellow precipitate of uranyl tungstate, 
UO,WOs,, is formed when a soln. of a uranyl salt is treated with a soluble tungstate. 
J. Lefort obtained this salt from soln. of uranium acetate and sodium tungstate. 
The salt is insoluble in water, but soluble in strong acids, and in a soln. of ammonium 
carbonate. J. Lefort obtained uranium tungstate, U(W0O,)3.5H,O, as a yellow 
precipitate by treating uranyl acetate with sodium ditungstate ; if normal sodium 
tungstate is employed, the dihydrate, UO2(WO,).2H.O,-is formed as a yellow 
amorphous precipitate, sparingly soluble in water. O. W. Gibbs dissolved uranium 
trioxide in dil. sulphuric acid, treated the soln. with zinc, and then treated 
the insoluble, greyish-green powder with a soln. of sodium paratungstate, dark 
olive-green crystals of sodium uranium tungstate, 12Na,0.6U0,.8W03.25H,0, 
were formed. This is decomposed by nitric acid, and by boiling soda-lye. 
O. W. Gibbs prepared potassium uranium tungstate, 9K,0.6U0O,.8W03.34H,0, in 
a similar way. It is insoluble in hot water and hydrochloric acid; and it pre- 
cipitates silver and mercury salts from soln. of their nitrates; and it undergoes 
double decomposition with calcium and barium chlorides. Ammonium uranium 
tungstate was similarly prepared. 

K. F. Anthon!® treated a soln. of a manganous salt with normal sodium tungstate 
and obtained a greyish-white powder of manganous tungstate, MnWO,.2H,0. 
When the dehydrate is ignited it loses its water and becomes pale yellow, and 
finally melts. The dihydrate is not soluble in cold hydrochloric acid, but it is 
soluble in warm phosphoric or oxalic acid, and less soluble in boiling acetic acid. 
Potash-lye extracts the tungsten as trioxide from the dihydrate. A. Geuther and 
KE. Forsberg melted a mixture of sodium tungstate, manganous chloride, and sodium 
chloride (1: 2 : 2) in a covered crucible lined with magnesia ; extracted the cold mass 
with water; and obtained pale brown crystals of the anhydrous salt MnWOQ,. 
EK. Zettnow said that if an excess of manganous chloride be employed, brownish- 
yellow needles are formed, and with an excess of sodium tungstate, a dirty canary- 
yellow crystalline powder ; and A. Geuther and E. Fosberg obtained dirty yellowish- 
green needles by using an excess of sodium chloride (5: 1:16). The brown crystals 
form a canary-yellow powder of sp. gr. 6-7. E.K. Broch, and P. Groth and A. Arzruni 
found that the crystals are monoclinic with the axial ratio a: b : c=0°-8315: 1: 0-8651, 
and B=89° 38’..E. K. Broch calculated from the X-radiograms, the lattice 
constants a=—4°84 A., b=—5-76 A., and c=—4:97 A.; the axial ratios a:b:c¢ 
=0-841 : 1 : 0-863, and B=89° 7’; with the calculated density 7:18. Twinning 
occurs about the (100)-plane. For natural crystals, vide infra. W. Jander found 
the electrical conductivity of the salt to be about 3000 x 1076 at 970° ; and he cal- 
culated values for the diffusion coeff. W. Jander studied the action of magnesium 
oxide on manganese tungstate. A. Rogers and H. F. Smith prepared red crystals of 
ammonium manganic tungstate, 4(NH,),0.Mn,O03.12W03.23H,0, by boiling an aq. 
soln. of ammonium paratungstate with manganic hydroxide and evaporating the | 
clear liquid. A. Rosenheim and H. Schwer represented it (NH,4),H;[Mn(WO,)g]. 
9H,O. According to A. Just, when a soln. of manganous sulphate is added to a 
boiling soln. of sodium tungstate, manganous tungstate is precipitated. Sodium 
persulphate is now added, and the soln. is boiled for 15 mins., the volume being 
kept constant. The dark red soln. is filtered from a small quantity of manganese 
dioxide, and, after a time, red crystals of sodium permanganic tungstate, 3Na.0. 
5WO3.Mn0,.18H,0, the colour of potassium dichromate, separate. The salt may 
be regarded as a double salt of sodium manganic tetratungstate and sodium tung- 
state, Mn(NaW0O,),.Na,WO,; or it may be represented according to A. Rosenheim 
and H. Schwer’s formula NagH.[MnO(WO,);].17H,O. Soln. of the salt decompose 
slowly in the cold, rapidly on heating, with deposition of manganese dioxide 
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it can, however, be crystallized from soln. of sodium tungstate. Most metallic 
salt-soln. yield precipitates. | 
As indicated in connection with the history of tungsten, the mineral wolfram 
or woliramite was shown by J. J. and F. de Elhuyar 17 to be a tungstate of iron and 
manganese. EK. Riotte, and H. Credner called the mineral hiibnerite when the 
manganese largely predominates, MnWO,, and A. Weisbach called it mangano- 
wolframite. A. Breithaupt described a manganese wolframite as megabasiie, but 
C. F. Rammelsberg showed that it is a variety of hiibnerite, and similar remarks 
apply to the blumite of K. L. T. Liebe. A nearly pure ferrous tungstate, FeWO,, 
was described by K. L. T. Liebe under the name ferberite—after R. Ferber— 
A. Weisbach called it ferrowolframite. The mineral revnite—named after J. J. Rein 
—and described by K. von Fritsch, and O. Luedecke as a tetragonal ferrous tung- 
state, is now regarded as a pseudomorph after scheelite. F. L. Hess showed that 
there is a family group of minerals which can be grouped as wolframites with 
hiibnerite, MnWO,, and ferberite, FeWO,, as end-members and with an indefinitely 
large number of intermediate manganous ferrous tungstates. For the purposes 
of classification, he suggested that hiibnerite should be considered conventionally 
as manganous tungstate contaminated by not more than 20 per cent. of ferrous 
tungstate ; ferberite, as ferrous tungstate contaminated by not more than 20 per 
cent. of manganous tungstate ; and wolframite should come between these limits, 
being a mixture of ferrous and manganous tungstates containing not less than 20 
per cent. and not more than 80 per cent. of either. E. T. Wherry proposed 
another arbitrary system based on the ratio Mn: Fe. If greater than7:1, he 
called them permanganowolframutes ; if between 7: 1 and 5: 3,domanganowolframites ; 
if between 5:3 and 3:5, ferromanganowolframites ; if between3:5 and 1:7, 
Jerrowolframites ; and if less than 1: 7, perferrowolframites. Why not use the term 
5 : 3-wolframite, and so on ; or, using only one number if, say, Mn be conventionally 
made unity, the term 0-6-wolframite ? 


A. Geuther and E. Forsberg, and E. Zettnow obtained imitations of hiibnerite, ferberite, 
and wolframite, with various proportions of iron and manganese by fusing sodium tungstate 
with different proportions of ferrous and manganous chlorides, and an excess of sodium 
chloride. Analyses of htibnerite were reported by W. Beck and N. Teich, I. Domeyko, 
J. B. Ekeley, H. F. Keller, F. A. Genth, IF. N. Guild, W. P. Headden, I’. L. Hess, W. F. Hille- 
brand, W. H. Hobbs, N. von Kulibin, A. H. Low, S. L. Penfield, C. I’. Rammelsberg, etc. 
Analyses of ferberite were reported by W. Beck and N. Teich, F. A. Bernoulli, O. B. Baggild, 
J. E. Carne, J. J. Ebelmen, J. B. Ekeley, L. L. Fermor, R. D. George, W. EH. Greenawalt, 
F. L. Hess, K. L. T. Liebe, O. Luedecke, P. Nicolardot, C. F. Rammelsberg, R. Schneider, 
T. Wada, T. L. Walker, etc. Analyses of wolframite were reported by E. A. Atkinson, 
L. C. Ball, F. A. Bernoulli, J. J. Berzelius, A. W. G. Bleeck, G. Bodenbender, F. Bourion, 
C. A. Burghardt, A. Carnot, J. J. Ebelmen, A. M. Findlayson, P. Geiger, F. A. Genth, 
W.B. Giles, A. de Gramont, C. Granell, W. E. Greenawalt, F. N. Guild, F. L. Hess, F. Hoppe- 
Seyler, R. Helmhacker, W. Hempel, T. S. Hunt, J. D. Irving, A. Jahn, K. H. T. Kerndt, 
J. Lehmann, A. Liversidge, O. Luedecke, R. J. Meyer and H. Winter, P. Nicolardot, 
I. Pargo and A. Arango, P. Pondal and J. Vasquez-Garriga, A. Petzholdt, P. P. Pilipenko, 
G. J. Pépplein, T. Richardson, B. Setlik, F. von Schaffgotsch, R. Schneider, O. J. Steinhart, 
L. Sipéecz, T. Thomson, L. N. Vauquelin, W. L. Walker, G. Weidinger, E. T. Wherry, etc. 


The general formula for the whole family group is (Fe,Mn)WO,. Magnesium 
and calcium oxides are commonly present to the extent of about a quarter per cent. 
A. Carnot reported 0-90 to 1-10 per cent. of tantalum pentoxide in a variety from 
Meymac; W. F. Hillebrand, 0-05 per cent. of columbium pentoxide in a sample 
from Ouray, California; L. Weiss, T. L. Phipson, A. Damour, and E. T. Wherry 
both tantalum and columbium pentoxides in samples from Cornwall, Arizona, 
etc.; G. Eberhard, H. 8. Lukens, and H. Winter, scandium; G. Bodenbender, 
and F. A. Genth, stannic oxide, and copper oxide; H. A. Atkinson, and F. Hoppe- 
Seyler, indium oxide. Molybdenum may also be present. F. L. Hess, M. Kosaki, 
and W. T. Schaller reported Si, Al, Mg, Ca, Cr, Cb, Cu, Mo, Sc, Sr, Ti, and V to 
have been detected in ferberite by means of the spectroscope. 

According to F. L. Hess, ferberite and wolframites are characteristically black ; 
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hiibnerite, reddish-brown, although some specimens are yellowish or nearly black. 
Except in the lighter coloured hiibnerites, the presence of admixed ferberite cannot 
he detected by the eye. The dark-coloured varieties of the mineral are usually 
wolframites. Some specimens of hiibnerite are almost garnet-red, but a specimen 
from Butte, Montana, is in part light yellowish-brown, and in part caramel-brown, 
while one from White Oaks, North Mexico, appears opaque black. Under the 
microscope, thin sections of hiibnerite are light or dark yellowish-brown, or dark 
green by transmitted light. R.Tronquoy found that powdered hiibnerite is sulphur 
yellow, and with plates of decreasing thickness the colour changes in different 
directions are: a, dark red to brown to pale brick-red to olive-green; 6, bright 
red to orange-red to greenish-yellow; and c, orange-red to bright yellow with a 
faint green tinge. Usually the higher the proportion of ferric oxide, the blacker 
the colour; but the black mineral from White Oakes has only 0:55 per cent. of 
ferrous oxide, whereas lighter coloured hiibnerite may contain more ferrous oxide. 
The cause of the dark colour is unknown. MHiibnerite may be pleochroic with 
b yellowish-brown, and c, green. Ferberite is described by F. L. Hess as a black, 


Fig. 47.—Wedge-shaped Fie. 48.—Rhomboidal Fie. 49.—Cuboidal Crystals 
Crystals of Ferberite (x2). Crystals of Ferberite (x1). of Ferberite ( x10). 


opaque mineral which under the microscope may appear red by light transmitted 
through very thin edges—say 0-0001 to 0-0002 inch thick. Ferberite may occur 
coated with hydrated iron oxide, or be so intergrown with it that both the outside, 
and the parts exposed by fracture or cleavage may be brown. Some specimens 
are iridescent owing to thin films of oxide. The mineral may occur in bladed, 
irregularly lamellar, or columnar crystals; and also in granular, coherent masses. 
The crystals may be tabular or prismatic, and the faces in the prismatic zone may 
be vertically striated. The crystals of the wolframite family are all monoclinic, 
and V. Goldschmidt’s value for the axial ratios a: b : c=0-8255: 1: 0°8664, and 
B=89° 32’ is typical of the whole series. Indeed, the crystallographic constants 
of the end-members do not show any characteristic differences. Ferberite has a 
greater tendency to form well-defined crystals than have the other members of 
the series. A. des Cloizeaux gave for the axial ratios of wolframite, a:b: c¢ 
=0-8300 : 1 : 0-86781, and B=89° 21-6’; J. A. Krenner, 0-82447 : 1 : 0-86041, and 
B=89° 39’ 38”; and G. Seligmann, 0-82144:1:0-87111, and B=89° 34’; and 
for ferberite, P. Groth and A. Arzruni gave 0-:8229:1:0-8462, and B=89° 22’. 
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R. Tronquoy gave a:b: c=0-8315: 1: 0-8651, and B=90° 22’ for hiibnerite. 


¥. Machatschky gave 0-8362:1:0:8668, and B=89° 7%’ for hiibnerite, and 


0-8300 : 1 : 0-8678 and B=89° 22’ for wolframite. E. K. Broch found that the crystalg 
are like those of magnesium tungstate. The crystals of ferberite and wolframite 
are frequently wedge-shaped, Fig. 47 (Hoosier Mine, Colorado), and often in elon- 
gated rhomboids, Fig. 48 (Nugget Mine, Colorado), or in cubes, Fig. 49 (Georgia 
A. Mine, Colorado). These forms appear in ores where the crystals have grown in 
open cavities. The photographs, Figs. 47 to 49, are by F. L. Hess. Wolframite 
does not usually show good crystal boundaries, but occurs in tabular or irregular 
masses. Hiibnerite has a marked tendency to form radiating groups of thin-bladed 
crystals, but dense, fine-grained aggregates of closely-packed crystals wherein 
irregular boundaries frequently occur. The shiny cleavage surfaces which are 
developed when these masses are broken may be mistaken for crystal faces. Wolf- 
ramite rarely shows good external crystal forms; and it usually consists of irregular 
ageregates with no external crystal forms, and the individuals may have micro- 
scopic dimensions or be over 5 cms. in diameter. Crystals of all members of the 
series readily split along the (010)-plane. The plane cleavage is at right angles to 
the plane of elongation of the tabular forms. According to A. des Cloizeaux, 
parting is sometimes observed parallel to the (100)- and the (102)-pianes. Twinning 
occurs about the c-axis, with (100) as the composition plane; G. Rose also gave 
(023) as a twinning plane. Observations on the crystals of wolframite were also 
made by C. Anderson, W. H. Miller, A. 8S. Eakle, P. Groth and A. Arzruni, P. von 
Jeremejeff, A. Jahn, K. Jimbo, F. Sandberger, L. J. Spencer, P. Geijer, F. L. Hess, 
and W. T. Schaller; the crystals of hiibnerite were described by J. J. Bravo, 
K. Bertrand, S. L. Penfield, R. Tronquoy, F. L. Hess, D. J. Fisher, and 
W. T. Schaller ; and those of ferberite by C. H. Warren, A. J. Moses, O. B. Béggild, 
F. L. Hess, and W. T. Schaller. P. Groth and A. Arzruni found the optic axial 
angles for red Li-light to be 2H,—93° and 2H,—141°; and 2V=75°. E.S. Larsen 
gave for hiibnerite 2V=73°. The optical characters of wolframite and of hiibnerite 


are positive. KE. K. Broch calculated the following lattice-constants, in A-units, 
from the X-radiograms : 


a b c B arbre Density 
MnwWO, 4:84 5:76 4:97 89° 7 0-841 71:::0:863 7-418 
Hibnerite. 4-82 5:76 4:97 89° 7 0-837: 1:-0-863 7:25 
Wolframite 4:78 5-73 4-98 89° 34’ 0-835: 1:0-:869 7:34 
Ferberite . ; = 4:7] 5-69 4-95 90° 0’ 0-828: 1: 0-870: 7:58 
FeWO, (and reinite) . 4:70 5:69 4:93 90° 0’ 0-825:1:0:°866 7:61 


The sp. gr. of hiibnerite is about 7-2 or 7-3. The artificial manganous tung- 
state prepared by A. Geuther and KE. Forsberg had a sp. gr. of 7-1; A. Breithaupt 
gave for the mineral 7-14; R. Tronquoy, 7:09; P. Geijer, 7-283; and W. F. Hille- 
brand, 7-177 at 24°. The sp. er. of ferberite is near 7:5, though A. Geuther and 
Ki. Forsberg gave for the artificial ferrous tungstate 7-1; and for the mineral, 
C. F. Rammelsberg gave 7-169, and A. Breithaupt, 6-801. L. Sipdécz gave 7-4581 
for a variety with Fe: Mn=2:1. O. Luedecke gave 6-640 for the sp. gr. of reinite. 
A. Geuther and E. Forsberg gave 7-0 for the sp. gr. of artificial (0-3Fe, 0-7Mn) WO, ; 
F. Mohs gave for wolframite 7-155, and A. F. Gehlen, 7-097. For the relation 
between sp. gr. of wolframite and the percentage amount of contained tungsten 
trioxide, the Wolf Tongue Milling Co. gave : 


W Ostet 5 10 15 20 25 30 35 40 44 per cent. 
Sp. gr. . 2°724 2-821 2-951 3-096 3:263 3-432 3-629 3-850 4:094 4-323 


When the mineral is ground to an impalpable powder, or drawn over a surface of — 


rough porcelain—the so-called streak of the mineral—the colour with ferberite 
is dark brown or nearly black, that of wolframite is dark brown to reddish-brown, 
and that of hiibnerite is brownish-red or greenish-yellow. The hardness of ferberite 
is about 5, so that it is easily scratched by a pocket-knife, that of hiibnerite is nearly 


ee 
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the same—R. Tronquoy gave approximately 4 and added that the hardness on 
the (010)-face is smaller than that on the (001)-face—so also is the hardness of 
wolframite which is nearly.5. V. H. Regnault gave 0-09780 for the sp. ht. of 
crystals of wolframite between 6° and 98°; H. Kopp, 0-0930 between 21° and 53°; 
and G. Lindner, 0:09755 at 100° ; 0-09840 at 200°; 0:09949 at 300° ; and 0-10015 at 
350°. EH. S. Larsen gave B=2-40 for the index of refraction of ferberite with Li- 
light, and added that the birefringence is large; for wolframite with Li-light, he 
found a=2-26-2:31 ; B=2°32; andy=2-42 to 2-46; and for hiibnerite, with D-light, 
a=2-17-2:20; B=2-22; and y=2-30-2-32. H. Wartmann, and F. Beijerinck 
found wolframite to be a non-conductor of electricity. C. Doelter gave for the 
electrical resistance, R, of wolframite : 
50° to 813007 2 400° 600° 780° =: 1000° 100° 
Uae . - 1050 690 110 43°8 11-7 419 219 0°83 


EK. T. Wherry observed that ferberite is a good radio-detector. B. Bavink measured 
the magnetic properties of crystals of wolframite. A. Ambronn gave 241 x 1076 
mass units for the magnetic susceptibility, and G. Grenet, 3510-6. E. F. Smith 
found that wolframite dissolves when it is heated with sulphur monochloride. 
F. R. van Horn described replacements of wolframite by scheelite. 

G. Tammann 18 observed that ferrous oxide reacts with tungsten trioxide 
between 480° and 700° forming ferrous tungstate, FeWO,, and D. Balarefft added 
that the reaction proceeds fastest at 700°. H. Debray obtained ferrous tungstate 
by strongly heating a mixture of tungsten trioxide and ferrous oxide in a current 
of hydrogen chloride ; and A. Geuther and H. Forsberg prepared crystals of artificial 
ferberite by fusing together a mixture of sodium tungstate, ferrous chloride, and 
sodium chloride (1:2:2). EH. Zettnow used a similar process. The lustrous, 
black crystals have a sp. gr. 7-1. For H. K. Broch’s lattice-constants, vide supra. 
HK. F. Anthon obtained the trihydrate, FeWO,4.3H,0, as a light brown powder, by 
adding a soln. of a ferrous salt to one of sodium tungstate. The trihydrate is not 
dissolved by cold hydrochloric, sulphuric, or nitric acid, but it is completely dis- 
solved by the boiling acids with the separation of tungsten trioxide; it is not 
soluble in water, but it is dissolved by boiling phosphoric acid, and by hot oxalic 
acid. J. Lefort found that the precipitate obtained by adding a soln. of normal or 
acid sodium tungstate to one of ferrous acetate produces a precipitate too unstable 
for analysis ; but with a soln. of ferric acetate, definite ferric tungstates are formed, 
in the one case ferric trioxytungstate, 2'e,03.3WO3.6H,0, or Fe.03.Feo(WO,)s. 
-6H,0, and in the other case ferric oxytungstate, Fe.03.2W0O3.4H,0, or Fe,0(WO,)o. 
4H,O, or Fe(OH)(WO,).13H,O. Both are yellow precipitates. 100 parts of 
water at 15° dissolve 33:3 parts of the former, and 2 parts of the latter. According 
to W. T. Schaller, the pale yellow, or brownish-yellow ochre from Deer Trail, 
Washington, consists of microscopic, hexagonal plates which are optically isotropic. 
The composition corresponds with ferric dioxytungstate, Fe.0.(WO,).6H,O, and 
he called the mineral ferritungstite. E.S. Larsen gave for the indices of refraction 
of ferritungstite, w=1-80, and «=1-72. 8S. Prakash and N. R. Dhar studied the 
properties of the hydrogel of ferric tungstate. A. Laurent reported a complex 
potassium ferric tungstate, 9K,0.12H,O0.2Fe,03.45W0O3;+54H,O, to be formed 
by melting potassium carbonate and nitrate with an excess of wolframite, and 
digesting the mass with water. The salt separated from that soln. in large regular 
prisms. The soln. of the salt does not give the ordinary reactions for ferric iron. 
S. Prakash and N. R. Dhar prepared a hydrogel of ferric tungstate. A. Laurent 
obtained a basic salt 18K,0.3H,O.Fe,03.45WO03+54H,0 ; and barium ferric 
tungstate, 21Ba0.2Fe,03.45W03.27H,O. The formule are probably not correct, 
and A. Rosenheim and H. Schwer added that thre Darstellung ist nicht reproduzierbar 
—wvide infra, dodecatungstates. 

F. de Carli19 found that the Tone curves of mixtures of cobaltous oxide 
and tungsten trioxide show that a reaction commences at about 255°. H. Schultze 
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obtained crystals of cobaltous tungstate, CoWO,, by melting a mixture of sodium 
tungstate, and cobaltous and sodium chlorides (1:2:2); EH. Zettnow used 
the proportions 6: 1:6. The monoclinic crystals are dark green, and non-magnetic. 
When powdered, the colour of the crystal is violet. E. F. Anthon obtained the 
anhydrous salt by calcining the hydrate. According to H. Schultze, and K. Zettnow, 
at a red-heat the product becomes greenish-blue, at a higher temp., bluish-black. 
EK. K. Broch gave for the lattice constants, calculated from the X-radiograms, 
a—4-66 A., b=5-68 A., c=—4:93 A., a:b: c=—0-820: 1: 0-868, and B=90°; and the 
calculated density is 7-76. E. F. Anthon, and E. F. Smith and R. H. Bradbury 
treated a soln. of normal alkali tungstate with one of a cobaltous salt. The violet 
precipitate when washed and dried forms the dihydrate, CoWO4.2H,0, which loses 
its water at a red-heat ; it is insoluble in water, and cold nitric acid ; it is partially 
soluble in oxalic acid ; and completely soluble in warm phosphoric or acetic acid. 
A. Carnot said that the grey precipitate produced by a cobaltous salt in soln. of 
ammonium tungstate becomes rose-red when dried. It easily oxidizes in air. Its 


composition is 8(NH,),0.2C00.15W03.3H,0. EH. K. Broch found the crystals of 


the anhydrous salt to be monoclinic like those of the magnesium salt. 

F. de Carli found that a mixture of nickelous oxide and tungsten trioxide shows 
evidence of combustion on the heating curve at 260°. H. Schultze obtained nickel 
tungstate, NiW0,, by fusing a mixture of sodium tungstate, and nickel and sodium 
chlorides (1: 2:2). The brown rhombic crystals have the appearance of zine 
blende. E. K. Broch found that the crystals are monoclinic like those of the 
magnesium salt ; and the lattice constants, calculated from the X-radiograms, are 
a=4-68 A., b=5-66 A., c=4-93 A., a:b: c—0-827 : 1 : 0-870, and B=89° 4’; and 
the calculated density is 7-78. F. W. Clarke and J. L. Davis gave 6-8846 for the 


sp. gr. at 20-5°, and 6-8522 for the sp. gr. at 22°. J. Lefort obtained the trehydrate, . 


NiW0,.3H,0, and E. F. Anthon the hexahydrate, NiWO,4.6H,O, as a pale green 
powder, by precipitation from mixtures of soln. of normal potassium tungstate and 
a nickel salt. It loses its water when heated to redness ; it is insoluble in water, 
and soln. of oxalic acid; and it is soluble in boiling phosphoric and acetic acids, 
as well asin warm aq. ammonia. W. Jander gave about 600 x 10-6 for the electrical 
conductivity of nickel tungstate at 980°; and he also obtained values for the 
diffusion coeff. H. O. Schulze studied the action of tungstic acid on soln. of nickel 
chloride. G. L. Clark found the dissociation temp. of nickel hexamminotungstate, 
NiW0O,.6NHs, to be 393° at 760 mm. According to A. Rogers and EH. F. Smith, 
when hydrated nickel sesquioxide is boiled for 8 hrs. with an ammoniacal soln. of 
ammonium paratungstate, and the blue filtered soln. concentrated by evaporation, 
the soln. becomes green as the ammonia is expelled, and simultaneously deposits 
a green powder which redissolves if aq. ammonia is added forming a blue soln. ; 
if the soln. be kept ammoniacal during the evaporation, a greenish-white, crystalline 
powder of ammonium nickelic tungstate, 3(NH,),0.Ni,O3.16 WO,.22H,0, is formed. 
A second ammonium nickelic salt is formed, (NH,),0.Ni,03.4W0O,.7H,0, if ammonia 
be passed through the soln. while it is being evaporated. The first salt is sparingly 


soluble in water once it has separated from soln., and, im consequence, salts are _ 


best obtained by double decomposition with the soln. before it is evaporated. In 
this way, barium chloride furnishes white, insoluble barium nickelic tungstate, 
19BaO.Ni,03.16WOs. 

O. W. Gibbs 2° reported green or yellowish-green crystals of platinic decatung- 
state, PtO,.10W03.4H,0, to be formed by treating the barium salt with sulphuric 
acid, or the silver salt with hydrochloric acid; and pale yellow platinic cositung- 
state, PtO,.20WO3.9H.0, by converting the corresponding sodium salt into the 
mercurous salt, adding hydrochloric acid, and spontaneously evaporating the filtrate. 
According to O. W. Gibbs, when platinic hydroxide is boiled with sodium para- 
tungstate, two isomeric sodium platinic decatungstates, 4Na,0.PtO,.10WOs3.25H,0, 
are formed; one gives olive-green crystals, and the other honey-yellow prisms. 
They are readily soluble in water, and give flocculent or crystalline precipitates 
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with the heavy metals, and the higher alkaloids. O. W. Gibbs reported that the 
deep orange soln. of platinic hydroxide in sodium paratungstate, furnishes, on 
‘standing, crystals of sodium platinic decatungstate, 6Na.O.PtO,.lOWO0s3.28H,0. 
According to A. Rosenheim, when a soln. of a paratungstate is boiled with platinic 
hydroxide, a large portion dissolves forming a deep red liquid; when the mixture 
is heated in a sealed tube at 250° to 300°, rather more platinic hydroxide dissolves, 
and a deep brownish-red liquid is formed, but in neither case could O. W. Gibbs’ 
products be obtained. A. Rosenheim suggested that O. W. Gibbs’ products con- 
sisted of paratungstates containing mechanically-occluded platinic hydroxide, 
coloured by partial reduction. Soln. of metatungstates dissolve platinic hydroxide 
in considerable quantities on boiling, and still more readily when heated in a sealed 
tube, although platinic hydroxide is quite insoluble in water, even when heated 
with it in a sealed tube at 300°; on evaporating these soln., even under diminished 
press., nothing but the unaltered reagents was obtained. When a conc. soln. of 
normal sodium tungstate is boiled with platinic hydroxide, the soln. becomes faintly 
yellowish, much less platinic hydroxide being dissolved than in the case of the acid 
salts; this is opposed to the view that platinic hydroxide acts as an acid. The 
strongly alkaline soln. is filtered as quickly as possible, and, on cooling, a neutral 
compound, exhibiting the reactions of a paratungstate, separates from the filtrate 
in small yellow needles of sodium platinic heptatungstate, 5Na,0.7WO3.2PtO.. 
35H,0 ; this cannot be recrystallized, as it then undergoes decomposition ; on this. 
account a further yield is not obtained by concentrating the mother-liquor, and the 
compound cannot be prepared from dil. soln. of sodium metatungstate. It is a 
double salt of sodium paratungstate (1 mol.) and sodium platinate (2 mols.), as 
the following experiment proves. When the calculated quantities of sodium para- 
tungstate and platinic hydroxide are boiled with sodium hydroxide soln., the same 
salt is formed, but. this is not the case if sodium hydroxide is excluded. It appears, 
therefore, that platinic hydroxide has very weak acidic properties (comparable 
- with those of alumina), which it exhibits only with such alkaline salts as normal 
tungstates ; it dissolves in para- or meta-tungstates as a base. 

O. W. Gibbs gradually added hydrochloroplatinic acid to a boiling soln. of 
sodium tungstate containing a considerable excess of sodium hydroxide, and 
treated the yellow soln. with an excess of acetic acid. Topaz-yellow crystals of 
sodium platinic cositungstate, 9Na,O.PtO,.20W0.,.58H,O, were formed. The 
salt loses water and oxygen when heated. It can be recrystallized without decom- 
position ; the soln. is acidic to htmus. With ammonium chloride, the soln. gives 
a precipitate of sodium ammonium 1 : 4-paratungstate; thallous nitrate gives a 
granular precipitate—thallous platinic cositungstate ;  cobaltic hexammino- 
trichloride, pale brown plates—cobaltic platinic hexamminocositungstate ; copper 
sulphate, a pale blue precipitate—copper platinic cositungstate ; silver nitrate, 
a white precipitate—silver platinic cositungstate ; and mercurous nitrate, a pale 
yellow, amorphous precipitate—mercurous platinic cositungstate. By boiling 
platinic hydroxide with sodium paratungstate honey-yellow crystals of sodium 
platinic triacontatungstate, 12Na,0.Pt0,.30W0O,.72H,O, are formed. The salt is 
dehydrated on a water-bath. O. W. Gibbs also obtained sodium diplatinic triacon- 
tatungstate, 15Na,0.2Pt0,.30W03.89H,0, in dull, yellow crystals, easily soluble 
in water, by the action of hydrochloroplatinic acid on sodium tungstate in the pre- 
sence of an excess of sodium hydroxide, and then treating the soln. with an excess 
of acetic acid. The aq. soln. is acid to litmus, and with an ammonium salt furnishes 
ammonium diplatinic triacontatungstate ; with a potassium salt, potassium 
diplatinic triacontatungstate ; with barium chloride, barium diplatinic triaconta- 
tungstate ; and with mercurous nitrate, mercurous diplatinic triacontatungstate. 

O. W. Gibbs added that qualitative tests indicate that iridium, ruthenium, 
palladium, and osmium form similar salts, 
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§ 18. The Ditungstates and Tritungstates 


The conditions of equilibrium of lithium ditungstate, Li,W.0,, according to 
J. A. M. van Liempt,1 and F. Hoermann are shown in Fig. 25. The crystals are 
probably rhombic, and the compound melts at 745°, and has a transition point at 
687°. G. von Knorre melted a mixture of a mol of sodium carbonate and 2 mols 
of tungsten trioxide and obtained, on cooling, a mass of acicular—probably rhombic 
—crystals of sodium ditungstate, Na,O.2WOs3. It dissolves completely when 
heated for some hours with water at 130°-150°, and the alkaline soln. does not 
crystallize ; it contains sodium tungstate and metatungstate. I. Traube found the 
drop weight of the molten salt to be 189 when that of water at 0° is 100. F. Hoer- 
mann, and J. A. M. van Liempt studied the conditions of equilibrium, Fig. 25; 
the compound has a m.p. of 738°, and a transition temp. of 747°. V. I. Spitzin 
and L. Kaschtanoff found the reaction with hydrogen chloride is to form the oxydi- 
chloride and normal tungstate which reacts as previously indicated. OC. Scheibler 
studied the action of phosphoric acid on the tungstate; and J. Lefort obtained 
quinine ditungstate by the action of a soln. of quinine. J. Lefort reported the hexa- 
hydrate to be formed in prismatic crystals when a cold, sat. soln. of sodium tungstate 
is mixed with acetic acid—if oxalic acid is used, the product is contaminated with 
sodium oxalate. The salt is stable in air ; it melts in its own water of crystallization ; 
and 100 parts of water at 15° dissolve 13 parts of the salt. G.von Knorre could 
not prepare this salt, but always obtained the paratungstate instead. C. Friedheim 
reported that prismatic crystals of the dodecahydrate separate from the mother- 
liquor obtained in preparing sodium vanadatotungstate. Itis decomposed by water 
into normal tungstate and paratungstate. For the observations of V. I. Spitzin, 
and others, on the reduction of the ditungstates, vide supra, sodium bronzes. 
A. Riche fused an equimolar mixture of tungsten trioxide and potassium tungstate, 
poured the mass on a cold marble slab, and obtained a colourless crystalline mass. 
EH. F. Anthon made a similar experiment. According to J. Lefort, if acetic or 
oxalic acid is gradually poured into a cold, conc. soln. of potassium tungstate, a 
white, curdy precipitate of potassium ditungstate, K,0.2W0Os3.2H,0, is formed. 
100 parts of water at 15° dissolve 8 parts of the dihydrate. If the soln. in boiling 
water be cooled, the trehydrate separates out. 100 parts of water dissolve 2 to 3 
parts of the salt. M. Amadori’s thermal analysis showed that a potassium ditung- 
state exists. As in the case of sodium ditungstate, G. von Knorre could not verity 
J. Lefort’s observations, since the paratungstate was always formed. O. W. Gibbs, 
C. Gonzales, and EK. F. Smith were unable to confirm J. Lefort’s observation—wwde 
infra, the decatungstates. J. A.M. van Liempt’s study of the system K,WO,.WOs 
does not show the existence of any stable ditungstate, Fig. 33. 

HK. F. Anthon said that if a soln. of a copper salt is treated with an alkali ditung- 
state, a pale green precipitate of copper ditungstate, Cu0.2W0O3.4H,0, is formed. 
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It is decomposed by heat, with the loss of water. It is then brown. The salt is 
soluble in aq. ammonia, and is decomposed by nitric acid. Many of the ditung- 
states reported by the early workers appear to have been paratungstates. J. Lefort 
obtained anhydrous calcium ditungstate, CaO.2WO3, as a white precipitate by 
treating a soln. of calcium acetate with sodium ditungstate at 15°. 100 parts of 
water dissolve 0-2 part of the salt. If the mother-liquor be evaporated, or if the 
precipitate be boiled with water, white plates of the trihydrate are formed. At 
15°, 100 parts of water dissolve 3-3 parts of the salt. E. F. Anthon obtained what 
he regarded as strontium ditungstate, SrO.2W0O3.4H,O, by double decomposition ; 
and J. Lefort obtained a trihydrate as a white precipitate by the action of a soln. 
of sodium ditungstate on one of strontium acetate. KE. F. Anthon’s product was_ 
insoluble in cold water, but soluble in hot phosphoric and oxalic acids. J. Lefort 
prepared barium ditungstate, BaO.2WO3.H.O, as in the case of the calcium salt. 
It is more soluble in water than normal barium tungstate. J. Lefort prepared 
magnesium ditungstate; Me0.2WO;3.8H.O, by warming a mixture of magnesium 
hydroxide with an excess of tungstic acid, and a little water on a sand-bath for 
several hours’ replacing the water lost by evaporation from time to time. Prismatic 
crystals are formed ; at 15°, 100 parts of water dissolve one part of salt. An aq. 
soln. of magnesium tritungstate deposits a basic salt, 3MgO.2W0O3.4H,0, after 
some hours. J. Lefort obtained zine ditungstate, ZnO.2WO.;.3H,O, in acicular 
crystals, by concentrating a mixed soln. of a zinc salt and sodium ditungstate ; 
100 parts of water at 15° dissolve 10 parts of the salt. KE. F. Anthon treated an 
excess of a boiling soln. of mercuric chloride with sodium tungstate and obtained 
a white insoluble precipitate of mercuric ditungstate, HgO.2W0Os3, which is decom- 
posed by soda-lye to form red mercuric oxide. 

J. Lefort mixed soln. of lead acetate and sodium ditungstate and obtained 
lead ditungstate, PbO.2W0Os;.2H,O, as a white precipitate which loses its water 
when heated; it melts at a red-heat; and at 15°, 100 parts of water dissolve 
1-25 parts of salt. J. Lefort mixed soln. of bismuth acetate and sodium tritung- 
state in the presence of alcohol, and obtained bismuth ditungstate, Bi,(W.07)s. 
8H.0, as a white precipitate. 

EK. F. Anthon obtained ferrous ditungstate, FeO.2W0O,.2H,.0O, as a brick-red or 
brown precipitate by treating a soln. of a ferrous salt with an alkali ditungstate 
—J. J. Ebelmen used ammonium ditungstate. The salt is not soluble in water, 
but it dissolves in hot oxalic or phosphoric acid; dil. hydrochloric acid extracts 
the iron, but with the conc. acid some ferrous iron is oxidized and some blue tungsten 
oxide is formed. Cold alkali-lye extracts tungsten trioxide. EH. F. Anthon obtained 
a reddish-brown precipitate of cobalt ditungstate, CoO.2W0O3.3H,0, by treating a 
cobalt salt soln. with sodium ditungstate. The precipitate is insoluble in water, 
sparingly soluble in oxalic acid, and soluble in warm phosphoric acid, acetic acid, 
and aq.ammonia. K. F. Anthon also reported nickel ditungstate, NiO.2W03.4H.,0. 
As indicated above, many of these ditungstates are now thought to be paratung- 
states. 

J. C. G. de Marignac 2 obtained normal ammonium tungstate by evaporating 
over quicklime a soln. of hydrated tungstic acid in aq. ammonia; but, on one 
occasion he obtained ammonium tritungstate, 4(NH,).0.3W0O3.3H,0, in indistinct 
crystals which dissolve in aq. ammonia, forming the normal salt; the aq. soln. 
soon deposits crystals of the normal salt. E.T. Allen and V. H. Gottschalk added 
hydroxylamine hydrochloride to a soln. of sodium tungstate, and obtained white 
crystals of hydroxylamine tritungstate, 4(NH,OH).83W0O3.3H,O. When dry, the 
colour is pale yellow. The salt decomposes vigorously when heated; and it is 
freely soluble in water. 

C. Scheibler obtained sodium tritungstate, 2Na,0.3W0Os3.7H,O, as a decomposi- 
tion product of sodium paratungstate, for when that salt is heated to redness, and 
when cold, extracted with water, a tetratungstate remains undissolved. The aq. 
extract, on evaporation, furnishes first a crop of crystals of paratungstate, and 
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then a crop of the tritungstate. This salt melts at a dull red-heat; it is freely 
soluble in water ; and the aq. soln. reacts alkaline. J. Lefort studied the action of 
quinine on the alkali tritungstates. J. Lefort obtained the tritungstate, 
Na,O0.3W0O3.4H,O, by adding a conc. soln. of sodium ditungstate, drop by drop, 
to boiling acetic acid. The white, gelatinous precipitate dissolves in its own 
weight of water, and the aq. soln. when evaporated over quicklime and sulphuric 
acid, furnishes prismatic crystals. According to J. Lefort, if a conc., aq. soln. of 
normal potassium tungstate is poured into boiling conc. acetic acid, potassium 
tritungstate, K,0.3W03.2H,0, is formed ; but if the soln. is not filtered at once, 
the metatungstate is formed. The white precipitate is soluble in 5 or 6 times its 
weight of water at 15°. The salt is obtained in fine needles and prisms when the 
aq. soln. is evaporated over quicklime, and conc. sulphuric acid. If the aq. soln. 
is boiled a long time, the ditungstate is formed which separates in scaly crystals, 
while the normal tungstate remains in soln. If boiled with acetic acid, for a long 
time, the metatungstate is produced. M. Amadori’s thermal analysis showed that 
a tritungstate of potassium can exist; and F. Hoermann’s equilibrium diagram, 
Fig. 35, shows that potassium tritungstate has an incongruent m.p. at 660°. 

J. Lefort was unable to prepare copper tritungstate, Cu0.3W0O3.nH,0, by adding 
alcohol to a soln. of aq. proportions of copper acetate and sodium tritungstate. 
By mixing soln. of calcium acetate and sodium tritungstate, J. Lefort obtained 
a white, curdy precipitate of calcium tritungstate, Ca0.3W0O;.6H,O, soluble in 
cold water; and similarly with strontium tritungstate, SrO.3W0O;.5H,O; and 
with barium tritungstate, BaO.3WO0;.4H,O. At 15°, 100 parts of water dissolve 
0-33 part of the salt. The tetrahydrate is not decomposed by cold water, but with 
boiling water, the ditungstate and tetratungstate are formed. C. Scheibler obtained 
the hexahydrate as a white powder by the action of cold water on barium meta- 
tungstate. J. Lefort obtained white magnesium tritungstate, Mg0.3W0;.4H,0, 
by pouring a mixed soln. of magnesium acetate and sodium tritungstate into 
alcohol. The salt is soluble in water, and after the soln. has stood for some hours, 
deposits a basic salt, 3MgO.2WO3.4H.0. O. W. Gibbs obtained zine tritungstate, 
Zn0.3W03.5H20, which he represented by 2Zn0.6WO3.10H,0, by heating a soln. 
of sodium pentatungstate mixed with zinc sulphate. The soln. deposits aggregates 
of acicular crystals which are almost insoluble in boiling water, but soluble in soln. 
of zinc sulphate, and sodium tungstate. J. Lefort. obtained cadmium tritungstate, 
CdO.3WO03.4H,0, as a white precipitate by adding alcohol to a mixed soln. of 
cadmium acetate and sodium tritungstate, and allowing the liquid to stand, 
J. Lefort obtained mercurous tritungstate, 2Hg,0.3WO3.8H,O, by dissolving 
mercurous nitrate, by the aid of glycerol, in water, and pouring the filtered soln. 
into a conc. soln. of sodium ditungstate. The pale yellow, stable precipitate loses 
water when warmed ; 100 parts of water dissolve one part of the salt; but he was 
unable to obtain a tritungstate by pouring the soln. of mercurous nitrate in glycerol 
into a soln. of sodium tritungstate. The white precipitate first formed immediately 
blackened owing to the separation of mercury. KE. F. Anthon treated a soln. of 
mercuric nitrate with normal sodium tungstate and obtained mercuric tritung- 
state, 2HgO0.3WOs, as a white, insoluble powder. J. Lefort obtained the hepta- 
hydrate, Hg0.3WO3.7H,0, by pouring a soln. of 2 eq. of sodium ditungstate into a 
sat. soln. of an eq. of mercuric chloride, and allowing the soln, to crystallize. The 
prismatic crystals, when heated, lose water while retaining their external crystalline 
form. At 15°, 100 parts of water dissolve 0-83 part of salt. J. Lefort mixed soln. 
of lead acetate and sodium tritungstate in excess, and obtained lead tritungstate, 
PbO.3WO3.2H,0, as a white powder, which is very sparingly soluble in water with 
partial decomposition. 

C. F. Rammelsberg added ordinary ammonium tungstate to an aq. soln. of 
uranium tetrachloride, and obtained uranium tritungstate as a brownish-green 
precipitate, (U0,)3WO3.6H,0. Boiling potash-lye extracts all the tungsten trioxide 
from the moist precipitate, but only part if the precipitate has been dried; and 
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similarly with aq. ammonia. Nitric acid extracts the uranium, and leaves the 
tungsten trioxide. This compound is used in the manufacture of fluorescent screens 
for X-ray work. J. Lefort prepared uranyl tritungstate, UO,.W3;0;9.5H,O, from 
a soln. of uranium acetate and sodium tritungstate. 

J. Lefort obtained manganous tritungstate, MnO.3WO;.5H,O (dried at 100°), 
by adding alcohol to a mixed soln. of manganous acetate and sodium tritungstate. 
The precipitate is decomposed by cold or hot water forming di- and tetra-tungstates. 
J. Lefort prepared cobalt tritungstate, Co0.3W0Os3.4H,0, in the case of manganous 
tritungstate. The rose-red precipitate is decomposed by water. Greenish-white 
nickel tritungstate, NiO.3W03.4H,O, was similarly obtained. 
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§ 14. The Paratungstates 


The alkali tungstates are numerous and unusually complex. Salts of essentially 
different formule approach so closely in percentage composition, that the differences lie 
very near the unavoidable errors of analysis. The analyses are hardly sufficiently close 
to decide the question upon purely analytical grounds.—O. W. GIBBs. 


The so-called paratungstates are, in the literature, represented by the formula 
3R,0.7WO3.nH,0, or by 5R,0.12WO03.nH,0—vide supra, paratungstic acid. 
A. Rosenheim! employed the co-ordinate formula R;H;{ Ho(WO,4)¢].nH.O0. The usual 
product of the action of tungstic acid on aq. ammonia is ammonium paratungstate, 
5(NH4)20.12W03.11H20, or 3(NH4)20.7WO3.6H,O, or (NH4)5Hs5[Ho( WO,)¢]H.0. 
Thus, by concentrating an ammoniacal soln. of normal ammonium tungstate, 
or a soln. of tungstic acid in aq. ammonia, T. M. Taylor, W. Lotz, EH. F. Anthon, 
and J. C. G. de Marignac obtained crystals of this salt. L. A. Hallopeau obtained 
it from a soln. of paratungstic acid neutralized by ammonia; and EK. Schaefer, by 
the electrolysis of a soln. of ammonium tungstate in a compartment cell—vide 
fra, sodium paratungstate. For C. Friedheim and R. Meyer’s process for 
preparing the salt free from molybdenum, wide infra, sodium paratungstate. 
T. M. Taylor observed that a hot soln. furnishes needles of the pentahydrate, but, 
if the soln. is just warm, plates of the henahydrate are produced. According to 
J. C. G. de Marignac, the pentahydrate forms monoclinic prisms with the axial 
ratios a:b: c=1-0442:1:0-7871, and B=109° 50’. Twinning occurs about the 
(001)-plane. The salt loses 2:15 per cent. of water at 100°; and ammonia begins 
to come off at 60°. The hot aq. soln. deposits crystals of the pentatungstate. 
According to O. W. Gibbs, a soln. of commercial ammonium tungstate in aq. 
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ammonia, when filtered, and treated with acetic acid, furnishes crystals of the 
hexahydrate, 5(NH,4)20.12WO3.6H,O; A. Rosenheim and A. Wolff showed that 
the salt forms both the henahydrate and the heptahydrate—vide infra. 

The henahydrate was analyzed by J. C. G. de Marignac, W. Lotz, C. Scheibler, 
A. Riche, E. Wegelin, J. J. Berzelius, HE. F. Anthon, L. A. Hallopeau, A. Laurent, 
HK. Schaefer, and A. Pinagel. According to A. Laurent, the salt is dimorphous, 
and, added HK. F. Anthon, needles are obtained if slowly crystallized, and plates 
if rapidly crystallized; while A. Riche said that needles are deposited from a 
soln. at 50°-60° ; and plates from a cold soln.; and EK. Zettnow, that a warm soln. 
furnishes scaly crystals and a cold soln., prisms. According to J. C. G. de Marignac, 
the needles are pseudorhombic with the axial ratios a:b: c=0-7995 : 1 : 0-4582, 
and K. H. T. Kerndt added that the crystals are complex twinned forms 
of monoclinic plates. The crystals were also discussed by J. Schabus. 
J. C. G. de Marignac said that the plates are triclinic pinacoids with the axial 
eaoe ot 0-91a0 2h O-121b4, “and a=—65° 47, B=117° 33’, and y=119° 2" 
J. J. and F. de Elhuyar said that the crystals are stable in air, but they cannot 
be dehydrated without the loss of ammonia. According to A. Riche, W. Lotz, 
and J. C. G. de Marignac, the acicular form at 100° loses from 3-23 to 3-87 per cent. 
of water; and the tabular form 3-80 to 4-72 per cent. J.J. and F. de Elhuyar 
found that at a red-heat the salt is decomposed giving off water, ammonia, and 
nitrogen, and leaving behind the blue oxide or, if air be present, tungsten trioxide 
—as a pseudomorph of the tungstate (H. F. Anthon). T. M. Taylor found that 
at 100°, the acicular crystals lose 6 mols. of water; and inferred that the remaining 
5 mols. are more closely associated in the molecule ; and from the easy transforma- 
tion of the para- into the meta-tungstate it is assumed that the 4 mols. of ammonia 
in the para-salt are differently combined in the molecule. If the henahydrate is 
deposited from a warm soln., continuously stirred, W. Lotz said that it is only 
sparingly soluble in water. HE. F. Anthon found that 100 parts of cold water 
dissolve 3-6 to 4-0 parts of the salt; W. Lotz, 3-83 parts at 10-7°, ana 1-69 parts 
at 100°; A. Riche, 3-003 parts in the cold, and 10-7 parts at 100°; and J. C. G. de 
Marignac, 2-63 to 4-54 parts at 15° to 18°. A. Rosenheim and A. Wolff found 
the solubility of the ammonium salt, S grms. of eae H,),0.12WOz in 100 grms. of 
 soln., to be: 


ie 25 c Sue Seeks Bae 62° Gon 
Dee . 1:064 1-586 2-424 4-341 3°280 6-145 7971 
: ea, 
11-hydrate 7-hydrate 


_ —vide the normal tungstate for its existence in aq. soln. W. Lotz added that the 
salt loses ammonia in boiling water, forming the more soluble metatungstate, and 
J.C.G. de Marignac also noted that the salt gradually changes in aq. soln. B. Kellner 
observed that the soln. of the salt in hydrogen dioxide is yellow, and when dried, 
it leaves an amorphous mass. KH. F. Smith observed that aniline hydrochloride gives 
no precipitate with sodium and ammonium tungstates and meta-tungstates, but 
gives one with the paratungstate before, not after, the soln. is boiled. This shows 
that boiling water hydrolyzes the paratungstate into one of the other salts. 
According to T. M. Taylor, if dry ammonia, at about 14 mm. press., is passed over 
the acicular crystals, at 100° to 250°, about 9 mols. of water are given off; and at 
100°-160° ammonia is absorbed to the extent of 3-2 mols. at 130°, but the actual 
amount varies with the temp. At 250°, the colloidal salt is formed containing 
tungsten trioxide. The composition of the product, assuming that a common 
nucleus, NH,OH.2WO3, is present, can be represented by the mol. ratios: 
PVEORes wos) NOM VN at 100° is’ 6: 45>" at’ 110-120" 651: 5; 
Wier eo or ar GO 6° 22 sat 200°) 6 22) and at’ 250°, 
4(NH,OH.2W0O3).4WO3.4NH3. E. F. Anthon found the salt to be insoluble in 
alcohol. D. Klein studied the action of boric acid on the salt. A. Laurent, and 
J. C. G. de Marignac evaporated a soln. of ammonium paratungstate mixed with 
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a little nitric acid, or a soln. of ammonium paratungstate mixed with an excess of 
ammonium nitrate, and obtained hexagonal, prismatic crystals of ammonium 
nitratometatungstate, NH,NO3.2(NH,).W,013.4H.O. The salt loses half its 
water at 100°; and when heated, decrepitates, and decomposes without melting. 

C. Scheibler prepared lithium paratungstate, 51i,0.12W03.33H,0, or 
3Li,0.7WO3.19H,0, by adding tungstic acid to a soln. of lithium carbonate until 
the mixture is neutral to litmus; and evaporating slowly over conc. sulphuric 
acid. The rhombic plates or prisms are stable in air, and the salt is more soluble 
in water than the corresponding sodium or potassium salt. The ordinary sodiwm 
tungstate of commerce is sodium  paratungstate, 5Na,0.12WO3.mH,0, 
3Na,0.7TWO3.nH,0. F. Wohler, and F. J. Malaguti prepared a salt with the 
composition Na,0: WO3=3:7 by fusing sodium tungstate with the required 
proportion of tungsten trioxide. The hydrated salt is manufactured by fusing 
wolframite with soda-ash, lixiviating the product with water, nearly neutralizing 
the boiling soln. with hydrochloric acid, and crystallizing—vide supra, the extrac- 
tion of tungsten. Aq. soln. of the salt were obtained by E. F. Anthon by saturating 
a soln. of sodium hydroxide, carbonate, or tungstate with tungstic acid; . by 
C. Scheibler, O. W. Gibbs, G. von Knorre, and C. Gonzalez, by treating a boiling 
soln. of sodium tungstate with hydrochloric acid until it is faintly acid to litmus 
—C. Friedheim and R. Meyer recommended the process for preparing the salt 
free from molybdenum previously described in connection with the extraction 
of tungsten ; by V. Forcher, by saturating an aq. soln. of normal sodium tungstate 
with carbon dioxide; by G. von Knorre, by mixing soln. of 5-8 grms. of 
Na,0.4WO3.10H,0 and of 2 grms. of Na,0.WO3.2H,O ; and by EH. Schaefer, by 
the electrolysis of a soln. of sodium tungstate in a compartment cell. The current 
acts by removing sodium hydroxide from the normal tungstate. A. Lottermoser 
thus described the process : . 


A soln. of 51 grms. of dihydrated normal sodium tungstate in 200 ¢.c. of water is 
placed in a 250 c.c. porous pot which stands in a beaker containing 750 c.c. of 0-1N-NaOH. 
An anode consisting of a coil of platinum wire is placed in the porous cell, and the electrolysis 
carried out with a current of 2 amperes until the sodium hydroxide has increased in con- 
centration by the calculated amount. When this state is reached, the anode solution is 
allowed to crystallize ; sodium paratungstate separates in large, vitreous crystals. 


Several hydrates have been reported to have been obtained from the aq. soin. 
of sodium paratungstate. If the soln. be evaporated at ordinary or slightly elevated 
temp., the octocosihydrate, 5Na,z0.12W0O3.28H,O, or, according to C. Scheibler, 
3Na,0.7WO3.16H,0, is formed. Analyses were reported by A. Laurent, J.C. G. de 
Marignac, EK. Zettnow, O. W. Gibbs, G. von Knorre, C. Friedheim and R. Meyer, 
and L. A. Hallopeau. EH. F. Anthon gave Na,O: WO3;: H,O=1:2:4; W. Lotz, 
3:7:14; and V. Forcher, 2:5:12. The colourless or white crystals were 
found by J. C. G. de Marignac to be triclinic pinacoids with the axial ratios 
a:b: c==06341:1):.1:1148, and a=93° 56’; P=113° 36'3 andy=—8)" D0. The 
habit is usually tabular. C. Scheibler thought that the crystals were monoclinic, 
and he gave 3-987 for the sp. gr. at 14°. According to E. F. Anthon, J. C. G. de 
Marignac, and C. Scheibler, the crystals are stable in air, but they effloresce in 
dried air; thus, when kept over conc. sulphuric acid for 8 days two-thirds of the 
water was removed. At 100°, a loss of 10-42 to 12 per cent. was observed. 
A. Rosenheim found a loss of 24 mols. of water at 100°, and this led him to write 
the formula Nay oH4{H4(W0O,)¢(W.07)3].24H,0, and later, R;H;[H2(W0x4)g].nH29 ; 
and A. Rosenheim and A. Wolff titrated the salt electrometrically with phenol- 
phthalein as indicator and the results were in accord with this formula. 
H. Copaux observed a loss of 23 mols. of water at 110°; 24 mols. at 150°; 25-6 
mols. at 200°; and 26-6 mols. at 250°. E. F. Anthon, C. Scheibler, and J. C. G. de 
Marignac observed that almost the whole of the water is expelled at 300°, and the 
residue forms a clear soln. with water; at a still higher temp., the salt melts 
forming a liquid which looks like a yellow oil. When the cold solid is extracted 
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with water, there remains insoluble NagO.4WQO3, and NagWO, and 2Na,0.3WOs. 
7H,O pass into soln. G. von Knorre said that the salt decomposes into NagWO, 
and Na,O0.4WOsz when it is fused. EF. Wohler observed that when the dehydrated 
salt is heated in hydrogen, it forms a golden-yellow sodium-tungsten bronze ; 
and L. A. Hallopeau observed that if heated with zinc powder, a golden-yellow 
sodium tungsten bronze is formed, as well as normal zinc tungstate, and, in some 
cases, tungsten itself. HEH. F. Anthon said that 100 parts of cold water dissolve 
12:5 parts of salt. J.C. G. de Marignac said 8-33 parts, and V. Forcher, 7-94 
parts at 22°. HK. F. Anthon said that the aq. soln. tastes at first sweet, and then 
rough and bitter. J.C. G. de Marignac found that soln. of the salt saturated at 
35° to 40°, and cooled to 18° to 20°, contain, per 100 parts of water, after standing 
for different periods of time : 


1 12 77 Paay 410 days 
Salt 62 10°64 8-88 9-16 8-40 8:52 parts 


When heated, the solubility increases, and a deep-seated change occurs. Thus, 
a sat. soln. boiled for different periods of time, and cooled to 16° to 20°, contained 
in 100 parts of water : 


1 2 12 72 222 405 days 
Salt . 147-0 109-8 38:6 14-5 10-26 11-36 parts 


When these modified soln. are evaporated in air, the residue contains unchanged 
salt and 3Na.0.7W0O3.21H,0. A. Rosenheim and A. Wolff gave for the 
solubility, S grms. per 100 grms. of soln. : 

0° ae 21° 30° 40° 49° 59° 64° 73° 
ae aia ke 4-29 7:41 11-15 15-11 20:34 27:90 31-11 36-70 


The vap. press. experiments over sulphuric acid of different sp. gr. indicated that 
there are 4 mols. of constitutional water. KH. Wegelin measured the f.p. of soln. 
of sodium paratungstate, but was unable to decide between the 3: 7-formula and 
the 5: 12-formula. The calculated mol. wt. indicates that the salt in aq. soln. is 
probably resolved into sodium hydroxide and a metatungstate, and the results 
slightly favour the 3: 7-formula. C. Scheibler said that the aq. soln. of sodium 
paratungstate has a neutral reaction; EH. F. Anthon reported that it reddened blue 
litmus ; G. von Knorre, that when freshly prepared, the aq. soln. is neutral, but 
when boiled and cooled, it is acid to phenolphthalien, and alkaline to tropeolin. 
It is assumed that when the soln. is kept for a long time, or boiled, it decomposes 
into normal sodium tungstate and Na,O.4WO3.nH,O. H. Schmidt found that 
the salt can be titrated with a soln. of sodium hydroxide by using phenolphthalein 
or rosolic acid—z.e. aurim—as indicator ; the results agreed with the 5 : 12-formula. 
G. Jander and co-workers’ observations on the rate of diffusion, and the H’-ion 
concentration, agree with the assumption that the so-called sodium paratungstate 
is a hexatungstate. A. Rosenheim and A. Wolff found the eq. conductivity, A 
mhos, for 0:1 mol 5Na,0.12WOg3.nH,0 in v litres of water at 25°, to be: 


v ; . ~ | 82 64 128 256 512 1024 
ve! Made at 25° . 68-2 69-7 90:8 100:3 110 121-4 
| Boiled . . SoS 96-6 . 106-3 116-3 126-6 136-3 


J. Eltzbacher obtained much lower results; and A. Junius found that at 25° soln. 
with a mol of the salt in 25, 50, and 100 litres of water had the respective con- 
ductivities 61-2, 71-2, and 78-9 when prepared in the cold, and 82-4, 92-1 and 99-7 
when prepared at 100°. R. G. Wells also noted that a change in the conductivity 
of soln. is produced by pre-heating, and this all agrees with the observations of 
J.C. G. de Marignac. For the observations of V. I. Spitzin and others on the 
reduction of sodium paratungstate, vide supra, tungsten bronzes. H. Uelsmann 
studied the action of hydrogen selenide on soln. of sodium paratungstate ; and 


D. Klein, the action of polyhydric alcohols. J.C. G. de Marignac, F. Ullik, and 
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HK. Zettnow observed that if a soln. of this salt be boiled for a long time with 
tungstic acid, an almost insoluble residue of variable composition is obtained. 

With the octocosthydrate, 5NagO.12WO3.28H,0, just described, C. Scheibler 
found that if a soln. be crystallized at 80° to 100°, or, according to J. C. G. de 
Marignac, at 60° to 80°, monoclinic prisms of the pentacosihydrate, 5Na,0. 
12W0O3.25H,O, or 3Na,0.7WO3.14H.0 (C. Scheibler), with the axial ratios 
a:b: c=0-8069 : 1 : 0-5328, and B=120° 10’, are formed. J. C. G. de Marignac 
also reported that if the salt be crystallized from its aq. soln. at 100°, triclinic 
pinacoids of the henicosthydrate, 5NagO.12WO3.21H.,0, are formed. The crystals 
of octahedral habit have the axial ratios a:b: c=0-8695:1:1-2787, and 
a=91° 18’, B=86° 16’, and y=97° 59’. The salt loses nearly 15 mols. of water 
or 7-43 to 7-73 per cent. at 100°. While these two hydrates are referred by 
J.C. G. de Marignac to the 5: 12-formula, there are two others which he referred 
to the 3: 7-formula. If the aq. soln. of the 5:12 salt be mixed with some alkali 
carbonate, triclinic pinacoids of the hexadecahydrate, 3Na,0.7WOs3.16H.,0, are 
formed. The axial ratios are a: b: c=0-6836 : 1 : 1-1802, and a=95° 3’, B=123° 42’, 
and y=91' 53’. V. Forcher also reported a hydrate of the same composition — 
from a soln. of tungstic acid and sodium carbonate. The salt loses 10-5 per cent. 
or 12 mols. of water at 100°. J.C. G. de Marignac obtained the henicosithydrate, — 
3Na,0.7WO03.21H,0, by boiling an aq. soln. of sodium paratungstate for a long 
time, and cooling—if necessary concentrating by evaporation. The triclinic 
pinacoids have the axial ratios a:b: c=0-9296:1:0-5207, and a=92° 47’, 
B=96° 28’, and y=89° 40’. This hydrate loses 14 per cent. or 17 mols. of water 
at 100°. When the hydrate is heated, it melts in its water of crystallization. It © 
seems to dissolve in water more quickly than does the octocosihydrate of the 
5 : 12-tungstate. 

J. C. G. de Marignac allowed a soln. of ammonium paratungstate mixed with 
an excess of sodium paratungstate to crystallize, and obtained a crop of rhombic 
plates of ammonium sodium 1 : 8-paratungstate, 15(NH,).0.5Na,0.48W0O3.48H,0, — 
followed by a mixture of this salt with the 3: 2-paratungstate, and finally, the 
latter salt alone. The ammonium sodium 8 : 2-paratungstate, 3(NH,),0.2Na,0. 
12W03.15H,0, was also obtained by L. A. Hallopeau by adding ammonia, drop 
by drop, to a conc. soln. of sodium paratungstate, and concentrating the liquid 
for crystallization. J.C. G.de Marignac said that the crystals are rhombic bipyra- 
mids with the axial ratios a: b:c=0-9014:1:1-4468. L. A. Hallopeau added 
that 12 mols. of water are lost at 100°. W. Lotz found that if a soln. of a mol of 
normal sodium tungstate be poured into a boiling soln. of 4 mols of ammonium 
chloride, crystals of ammonium sodium 4 : 1-paratungstate, 4(NH,).0.Na.0. 
12W03.5H,0, are formed. The scaly crystals of the pentahydrate have a mother- | 
of-pearl lustre; A. Laurent represented it as a heptahydrate; G. von Knorre 
represented it as a tradecahydrate; and O. W. Gibbs reported a tetradecahydrate 
to be formed by adding a soln. of phosphoric acid neutralized by ammonia to 
an aq. soln. of normal sodium tungstate ; and L. A. Hallopeau, by adding an excess 
of ammonia to a conc. soln. of sodium paratungstate. The rhombic prisms lose 
12 mols. of water at 100°. G. von Knorre reported the salt 2(NH,),0.Na,0. 
TWO3.9H.O to be formed in white scaly crystals from a soln. of a mol of sodium 
paratungstate and 2 mols of ammonium chloride, at 70°. 

O. W. Gibbs reported potassium paratungstate, 5K,0.12W0O3.10H,O, to be 
formed by boiling sodium decatungstate with potassium bromide or nitrate. The 
decahydrate forms a white, crystalline precipitate. He also said that a soln. of 
normal potassium tungstate is decomposed by boiling water with potassium 
hydroxide and paratungstate. KE. Zettnow treated a soln. of sodium dodeca- 
tungstate with potassium nitrate and said that on crystallization the tetradeca- 
hydrate, 5K,0.12WOs3.14H,0, or 3K,0.7WOs.8H,O, is formed. (©. Scheibler, 
however, could obtain only the henahydrate, 5K,0.12WOs3.11H,0, or 
3K,0.7WO3.6H20, by this process. A. Laurent’s analysis agreed with that of 
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J. C. G. de Marignac. EH. F. Anthon gave the formula K,0.2WO3.2H,O, and 
A. Riche, K,0.2WO3.3H,O. Analyses were also made by G. von Knorre, and 
K. Schaefer. EH. F. Anthon prepared the henahydrate by boiling the dihydrate 
with a little water, filtering, and cooling; and also by adding tungstic acid to a 
boiling, aq. soln. of potassium hydroxide, carbonate, or normal tungstate so long 
as it dissolves, boiling the filtered soln., and cooling—C. Scheibler added that the 
mother-liquor contains metatungstate. A. Riche, and J. C. G. de Marignac 
prepared the salt by treating the normal tungstate with an acid, say by passing 
carbon dioxide through a filtered soln. obtained by melting wolframite with 
two-thirds its weight of potassium carbonate, and extracting the product with 
boiling water—C. Scheibler said that the extraction is best conducted by slowly 
adding the finely-powdered mass to boiling water. G. von Knorre said that this 
salt is obtained as a white precipitate by adding acetic acid to a conc. soln. of the 
normal tungstate—J. Lefort thought that the product is a ditungstate. E. Schaefer 
obtained it by electrolysis as indicated in connection with sodium paratungstate. 
J. C. G. de Marignac said that the thin six-sided plates are triclinic pinacoids 
with the axial ratios a:b: c=0-9137: 1: 1-1362, and a=65° 36’, B=117° 22’, 
and y=115° 39’; and they are isomorphous with the ammonium salt. The salt 
is stable in air; A. Riche said that the salt loses no water at 120°, and is dehydrated 
at 200°; and G. von Knorre said that only 1-44 per cent. of water is lost at 100°, 
and after heating for a long time at 200°, it retains one per cent. of water. 
H. Copaux observed that after heating to 110°, the salt retains 5-4 mols. of water ; 
at 150°, 4-4 mols. ; at 200°, 2-4 mols.; and at 250°, 1-4 mols. EH. F. Anthon found 
that the dehydrated salt becomes yellow when heated, and melts below a red-heat 
to form a yellowish liquid which, when cooled, solidifies to a bluish or greenish, 
crystalline mass. G. von Knorre added that when the salt is fused, it forms the 
5 : 14- and the normal tungstate. KH. F. Anthon said that the salt is more easily 
soluble in hot than in cold water, and that the soln. reddens litmus, and has a rough 
and bitter taste. 100 parts of water at 16° dissolve one part of salt, and at 100°, 
11-6 parts; on the other hand, J. C. G. de Marignac found that 100 parts of cold 
water dissolve 2-15 parts of salt, and with boiling water 6-6 parts of salt. If the 
crystalline powder be shaken for many days with water at 20°, 100 parts of water 
dissolve 1-4 parts of salt ; if the salt be boiled many days with water, 100 parts of 
water at 18° contain 17-8 parts of salt, and on evaporating the liquid in dry air, 
it furnishes a white, amorphous mass. If the salt be kept in a closed vessel for 
many days, it seems to decompose forming a more soluble variety since after keeping 
for 1, 26, 153, and 334 days, the respective solubilities per 100 parts of water are 
17:8, 8:4, 6-4 and 6-4. A. Rosenheim and A. Wolff found that when the sodium salt 
is boiled with arsenious oxide, and the soln. treated with potassium chloride, 
potassium arsenitotungstate is formed, 7K,0.As.0.18W03.24H,O ; and similarly, 
with antimonious oxide, potassium antimonitotungstate, 8K,O0.Sb.03.19WOs. 
37H,0, was formed ; and similarly with salts of other bases—ammonium, guanidine, 
barium, etc. 

K. Schaefer fused an equimolar mixture of rubidium carbonate and tungsten 
trioxide, extracted the cold product with water, and boiled the liquid with enough 
hydrochloric acid to prevent blue litmus becoming red. On cooling, the liquid 
deposits white, rubidium paratungstate, 5Rb,0.12W0O3.18H,0. When strongly 
heated, the salt melts and some rubidium is lost by volatilization. The salt is 
less soluble in water. The powdered salt is decomposed by evaporation with aqua 
regia a number of times. 

C. Gonzalez prepared copper paratungstate, 5Cu0.12W0s3.33H,0, or 
38Cu0.7WO3.19H20, from soln. of sodium paratungstate and copper sulphate ; 
and G. von Knorre recommended using an excess of copper sulphate—say one 
mol of tungstate and 3 mols of the copper salt—at 70°. The bluish-green, micro- 
crystalline precipitate does not melt at a red-heat, but after the ignition it is lemon- 
yellow. The salt is insoluble in water, but dissolves in water containing a few 
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drops of nitric acid, and the clear soln. gelatinizes after standing for some time. 
If equimolar proportions of the tungstate and copper salt be mixed in soln., at 
70°, G. von Knorre found that sodium copper paratungstate, 3Na,0.3Cu0.14WOs. 
32H.0O, is formed, as a green crystalline precipitate; and C. Gonzalez obtained 
pale blue needles of 4Na,0.Cu0.12W03.32H.O, by adding a soln. of copper sulphate 
to a boiling soln. of sodium paratungstate so long as the precipitate redissolves. 
The slightly turbid liquid is filtered rapidly, washed with cold water, and dried 
in air. It melts at a red-heat. According to 8. Traverso, cupro-scheelite can be 
regarded as a calcium copper tungstate, and a variety from Villa Salto, Sardinia, 
corresponds with 2CaWO,4.CuWO,. I. Domeyko also found a variety at Llamuco, 
Chili; and J. D. Whitney, at La Paz, California. C. Gonzalez prepared silver 
paratungstate, 5A2,0.12W0Os3.28H,O, by adding a soln. of silver nitrate to one of 
sodium paratungstate. The white, crystalline octocosihydrate becomes grey when 
dried at 60°, and is then an octohydrate. The salt melts at a red-heat, and solidifies 
on cooling to a mass of tabular crystals. 

According to G. von Knorre, if a soln. of sodium paratungstate be treated with 
an excess of calcium chloride, a voluminous, white precipitate is formed, which, 
when digested with the mother-liquor, becomes granular and crystalline; when 
washed and dried, it is caleium paratungstate, 3CaO.7WO3.18H,O. It does not 
melt at a red-heat; and at 100°, it loses 8-03 per cent. of water. It is more soluble 
than the strontium and barium salts. According to C. Gonzalez, if the aq. soln. 
of calcium chloride be added until the precipitate first formed no ‘longer dissolves, 
and the slightly turbid soln. be rapidly filtered, white crystals of sodium calcium 
paratungstate, 3Na,0.2Ca0.12W053.34H,0, are formed. G. von Knorre prepared 
strontium paratungstate, 35r0.7W0O3.16H.O, by the method used for the calcium 
salt. A. Rosenheim and A. Wolff gave for the strontium salt 58rO.12W0..28H,0. 
W. Lotz also obtained it by mixing soln. of ammonium paratungstate and 
strontium chloride. It does not fuse at a red-heat; at 100°, it loses 8-53 per 
cent. of water, and 13-27 per cent. at a red-heat. C. Gonzalez prepared sodium 
strontium paratungstate, Na.O.4S8r0.12W0,.29H,0, as in the case of the calcium 
strontium salt. The white, scaly crystals do not melt at ared-heat. G. von Knorre 
prepared barium paratungstate, 3Ba0.7W03.16H,O, by the method employed 
for the calcium salt. A. Rosenheim and A. Wolff gave for the barium salt 
5Ba0.12WOs3.28H,0. It loses 8-8 per cent. of water at 100°, and when dried over 
sulphuric acid, 8 mols. It is insoluble in cold water, and slightly soluble in hot 
water. W. Lotz obtained the octohydrate from soln. of barium chloride, and 
ammonium paratungstate. It loses 3-29 per cent. of water at 100°. This salt 
was also prepared by L. A. Hallopeau. C. Scheibler found that microscopic 
plates of sodium barium paratungstate, 3Na,0.2Ba0.12W0s;.24H.0, or 
2Na,0.BaO.7WO3.14H,0, separate when an excess of baryta-water is added to a 
boiling soln. of sodium paratungstate, and the liquid cooled. This salt was also 
prepared by L. A. Hallopeau. 

G. von Knorre prepared magnesium paratungstate, 3Mg0.7W03.24H,0, by 
adding a soln. of a mol of sodium paratungstate to a soln. of an excess (3 mols) 
of magnesium sulphate. The white, crystalline powder is sparingly soluble in cold 
water, and more soluble in hot water; it 1s decomposed by acids. W. Lotz, and 
J. ©. G. de Marignac prepared ammonium magnesium paratungstate, 
2(NH,4)20.83Mg0.12W03.24H,0, by mixing hot, conc. soln. of magnesium sul- 
phate and ammonium paratungstate. No precipitation occurs with cold soln. 
The small, rhombic crystals are sparingly soluble in water. G. von Knorre 
obtained a white crystalline mass of sodium magnesium paratungstate, 3Na.,0. 
3Mg0.14W03.33H,0, by mixing soln. of 20 grms. of hydrated sodium paratung- 
state in 15 c.c. of water at 70°, and 2-3 grms. of hydrated magnesium sulphate 
in 10 c.c. of water. L. A. Hallopeau also obtained potassium magnesium 
paratungstate, 5(3K,0.4Mg0).12W0O,.24H.O, by mixing equimolar proportions 
of soln. of potassium paratungstate, and magnesium sulphate, and concentrating 
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the soln. The salt, recrystallized from hot water, forms microscopic prisms, 
almost insoluble in cold water. The crystals lose 17 mols. of water at 100°. 
C. Gonzalez obtained white needles of zine paratungstate, 5ZnO.12W03.37H,0, 
by treating an excess of a soln. of a zinc salt with one of sodium paratungstate. 
A. Rosenheim and A. Wolff gave 5ZnO.12W053.35H,0. The salt dissolves in water 
acidified with a few drops of nitric acid, but the clear soln. soon gelatinizes. 
_ W. Lotz prepared ammonium zinc paratungstate, (NH,),0.2Zn0.7W03.13H,0, 
in snow-white needles, by adding ammonium paratungstate to a soln. of zine sul- 
phate. The salt is soluble in boiling water, and more soluble in water containing 
ammonium tungstate, or oxalic, tartaric, or phosphoric acid. The salt loses 8 mols. 
of water at 100°. G. von Knorre found that a boiling soln. of a mol of sodium 
paratungstate and 2 mols of zinc sulphate deposits white needles of sodium zine 
paratungstate, Na.0.2Zn0.7W0O3.15H,0, on cooling. The salt is sparingly soluble 
in cold water ; and is decomposed by mineral acids. L. A. Hallopeau obtained a 
potassium zinc paratungstate by precipitation from potassium paratungstate 
by means of zinc sulphate. C. Gonzalez prepared cadmium paratungstate, 
5Cd0.12W03.16H,0, as a white crystalline precipitate by the method employed 
for the zinc salt. W. Lotz treated cadmium sulphate with ammonium paratungstate 
-and obtained white needles of ammonium cadmium paratungstate, 3(NH,),0. 
12Cd0.35W03.35H,0. The voluminous precipitate becomes grey when heated, then 
-orange-yellow, and on cooling pale yellow. 12 mols. of water are expelled at 100°. 
G. von Knorre prepared the sodium cadmium paratungstate, Na,0.2CdO.7WQs, 
as in the case of the corresponding zinc salt. For mercurous paratungstate, vide 
infra, mercurous metatungstate. | 

W. Lotz reported aluminium paratungstate, Al,03.7W0O;.9H,0, to be formed 
as a white, caseous precipitate, by mixing soln. of ammonium paratungstate and 
an aluminium salt. The precipitate dissolves in an aq. soln. of alum. EH. Schaefer 
added an excess of a soln. of thallous sulphate to one of sodium paratungstate 
and obtained a white precipitate of thallous paratungstate, 5T1,0.12W03.9H,0 ; 
it loses its water when dried in a desiccator, and melts at a red-heat with the 
volatilization of some thallium. It is insoluble in water but soluble in soln. of 
alkali carbonate or hydroxide, and it is decomposed by mineral acids. C. Gonzalez 
could not prepare thallous paratungstate. For cerous, lanthanum, didymium, 
gadolinium, yttrium, and ytterbium paratungstates, wide swpra, the rare earth 
tungstates. 

W. Lotz, and J. J. Berzelius obtained lead paratungstate, 3PbO.7WO,.10H,0, 
by treating a soln. of a lead salt with one of ammonium paratungstate, washing 
the precipitate by decantation; and drying it in air. The white, powdered 
decahydrate forms the trihydrate when dried at 100°, and it becomes sulphur-yellow, 
and anhydrous after heating to redness. The hydrate is insoluble in water, and 
in soln. of ammonium paratungstate and of lead nitrate, but it is soluble in soda-lye, 
and boiling phosphoric acid. C. Gonzalez obtained white needles of sodium lead 
paratungstate, 4Na,0.PbO.12W0O,.29H.O, by adding a soln. of a lead salt to a 
boiling soln. of sodium paratungstate until the precipitate no longer redissolves ; 
the faintly turbid soln. is filtered and allowed to stand for a few hours. The salt 
melts at a red-heat. 

W. Lotz reported chromium paratungstate, Cr.03.7WOs.nH,O, by mixing soln. 
of sodium paratungstate and chromic chloride. The pale greyish-green powder 
after calcination appears straw-yellow with a tinge of green. When dried at 100° 
after calcination it loses 9 mols. or 8-06 per cent. of water. The compound is 
insoluble in water or a soln. of acid ammonium tungstate, but soluble in a soln. 
of chromic chloride. W. Lotz, and E. F. Anthon found that manganese para- 
tungstate, 5Mn0.12WOz.18H,0, or 3Mn0.7W0O3.11H,0, is precipitated by adding 
sodium paratungstate to a manganous salt. The white powder has a yellow tinge, 
and when heated to redness, it loses its water, and becomes yellow. When the 
octodecahydrate is dried over conc. sulphuric acid, it loses 2-79 per cent. or 
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about 5 mols. of water. EH. F. Anthon represented the salt by the formula 
Mn0.2W03.3H,O, and he said that it is soluble in phosphoric, nitric, or oxalic 
acid. When the soln. in nitric acid is boiled, yellow tungstic acid separates 
out. C. Gonzalez said that the precipitate is the tetratriacontahydrate, 
3Mn0.7W03.20H,0, or 5Mn0.12W0;.84H,0. G. von Knorre prepared white 
or pale yellow crystals of sodium manganous paratungstate, 3Na,0.3Mn0.14W0Os3. 
36H,O, by mixing soln. of equimolar proportions of manganous sulphate and sodium 
paratungstate at 70°. Part of the salt separates out at once, and part separates 
gradually as the soln. cools. L. A. Hallopeau obtained potassium manganous 
paratungstate, 3K,0.2Mn0.12W03.16H,0O, by mixing equimolar soln. of manganous 
sulphate, and potassium paratungstate. The white precipitate has a tinge of 
yellow, and it consists of microscopic, rhombic prisms, which lose about 10 mols. 
of water at 100°. The salt is insoluble in water. A. Rogers and E. F. Smith's 
ammonium manganic paratungstate is described in connection with the normal 
tungstates. 

K. F. Anthon observed that a soln. of ammonium paratungstate precipitates 
yellow ferrous paratungstate from a soln. of ferrous chloride. C. Gonzalez prepared — 
cobaltous paratungstate, 3CoO.7W0O3.25H,O, by adding a boiling soln. of sodium 
paratungstate to one of cobalt sulphate. If the admixing is reversed, some double 
salt may be formed. The oily, viscid mass forms, on cooling, a pale rose-coloured, 
microcrystalline powder ; it does not melt at a red-heat, and when the ignited salt 
is cooled, it is blue. As just indicated, if cobalt sulphate be added to sodium 
paratungstate, in boiling soln., sodium cobaltous paratungstate, 3Na,0.2CoO. 
12W0O3.30H,0, separates out if the filtered soln. is allowed to stand for a few hours. 
The rose-red crystals become bluish-green after ignition, and they melt at a red- 
heat. E. F. Anthon, and W. Lotz prepared nickelous paratungstate, 
3Ni0.7WO3.14H,0, by adding a soln. of alkali paratungstate to one of a nickel 
salt; the pale green precipitate dries to a pale green powder. HE. F. Anthon 
represented it by the formula NiO.2W0O3.4H,O, but W. Lotz showed that it is a © 
paratungstate. When heated to redness, the salt becomes brown, and sinters. 
The original salt is insoluble in water, sparingly soluble in oxalic acid, and soluble — 
in warm phosphoric acid, and in acetic acid. A. Wolff, and A. Rosenheim and — 
A. Wolff described an ammonium ferric paratungstate, 3(NH,),0.Fe,03.12WOs. 


27H,O, as well as guanidinium ferric paratungstate, 2:5(CN,H,),0.Fe,03.12WOs3. 
17H, 0. 
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§ 15. The Metatungstates, and Tetratungstates 


F. Margueritte1 boiled hydrated tungsten trioxide with an aq. soln. of 
ammonium tungstate or ammonia; some tungsten trioxide may separate from the 
soln. on cooling and evaporation, but afterwards the so-called ammonium meta- 
tungstate, (NH,),0.4W03.8H,O, is formed. A. Laurent as well as A. Riche, and 
V. Forcher boiled a soln. of ordinary or less acid ammonium tungstates for many 
hours, and obtained this salt by cooling the liquor. W. Lotz added that the con- 
version to metatungstate is incomplete after the soln. has been boiled for many 
days. T.M. Taylor boiled a soln. of the paratungstate for 2 or 3 days, and obtained 
the salt by evaporation—vwde infra, the hexatungstate. A. Laurent treated an 
aq. soln. of ammonium tungstate with dil. nitric acid, and evaporated the filtered 
soln.; W. Lotz added that it is difficult to free the product from ammonium 
nitrate. C. Scheibler heated between 250° to 300° a thin layer of crystalline 
ammonium tungstate in a porcelain dish so long as ammonia is given off; and an 
aq. soln. of the residue after filtration furnishes crystals of this salt. T. M. Taylor 
heated ammonium paratungstate for 4 hrs. at 150° and obtained the metatungstate. 
EK. F. Smith recommended saturating a hot soln. of purified ammonium paratung- 
state with a warm emulsion of tungstic acid ; and concentrating the filtrate either 
at 70°, or spontaneously at ordinary temp. Methods of preparation were also 
described by J. Persoz, G. N. Wyrouboff, and J.C. G. de Marignac. Analyses were 
made by J. C.G. de Marignac, A. Laurent, W. Lotz, A. Riche, C. Scheibler, J. Persoz, 
F. Margueritte, and H. Copaux. F. Margueritte represented his results by 
(NH,4)20.3W03.5H,0 ; A. Laurent, by 5(NH,).0.H,0.18W03.30H,0 ; W. Lotz, by 
2(NH,),0.8WO3.5H,O ; and C. Scheibler, by (NH,4),0.4W0O3.8H,0. The best 
representative formula is based on the hypothesis that the parent acid is | 
H,o[H2(W207)6], and the octohydrated ammonium salt is symbolized 
(N Hy) gH4[ Ho(W.207)¢].5H,O. If this hypothesis be correct, then the anhydrous 
salts R,0.4WOz are not metatungstates at all, and can be provisionally regarded as 
tetratungstates. J.C. G. de Marignac found that when alcohol is added to a hot 
aq. soln. of ammonium metatungstate, monoclinic prisms of the hexahydrate are 
formed; the axial ratios are a:b: c=0-8121:1:0-7963, and B=95°9’: the 
salt loses nearly 5 mols. of water at 100°; and the aq. soln. has a neutral reaction. 
A. Riche reported a tetrahydrate, but J. C. G. de Marignac showed that the product 
was probably a silicotungstate. 

F. Margueritte, A. Laurent, C. Scheibler, and A. Riche described the colourless 
crystals of ammonium metatungstate as regular octahedra; W. Lotz, as tetragonal 
crystals, which, according to G. N. Wyrouboff, have the axial ratio a: e=1 : 0-9747. 
H. Copaux gave | : 1-012 for the axial ratio, and added that they are isomorphous 
with 5(NH,)20.B,03.24W03.52H,0. G. N. Wyrouboff found that the crystals 
are isomorphous with those of the metatungstates of sodium, cadmium, and 
manganese. The birefringence is strong and positive. C. Scheibler found that the 
crystals effloresce rapidly in air; F. Margueritte, and A. Riche, that they melt in 
their water of crystallization; and T. M. Taylor, that they begin to give off 
ammonia at 120°. The salt loses about 7 mols. of water at 100°, but the remaining 
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mol. cannot be expelled below 200°. The residue remaining after the expulsion 
of water at 100°, namely, (NH,4),0.4WOs3.H,O, or 2NH,OH.4WOs, is the most 
stable form of the ammonium tungstates, and T. M. Taylor represented the 
ammonium tungstates as salts containing this as a nucleus. W. Lotz said that 
12-17 per cent. of water is lost at 100°; G. N. Wyrouboff, 7 mols. at 105°; J.C. G. de 
Marignac, 10-84 per cent. or about 7 mols.; A. Laurent, 11 per cent. at 200°; and 
A. Riche, 10-95 per cent. at 100° or in vacuo. The salt is freely soluble in water— 
thus A. Riche found that 100 parts of water at ordinary temp. dissolve nearly 
300 parts of the salt; and W. Lotz, 117-6 parts at 15°. The solubility increases 
rapidly with a rise of temp., and W. Lotz found that the soln. sat. at 40° is almost 
solid at ordinary temp. OC. Scheibler said that the aq. soln. has a high index of 
refraction ; and J. C. G. de Marignac, that it is almost neutral; conc. hydrochloric 
acid precipitates ammonium chloride and the 3: 16-tungstate. V. I. Spitzin and 
L. Kaschtanoff found that with hydrogen chloride, tungsten dioxydichloride and 
sodium ditungstate are formed, and the latter then reacts as previously indicated. 
A. Riche found that hydrogen sulphide forms a soluble sulpho-salt ; and W. Lotz, 
that ammonia transforms the salt in soln. into ordinary ammonium tungstate. 
T. M. Taylor found that when ammonia is passed over ammonium metatungstate 
at ordinary temp., needle-like crystals of ammonium tungstate are formed; and 
at 100°, plates of the paratungstate are formed. W. Lotz said that ordinary alcohol 
dissolves a little metatungstate, but absolute alcohol dissolves none ; and J. C. G. de 
Marignac added that alcohol precipitates the metatungstate from its hot, aq. soln. 
A. Riche found that the salt is insoluble in ether. W. Lotz observed that with 
potassium ferrocyanide and hydrochloric acid, no precipitation occurs; and in 
opposition to a statement of F. Margueritte, alkali hydroxides or carbonates give no 
precipitate when added to the aq. soln. of the salt ; silver nitrate gives a precipitate 
when ammonia is also added, and the precipitate is soluble in hot water. When 
ammonium or sodium metatungstate is gently heated with sodium chromate, 
KE. F. Smith found that the filtered soln., on standing, deposits crystals of 
4Na,0.10W03.23H,0, and sodium molybdate also gives the corresponding salt. 
No tungsten trioxide is formed by heating the product to 250° in dry hydrogen 
chloride. No complex mNa,Mo0,.nNa,W,0 13 was formed. 

C. Scheibler obtained lithium metatungstate, Li,O.4WO3.nH,O, by the action 
of a soln. of lithium carbonate on an excess of hydrated tungsten trioxide, and by 
the action of lithium sulphate on a soln. of the barium salt. The evaporation of — 
the aq. soln. furnishes a non-crystallizable syrup. F. Hoermann, Fig. 25, found 
that the salt has an incongruent m.p. at 800°. G. von Knorre fused together a 
mixture of 5 mols of lithium carbonate and 12 mols of tungsten trioxide, and 
extracted the mass with boiling water. There remained needle-like prisms of 
sodium tetratungstate, Li,W,0,;—2de supra, O. Brunner on the tungsten bronzes. 
C. Scheibler obtained sodium tetratungstate, Na,0.4WOs3, by heating the coarsely 
powdered paratungstate to redness, and extracting the mass with hot water; 
there remained thin scales of this salt. At a much higher temp., the paratungstate 
partly sinters, and forms bluish-green plates or cubes. F. Hoermann, Fig. 25, 
found that the salt has an incongruent m.p. at 784°. G. von Knorre said that if 
the metatungstate be melted, and afterwards extracted with water, there remains 
the octotungstate. C. Friedheim said that if the salt be dried at 110° to 120°, and 
then treated with water, normal sodium tungstate passes into soln. C. Scheibler, 
J. Eltzbacher, and H. Copaux prepared sodium metatungstate, Na.0.4WO3.10H,0, 
by boiling an aq. soln. of the paratungstate with an excess of hydrated tungsten. 
trioxide until the filtered soln. no longer gave a precipitate with hydrochloric acid. 
According to H. Wegelin, a reversible reaction is involved : 3NayW,0j3.Aq.+5H,0° 
=5H,WO0,+3Na,0.7WO.Aq. The aq. soln. was then concentrated over a water- 
bath, and allowed to crystallize over conc. sulphuric acid. C. Scheibler also — 
prepared the metatungstate by treating a sat. aq. soln. of normal sodium tungstate 
with a large excess of conc. acetic acid. A heavy, oily layer of a conc. soln. of the 
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metatungstate settles at the bottom of the vessel. F. Margueritte added a mineral 
acid to a cone. soln. of the paratungstate until the precipitate no longer redissolved. 
V. Forcher observed that this mode of preparation is not so good. as that of 
C. Scheibler. HE. F. Smith recommended the following process : 


First purify ordinary sodium paratungstate by about a dozen recrystallizations from 
aq. soln. Heat the aq. soln. at 70° to 75°, and add an emulsion of tungstic acid at 65° 
to 70°. When the soln. on agitation dissolves no more tungstic acid, it is allowed to stand 
overnight and filtered. The colourless, clear liquid is then evaporated at a temp. not 
exceeding 70°, and, when sufficiently concentrated, allowed to remain in the cold. Colour- 
less crystals are formed, which, on placing between the finger and thumb, exhibit none of 
the stickiness which occurs when impure sodium paratungstate has been used. A soln. 
of the salt, recrystallized from water, should give no permanent precipitate when treated 
with a slightly acidulated soln. of barium chloride. 


A. Lottermoser prepared the alkali metatungstates by the electrolysis of an aq. 
soln. of the normal tungstate in a partitioned cell until the anode liquor contained 
sufficient tungstic acid to form the metatungstate. The salt was analyzed by 
C. Scheibler, and V. Forcher; R.C. Wells’ analysis of a sample gave 3Na,0.8WOs. 
17H,0. HE. F. Smith found that the composition of the dehydration product 
agrees with the formula 5(Na,0.WOs3).7(H,O0.WOs3).21H,O. The colourless, octa- 
hedral crystals were considered by C. Scheibler to belong to the cubic system ; 
but C. F. Rammelsberg showed that they are tetragonal bipyramids with the axial 
ratio a: c=1:0-9930, and G. N. Wyrouboff added that the salt is isomorphous 
with the tungstates of ammonium, cadmium, and manganese. The birefringence 
is fairly strong and positive. A slight reduction of the tungstate, said V. Forcher, 
may impart a bluish tinge. C. Scheibler gave 3-847 for the sp. gr. at 13°; 
M. Soboleff gave 4:04. V. Forcher found the crystals are stable in air, but they 
effloresce in dry air; they lose the greater part of their water over sulphuric acid ; 
when heated, the salt appears yellow, and on cooling, bluish-grey. If the ignited 
salt be extracted with water, normal sodium tungstate passes into soln. According 
to C. Friedheim, 7 mols. of water are expelled at 120°, and the remainder at a higher 
temp.—one mol. of water is still present at 240°. A. P. Sabanéeff made some 
observations on this subject. E. F. Smith found that the dehydrated salt melts 
at 706-6°. H. Wegelin found that the effect of the salt on the f.p. of water agrees 
with the assumption that the mol. wt. is 497 to 502—the theoretical value Nag W404 
is 990, so that on this hypothesis the salt furnishes two ions. A. P. Sabanéeff also 
made determinations of the f.p. of aq. soln. of the salt; and G. Tammann found 
that the vap. press. of soln. of 24-01, 89-90, and 332-8 grms. of NagW,0j3 in 100 grms. 
of water are respectively 6-4, 19-0, and 132-2 mm. lower than the value for water 
alone. M. Soboleff found the eq. electrical conductivity of soln. of an eq. of the 
salt.in v litres of water, at 25°, to be: 


ae Sales 9 64 128 256 512 1024 
A. SOS 98°7 107°6 116-6 126-0 134-1 mhos. 


J. Eltzbacher’s values are probably too low. A. Rosenheim and F. Kohn found 
A1024—Ago= 38-4. EH. Wegelin found that on electrolysis of aq. soln., the hydrogen 
and oxygen are given off in the proportions 2: 1 in agreement with the assumption 
that no pertungstate isformed. The salt is extremely soluble in water. V. Forcher 
found that 100 parts of water at 19° dissolve 512 parts of salt; and C. Scheibler, 
that 100 parts of water at 13° dissolve 1069 parts of salt, and the sp. gr. of the soln. 
is 3:02. The aq. soln. has.a bitter taste, and it shows the ordinary reactions of the 
metatungstate. It gives precipitates with salts of the metals. F. Margueritte 
said that acidic soln. of the salt yield plates of the trehydrate, but this has not been 
confirmed. According to C. Schén, if cotton be worked in a 5 per cent. soln. of 
sodium metatungstate, it rapidly becomes blue when exposed to light, owing to 
the reduction of the compound. In a dark room the fabric again becomes white, 
the blue colour reappearing on renewed exposure to light. On treating the blue 
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fabric with water a blue soln. is obtained, which, on the addition of lead acetate, 
gives a blue precipitate. Both the soln. and precipitate rapidly become colourless, 
even in full daylight. A simple soln. of the metatungstate does not change colour. 
The effect of adding a salt of copper to the metatungstate is to retard though not 
to prevent the action of light ; fabrics prepared with metatungstate and a copper 
salt become at first yellower and then slowly bluer. The reducing action of light 
is partly overcome by the oxidizing properties of the copper salts. The observa- 
tions of T. Graham, W. Biltz and A. von Vegesack, A. P. Sabanéeff, and N. Pappada 
on colloidal soln. of the salt have been discussed in connection with colloidal tungstic’ 
acid (q.v.). A. Rosenheim and F. Kohn treated 5 c.c. of 7,N-H.W,0j3 with 
increasing sp. conductivity at 25°. The results are summarized in Fig. 50. The 
results show that there is a definite break with the addition of 2 mols. of NaOH to 
a mol. of H,W,0j3 corresponding with the formation of NagO.4WOs; and also a 
feeble change of curvature corresponding with the conversion of the metatungstate 
into normal tungstate. For the observations of V. I. Spitzin and others on the 
reduction of the tetratungstates, vide supra, tungsten bronzes. W. I. Baragiola 
obtained octahedral crystals of what is probably an isomorphous mixture, 
ammonium sodium 1 :3-metatungstate, (NH,).0.3Na,0.16W0O53.38H,0, from a 
soln. of ammonium and sodium metatungstates—the latter in excess. J. Lefort 
studied the action of quinine on the alkali metatungstates. The methods of pre- 

paring aq. soln. of potassium metatungstate, K,O. 


= 4WO3.nH,0, are similar to those employed for the 
| | sodium salt. Several hydrates have been reported. 
8 | S C. Scheibler obtained the octohydrate, K,0.4WOs. 
Oh STS S 8H,O, by crystallization from an aq. soln. of the 
Ry = StS salt, according to H. Copaux, at a low temp. ; 
S ! x or, according to C. Scheibler, from the mother- 
g 5 liquor obtained in preparing the paratungstate. 
. G. N. Wyrouboff said that the octahedral crystals’ 


0 5 10 I 2 2 30 belong to the tetragonal system. They quickly 
c.c.NaoH per $c.c. acid sol? effloresce in air, and lose 7 mols. of water at 100°. 
Fre. 50.—The Titration of Me- Along with the octahedral crystals, C. Scheibler, 
ae Acid with Sodium and J. ©. G. de Marignac observed some acicular 
Oe ASE a crystals which may be one of the lower hydrates. 
J.C. G. de Marignac prepared the pentahydrate, K20.4W0Os3.5H,O, by treating an 
aq. soln. of the salt with alcohol. The precipitate dissolves when the soln. is 
warmed, and on cooling, monoclinic prisms are deposited. They have the axial 
ratios a: b: c=0-5945 : 1 : 0-6609, and B=123° 0’. The birefringence is strong and 
positive. The hydrate does not effloresce in the cold, but at 100°, it loses 4 mols. 
of water. The hydrate is freely soluble in water. H. Copaux reported the hemi- 
tridecahydrate, K,0.4W03.63H,O, or 6K,0(3H,0).24W03.36H,O, to be deposited 
from a soln. at 30°. The doubly refracting, hexagonal prisms have the axial ratio 
a@:c=1: 0-659, and they are isomorphous with potassium borotungstate or silico- 
tungstate. The crystals are optically active in having a dextrorotary power for the 
D-line of 9°. H. Copaux also obtained the octohydrate from an aq. soln. of this salt 
at alow temp. Crystals of what were probably potassium metatungstate were also 
reported by F. Margueritte, A. Riche, and J. Lefort. F. Hoermann found that the 
tetratungstate has an incongruent m.p. at 930°—Fig. 35. G. N. Wyrouboff reported 
rubidium metatungstate, Rb,O.4W0O3.8H,0, to be formed by mixing soln. of 
barium metatungstate and rubidium sulphate, and slowly cooling the concentrated 
filtrate. The tetragonal, octahedral crystals have the axial ratios a : c=1 : 0-9702 ; 
and the birefringence is strong and positive. The crystals lose water when exposed 
to air; about 7 mols. of water are given off at 150°, and all at a much higher temp. 
100 parts of cold water dissolve 10 parts of the salt, but warm water dissolves much 
more. 
C. Scheibler mixed soln. of barium metatungstate and copper sulphate, and 
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obtained from the filtrate what were probably monoclinic plates of copper meta- 
tungstate, Cu0.4WOs;.11H,O. 8S. H. C. Briggs dissolved 20 grms. of tungsten 
trioxide in 20 c.c. of a cold, conc. aq. ammonia, and added a soln. of 5 grms. of 
hydrated copper sulphate in 7-5 c.c. of water and 7-5 c.c. of conc. aq. ammonia ; 
and allowed the filtrate to stand in air. Pale blue needles of copper hexammino- 
metatungstate, Cu0.4W0O;.6NH;.8H.O, were formed. The salt is insoluble in 
water, and almost insoluble in dil. aq. ammonia. C. Scheibler mixed boiling soln. 
of sodium metatungstate and silver nitrate in equimolar proportions along with a 
couple of drops of nitric acid ; filtered off the normal silver tungstate if necessary, 
and allowed the soln. to deposit white, octahedral crystals of silver metatungstate, 
Ag,0.4W03.3H,0. A. Rosenheim: and F. Kohn, and C. Friedheim also prepared 
the salt, and found that the white, scaly crystals are almost insoluble in water ; 
they lose 0-65 mol. of water at 110°; 0-87 mol. at 150°; 1-1 mols. at 160°; and 1:3 
mols. at 200°. Itis therefore assumed that at least 2, possibly 3, mols. of water are 
intimately associated with the molecule. | 

C. Scheibler obtained calcium metatungstate, Ca0.4W0O;.10H,0, from a soln. 
obtained by digesting hot metatungstic acid with calcium carbonate. G. N. Wyrou- 
boff said that the crystals are triclinic pinacoids— pseudotetragonal—and have the 
axial ratios a : b: c=1-0070: 1 : 1-3694, and a=91° 1’; B=93°0'; and y=90° 16’. 
Twinning occurs about the (001)-plane. The birefringence is negative and feeble ; 
and the optic axial angle 2H=115°. C. Scheibler obtained strontium metatung- 
state, SrO.4W0O;.8H,0, in a similar manner. OC. Scheibler, and C. F. Rammelsberg 
described the crystals as tetragonal, but G. N. Wyrouboff showed that they are 
monoclinic prisms with the axial ratios a: b : c=1-0556 : 1 : 0-7999, and B=90° 21’. 
The birefringence is negative and feeble, and the optic axial angle 24=93° 40’. 
C. Scheibler obtained barium metatungstate, BaO.4W0O;.9H,O, by mixing boiling 
conc. soln. of sodium metatungstate and barium chloride in the presence of a few 
drops of hydrochloric acid, and cooling. The tritungstate is also deposited as a 
white powder ; this can be removed by levigation, or by recrystallization from water 
acidulated with hydrochloric acid. E. Zettnow dissolved 42 parts of sodium 
paratungstate, 15 parts of sodium hydrophosphate, and 15 c.c. of hydrochloric 
acid of sp. gr. 1-12 in 100 c.c. of water, and then added to the boiling liquid 9 parts 
of barium chloride. The filtrate was evaporated for crystallization, and the product 
recrystallized from water 2 or 3 times. L. A. Hallopeau boiled a soln. of 
paratungstic acid with an excess of barium carbonate, and concentrated the clear 
liquid in vacuo for crystallization. E. F. Smith found that the dehydration curve 
agreed with the formula (BaO.WOs3)3(H,0.WOs3).6H,O. OC. Scheibler, L. A. Hallo- 
peau, and C. F. Rammelsberg described the white crystals as tetragonal octahedra, 
but G. N. Wyrouboff showed that they are rhombic bipyramids with the axial 
ratios a:b: c=0-9962:1:1-5070. Twinning occurs about the (110)-plane. The 
optic axial angle 2H=27°; and the crystals are feebly birefringent. The sp. gr. 
is 4-298 at 14°. The optical character is positive ; the birefringence feeble ; and 
the optic axial angle 2H=27°. C. Scheibler said that the crystals are stable in air ; 
but L. A. Hallopeau, that they effloresce in air. G. N. Wyrouboff also said that 
the crystals lose water when exposed to air. They effloresce over conc. sulphuric 
acid. C. Scheibler found that the crystals lose 8-65 per cent. of water at 100° ; 
L. A. Hallopeau, 9-27 per cent.—the theoretical loss for 6 mols. of water is 8-69 per 
cent. A. Rosenheim and F. Kohn found that 3 mols. of water are retained by the 
salt which has been heated over 100°, and that the loss of water at higher temp. 
is attended by diminished solubility. H. Copaux added that 1-5 mols. of water 
are retained at 110°, and the weight remains constant at 150°; more water is lost 
between 200 °and 250°, but about half a mol. is retained at 250°. After calcination 
the product is yellow and insoluble. The salt is freely soluble in hot water; cold 
water dissolves the salt with partial decomposition into barium tritungstate and 
free tungstic acid, but these products recombine if the liquid be heated. The 
addition of baryta-water to the aq. soln. precipitates normal barium tungstate. 
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According to C. Scheibler, on mixing soln. of barium metatungstate and. silver 
nitrate, a liquid is obtained which furnishes aggregates of stumpy prisms of silver 
barium metatungstate. 

C. Scheibler obtained a syrupy liquid by concentrating the filtrate containing 
beryllium metatungstate, obtained by double decomposition with say beryllium 
sulphate, and barium metatungstate. The syrup dries to a hard mass. A soln. of 
magnesium metatungstate, obtained in a similar way, furnishes monoclinic prisms 
of the octohydrate, Mg0.4WO3.8H,0, which are stable in air. The axial ratios — 
found by G. N. Wyroubofi are a:b: c=0-6763:: 1): 0-7792, and: S=106° 43’. The. 
optical character is positive, and the optic axial angle QV =17° 50’. Similarly 
with zine metatungstate, ZnO.4WO,;.10H,O, whose crystals are freely soluble in 
water. When the water is expelled by calcination at a red-heat, the residue 18 
insoluble in water. If the soln. is crystallized between 6° and 20°, it deposits the 
octohydrate, ZnO.4WO3.8H20, in monoclinic prismatic plates which were found by 
G. N. Wyrouboff to have the axial ratios a:b: c=0-6626:1:0-7557, and 
B=105° 57’. They are isomorphous with the corresponding octohydrates of 
magnesium and nickel metatungstates. The optical character is positive ; and the 
optic axial angle 2H=123°. The corresponding cadmium metatungstate, 
CdO.4W0O3.10H,O, was obtained by C. Scheibler in an analogous manner. The 
salt is stable in air. G. N. Wyrouboff found that the tetragonal, bipyramidal 
crystals have the axial ratio a: c=1: 0-9936, and they are isomorphous with the 
corresponding salts of ammonium, sodium, and manganese. The birefringence is 
positive and strong. C. Friedheim found that the salt is stable in air; and iti 
loses 7 mols. of water between 100° and 110°; and at a dull red-heat, 10 mols. 
C. Scheibler reported mercurous metatungstate, He,0.4W0s3.25H.0, to be formed 
by adding a soln. of mercurous nitrate to one of a soluble tungstate, or a soln. of 
tungstic acid; the voluminous, white precipitate becomes lemon-yellow and more 
compact after washing, and drying in air. C. Friedheim said that.only the para- 
tungstate is produced by this process. H. Copaux did not succeed in preparing 
mercurous metatungstate. Conc. soln. of metatungstic acid and mercurous nitrate 
give a crystalline powder whether the metatungstate or the mercurous salt be in 
excess, the composition of the salt is Hg.0 : WO3=1-7: 4. He obtained mercurous 
nitratometatungstate, 9Hg.0.24WO3.N.0;.29H.O, which can be represented by 
the formula H,.Hge| H,(W.07)6].HgNO3.124H.O, in which the metatungstic acid has 
a higher basicity thanis usual. G. N. Wyrouboff found that mercuric metatungstate 
prepared by double decomposition, is insoluble. A. Rosenheim and F. Kohn could 
not obtain a mercuric metatungstate of constant composition. 

A. Rosenheim and F. Kohn prepared thallous metatungstate, Tl,0.4W053.3H.0, 
by mixing boiling soln. of eq. proportions of sodium metatungstate and thallous 
nitrate in the presence of a little nitric acid. The yellowish-white, insoluble, 
crystalline powder loses 2 mols. of water at 90°. C. Scheibler prepared yellow 
cerous metatungstate, Ce.(W,0,3)3.30H,O, from a soln. of barium metatungstate 
and cerous sulphate. G. N. Wyrouboff found that the triacontahydrate is formed 
in triclinic prisms below 16°, and the heptacosihydrate above 16° in rhombic 
crystals. The triclinic crystals have the axial ratio a:b: c=0-9338 : 1 : 0-5825, 
and a=96° 43’, B=92° 34’, and y=91° 30’. The birefringence is strong. 
G. N. Wyrouboff similarly prepared lanthanum metatungstate, La.(W,0j3)3.80H,0, 
whose triclinic crystals have the axial ratios a: b:c=0-9859:1:0-5786, and 
a=97° 6’, B=93° 50’, and y=89° 2’; and the rose-red rhombic crystals. of the. 
corresponding didymium metatungstate, Di,(W,0,3)3.27H,O, have the. axial 
ratios a: b: c=0-9736 : 1: 1-2952. The birefringence is positive and strong; and 
the optic axial angle 2H=—94°. P. T. Cleve obtained samarium metatungstate, 
Sag(W,013)3.85H,0, by double decomposition. The crystals are soluble in water. 
Similarly, A. Cleve obtained ytterbium metatungstate, Yb.(W,0j3)3.35H,O, in 
prismatic crystals, freely soluble in water. 


J. Lefort reported lead tetratungstate, 3PbO.4WO,, to be formed by pouring. 
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a soln. of lead acetate into one of sodium tungstate, washing with water and alcohol, 
and drying over quicklime and sulphuric acid. The white, amorphous precipitate 
is stable in air. 100 parts of water dissolve 0-025 part of the salt. C. Scheibler 
obtained lead metatungstate, PbO.4WOs;.5H.O, from soln. of lead acetate and 
metatungstic acid, or its salts, and drying the washed product in air. C. Friedheim 
obtained the pentahydrate in crystals which slowly effloresce in air, and over 
sulphuric acid, they lose 3-03 per cent. of water. The aq. soln. is decomposed by 
hydrogen sulphide ; and the salt is dissolved by hot nitric acid. W. Lotz reported 
the hexahydrate in fine needles, to be formed by adding ammonium metatungstate 
to a soln. of lead nitrate, and spontaneously evaporating a soln. of the precipitate 
in much water. HK. F. Smith said that if the mixed soln. employed by W. Lotz 
be not heated, but allowed to evaporate spontaneously, long silky needles of normal 
lead metatungstate, PbO.4WO3.7H,O, are formed. According to A. Rosenheim 
and F. Kohn, lead metatungstate cannot be prepared by saturating metatungstic 
acid with lead oxide, or by the double decomposition of an alkali metatungstate 
with a soln. of a lead salt. The products always have a variable composition. 
They found that W. Lotz’s salt, as well as a similar substance obtained by 
V. Forcher, is lead nitratometatungstate, Pb(NOs3)..PbW,0;3.10H,O. The white 
needles lose 7 mols. of water at 100°. 

C. Scheibler obtained manganous metatungstate, MnO.4W0;.10H,O, by double 
decomposition with soln. of barium metatungstate and manganous sulphate ; 
and G. N. Wyrouboff found that the tetragonal octahedra have the axial ratio 
a:c=1:0-9919. The birefringence is strong and positive ;'and the colour by 
reflected light is dirty rose, and by transmitted light, amber-yellow. The crystals 
are isomorphous with those of the analogous sodium and cadmium salts. The 
salt remains unchanged in air, but loses 10-61 per cent. or 7 mols. of water at 105°. 
C. Scheibler found that ferrous metatungstate can be obtained by dissolving iron 
in metatungstic acid, but only impure crystals could be prepared from the soln. ; 
while ferric metatungstate could not be obtained in a crystalline state. OC. Seheitiler 
obtained cobaltous metatungstate, Co0.4W0O3.9H,0, by double decomposition 
with soln. of cobaltous sulphate and barium metatungstate; G. N. Wyrouboft 
found that the garnet-red, rhombic bipyramids have the axial ratios 
a:b:c=0-9878:1:1:3764. Twinning and trilling occur about the (110)-plane. 
It is isomorphous with the barium salt with which it forms solid soln. The double 
refraction is positive; and the optic axial angle 2H=47°. C. Scheibler prepared 
nickel metatungstate, NiO.4W0O3.8H,O, in an analogous manner; in dark green, 
monoclinic plates and prisms, which, according to G. N. Wyrouboff, have the 
axial ratios a:b: c=0-6555 : 1: 0-7464, and B=106° 22’.. The double refraction 
is positive, and the optic axial angle 2H,=132°. 
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§ 16. The Penta- and Higher Tungstates 


F. Jean! boiled a soln. of sodium tungstate with ammonium chloride, and 
obtained ammonium pentatungstate, 3NH,OH.5WOgz, as a white precipitate. 
The liquid, though acidic, slowly evolves ammonia. O. W. Gibbs, and J. C. G. de 
Marignac obtained a pentatungstate, 2(NH,).0.5W03.5H,O, by dissolving 
ammonium paratungstate in boiling water, and cooling the soln. J. C. G. de 
Marignac described the crystals as triclinic pinacoids with the axial ratios 
ac-b% 01-1204 :1\2.1;71900,..andoa=105°. 46); B=—95° 17. cand (yj 005 ear 
salt loses approximately 3-5 mols. of water at 100°; and at ordinary temp., 100 
parts of water dissolve 3-45 to 3-85 parts of salt. The aq. soln. is liable to decompose 
into the paratungstate and ammonia. ; 

G. von Knorre prepared sodium pentatungstate, Na,O.5WOs3, by fusing a 
mixture of a mol of sodium tungstate and two mols of tungsten trioxide, by heating 
sodium paratungstate to incipient fusion. On extracting the fused mass with 
cold water, it is left in very brilliant. plates or scales. When heated for three 
hours with water at 150°, but little dissolves, the faintly acid liquid containing 
tungstate and metatungstate, the latter in by far the larger quantity. J.C. G. de 
Marignac occasionally obtained crystals of the henahydrate, 2Na,0.5WO3.11H,0, 
in the preparation of the paratungstate. The axial ratios of the monoclinic prisms 
are a:b: c=0-6056:1:0-4477, and B=118° 36’. J. Lefort, V. Forcher, and 
O. W. Gibbs seem to have obtained the same salt, which they represented 
4Na;,0.10W03.22H,0, by pouring a cold, sat. soln. of normal sodium tungstate 
into glacial acetic acid, and washing the sparingly soluble, white, amorphous 
precipitate with alcohol. J. Lefort found that 100 parts of water at 15° dissolve 
16 parts of the salt. O. W. Gibbs’ 4Na,0.10W03.23H,0 is probably the same salt 
incompletely dried; and his 9Na,0.22W0Os3.51H,0, a mixture of this salt and the 
paratungstate. V.I. Spitzin and L. Kaschtanoff found that the action of hydrogen 
chloride can be represented : 


a,W 4048 Na,W,0, Vela NaCl 
Na,W; Poarn a Cl, Lowo,cl, < WO,Cl, 4wo,cl, 


For the observations of V. I. Spitzin and others on the reduction of sodium 
pentatungstate, vide supra, tungsten bronzes. J. Lefort reported potassium 
pentatungstate, 2K,0.5W0O;.4H,0O, to be formed by pouring a conc. soln. of normal 
potassium tungstate into an excess of glacial acetic acid, and washing the white, 
amorphous precipitate with alcohol. Prismatic plates are formed when the 
cold aq. soln. is allowed to stand in a desiccator ; 100 parts of cold water dissolve © 
5 parts of the salt. When the salt is heated to redness, it becomes yellow and 
tungsten trioxide is set free. When the aq. soln. is boiled, the ditungstate and 
tritungstate are formed. O. W. Gibbs prepared this salt in an analogous manner, 
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and also by mixing a cold soln. of the decatungstate with potassium bromide or 
nitrate; and by evaporating a soln. of normal potassium tungstate and boric 
acid to dryness, extracting the product with water, and allowing the soln. to 
crystallize. O. W. Gibbs represented the salt by the formula 4K,0.10W03.9H,0. 
K. Schaefer melted a mol of rubidium carbonate with 3 to 33 mols of tungsten 
trioxide and obtained a greenish mass, which was lixiviated with water acidulated 
with hydrochloric acid. White micaceous plates of rubidium pentatungstate, 
Rb,0.5WO;, remained. They are almost insoluble in hot water, and are 
decomposed by aqua regia. 

O. W. Gibbs obtained zine pentatungstate, 2ZnO.5W0.,.9H.,O, which he 
represented by 4Zn0.10W0O3.18H,O, from cold soln. of sodium pentatungstate 
and zinc sulphate. J. Lefort mixed eq. proportions of mercuric acetate and sodium 
ditungstate in conc., aq. soln., and obtained a very pale yellow precipitate of 
mercuric pentatungstate, 3HgO0.5W0;.5H,O. It resists the action of light. 
100 parts of water at 15° dissolve 0-4 part of salt. If a mixed soln. of sodium 
tritungstate and mercuric acetate be poured into alcohol, and the mixture allowed 
to stand for some hours, a white precipitate of Hg0.5W03.5H,0, is formed. It 
is decomposed by hot and by cold water. 

According to J. Lefort, if a mixed soln. of sodium tritungstate and aluminium 
acetate is poured into alcohol, a white precipitate of aluminium pentatungstate, 
Al,03.5WOs3.6H,O, is formed. When freshly precipitated, it dissolves in water, 
but it soon decomposes into the tetratungstate and paratungstate. HEH. F. Smith 
and H. L. Dieck obtained chromium pentatungstate, Cr.03.5WOs, in the form of 
brown, rhombic needles, when eq. quantities of potassium dichromate and tungsten 
trioxide are heated together until the mixture fuses and no more gas is evolved. 
The crystals are not attacked by aqua regia; they were decomposed for analysis 
by fusion with sodium carbonate and potassium nitrate. J. Lefort obtained the 
pentahydrate, Crg0.5WO03.5H,0, by pouring into alcohol a mixed soln. of sodium ~ 
tritungstate and chromic acetate. The greenish-white precipitate is considerably 
altered by cold and particularly by boiling water. 

According to T. M. Taylor,? C. Scheibler’s method of preparing ammonium 
metatungstate, wz., by heating the paratungstate to 250°, furnishes a colloidal, 
gummy mass of ammonium hexatungstate, (NH,).0.6W0Os3.4 or 6H,0. T. M. Taylor 
said that to prepare this salt, the needles of the paratungstate are spread out on a 
watch-glass, and heated in an air-bath at 220° for one hour. The air-bath must 
allow the escape of water and ammonia. The product is covered with water and 
boiled vigorously for fifteen or twenty minutes, when a clear, but dark, heavy 
liquid results. This is filtered away from any residue and on evaporation dries 
into the gum with an almost quantitative yield. On standing several days in 
water, the residue will pass into the gum without previous boiling. At higher 
temp. considerable tungstic acid is separated and the yield is not so good. The 
metatungstate free from paratungstate must be heated to 250°, before yielding 
the gum, and the yields are nothing like so large as when the paratungstate salts 
are taken for the starting-out material. The yellow glass has a high index of 
refraction ; it is miscible with water in all proportions ; the aq. soln. has an acidic 
reaction and readily absorbs ammonia, and when neutralized with ;,>N-NH,OH, 
it forms the metatungstate. F. Margueritte, and A. Laurent mention the hexa- 
tungstate. A. W. Leontowitsch could not prepare F. Ullik’s octotungstate but 
obtained instead sodium hexatungstate, Na.0.6WO3.15H,O; and he obtained 
the same salt by dissolving 100 grms. of sodium metatungstate in 25 c.c. of water 
and 11-3 ¢.c. of hydrochloric acid of sp. gr. 1-124, and allowing the turbid soln. 
to stand for 4 or5 hrs. The filtered soln. is allowed to crystallize in an ice-chamber. 
The sodium chloride is separated by recrystallization many times from water. 
The doubly refracting crystals are combinations of octahedra and hexahedra. 
G. Jander and co-workers also prepared NagW,02;. J.C. G. de Marignac obtained 
potassium hexatungstate, K.0.6WO3.H,0, as a by-product in preparing 
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‘potassium metatungstate by the action of the normal tungstate on tungstic 
acid. 

J. C. G. de Marignac obtained sodium heptatungstate, NagW7O0.,.21H,0, by 
slowly cooling a soln. of sodium paratungstate which had been boiled for a long 
time. The triclinic pinacoids have the axial ratios a : b : c=0-9296 : 1 : 0-5207, and 
a=92° 47’, B=96° 28’, and y=89° 40’. The hexadecahydrate was obtained ina 
similar way with a soln. containing a little sodium carbonate. The triclinic pina- 
coids have the axial ratios a : b : c=0-6836 : 1: 1-1802, and:a=95° 3’, B==123° 43’, 
and y=91° 53’. ; 

J.C. G. de Marignac 3 found that on cooling a soln. of ammonium paratungstate 
in boiling water, part of ‘the unchanged salt crystallizes out, and part appears in 
tabular crystals of ammonium octotungstate, 3(NH,),0.83W0O;.8H,0. A. Laurent 
obtained a similar salt. G. von Knorre obtained sodium octotungstate, Na,O.8W0Os, 
by fusing sodium metatungstate or the tetratungstate, and extracting the fused 
mass with water. There remain scales or plates of the octotungstate, which are 
attacked with difficulty by acids or alkalies. F. Ullik prepared the dodecahydrate 
by mixing an aq. soln. of the metatungstate with nitric or hydrochloric acid, and 
spontaneously evaporating the soln. The crystals are stable in air; they are 
freely soluble in cold water, and the aq. soln. deposits the salt unchanged. Acids 
added to the aq. soln. do not give a precipitate. A.W. Leontowitsch could not 
prepare F. Ullik’s salt but obtaimed instead the hexatungstate. R. C. Wells’ 
analysis of a metatungstate gave the formula 3Na,0.8WOs3.17H,0. L.A. Hallopeau 
treated sodium paratungstate with ammonia, dissolved the product in water, and 
allowed the soln. to crystallize—prismatic crystals of ammonium sodium octo- 
tungstate, 3{(NH,)Na},0.8WO3.11H,0, were formed. The crystals lose about 6 per 
cent. of water at 100°. G. von Knorre obtained steel-grey or bluish-black crystals 
of potassium octotungstate, K,0.8WOs3, as a kind of tungsten bronze (q.v.) by 
electrolyzing a mixture of a mol of potassium carbonate and 3 mols of tungsten 
trioxide. The sp. gr. of the crystals is 6-53. HE. Schaefer reported rubidium octo- 
tungstate, Rb,0.8WOz, by fusing a mixture of a mol of rubidium carbonate and 
3 to 34 mols of tungstic acid, powdering the cold product, and then heating it for 
about three-quarters of an hour in an atm. of coal-gas. The dark-blue product can 
be purified by boiling it with hydrochloric acid, aqua regia, a soln. of potassium 
hydroxide or carbonate, and finally with water—vide supra, tungsten bronzes. 

E. Zettnow obtained barium octotungstate, BaO.8WO3.8H,0, by treating 
a soln. of sodium paratungstate with phosphoric acid until no precipitation occurs 
when hydrochloric acid is added; the liquid is then acidified with hydrochloric 
acid, and treated with barium chloride. Most of the barium remains in soln. 
as metatungstate, but the remainder is precipitated as a snow-white powder of 
the octotungstate. 

A. Riche studied the action of carbon dioxide on an aq. soln. of normal sodium 
tungstate, and V. Forcher found that after several days’ action, small crystals 
of sodium decatungstate, 4Na,0.10W03.24H,0, were formed. These were washed 
repeatedly with ice-cold water until the filtrate gave no effervescence with hydro- 
chloric acid. J.C.G. de Marignac apparently obtained the same salt but regarded 
it as. a pentatungstate (q.v.). O. W. Gibbs added that the action of acetic acid 
on neutral sodium tungstate is to form the 5: 12-tungstate, the 9 : 22-tungstate, 
or the 4 : 10-tungstate, according to the circumstances of the case. The composition 
of the product depends mainly on the concentration of the acid, and the duration 
of its action. EH. F. Smith thus described his observations : 

100 grms. of Na,WO,.2H,O were dissolved in 140 c.c. of water and 50 e.c. of glacial 
acetic acid were gradually introduced into the soln.; the flask was cooled under running 
water as it became heated. Beautiful white needles separated, but on recrystallization 
from water the 4: 10- and 5: 12-salts were the products. Were the white needles not 
recrystallized, but simply washed with cold water, and then analyzed, the result approxi- 


mated closely to the requirements of theformula 9Na,0.22WO,.51H,O. Many similar 
trials gave like results, which would mean that the preceding conditions gave in reality 
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two salts 4:10 and 5:12. Usually there was a preponderance of the first salt, the 
4: 10-salt, which J. Lefort made. as a white, insoluble precipitate, by pouring a sat. soln. 
of the normal salt into an excess of glacial acetic acid in the cold. This was collected, 
washed with alcohol, and then dissolved in boiling water. On cooling, it separated in very 
beautiful, transparent, oblique prisms, unalterable in the air. 


E. F. Smith added that the decatungstate is best made by gradually adding 
formic acid to a soln. of normal sodium tungstate in 100 c.c. of water until the soln. 
is distinctly acid, and allowing the mixture to stand for crystallization for 24 hrs. 
The 4:-10-tungstate was the only product, the presence of the 5: 12- and of the 
9 : 22-tungstates was not observed. The product can be purified by recrystalliza- 
tion from water. The crystals are thought to be monoclinic. The sp. gr. of the 
salt, by EH. F. Smith, is 4:3. The crystals effloresce in dry air, and when the 
dehydrated salt is redissolved in water much heat is evolved. V. Forcher gave 
2Na,0.5WO3.12H.0 for the formula; J.C. G. de Marignac, 2Na,0.5WO3.11H,0 ; 
and E. F. Smith, 4Na,0.12W0,.23H,0. The dehydration curve agrees with the 
assumption that the salt has 6 mols. of constitutional water, 4(Na,0.WQs). 
6(H,0.WO;).17H,O. V. Forcher found that the solubility of the salt is 7-94 parts 
per 100 parts of water at 22° ; J. Lefort, 16 per 100 at 15° ; and E. F. Smith, 19 parts 
per 100 at room temp. The dehydrated salt melts at 680-8°. H. F. Smith found 
that the addition of a cold aq. soln. of zinc sulphate produced a white precipitate 

soluble in a slight excess of zinc sulphate. From this solution, on standing, white 

needles separated in stellar aggregations. These were the 4: 10-zinc salt described 
by O. W. Gibbs—vide the pentatungstates. Cadmium sulphate occasioned a white 
voluminous precipitate insoluble in an excess of cadmium sulphate as well as in 
cold and hot water, thus differing from the zinc salt. With cobalt sulphate and 
nickel nitrate precipitates soluble in an excess of the precipitants appeared. The 
precipitate with cobalt sulphate was quite granular. A soln. of zirconium oxychloride 
‘(ZrOCly.8H,O) gave (in a soln. of the 4: 10-salt) a heavy, white and extremely 
gelatinous precipitate, insoluble in water and in an excess of the precipitant. 
Lanthanum sulphate gave a white, insoluble gelatinous precipitate. This also 
occurred with praseodymium and neodymium nitrates. There was nothing 
remarkable about these products. They proved to be insoluble and were easily 
decomposed by nitric acid, eveninthe cold. Uranyl nitrate gave a flocculent yellow- 
coloured precipitate (with the 4:10-salt). It redissolved in a slight excess of the 
uranyl salt. The soln. was filtered, when a white, granular powder separated. 
Ferric ammonium sulphate gave a curdy, slightly yellow precipitate, insoluble in an 
excess of the precipitant. Alwm produced a copious, finely-divided precipitate, 
which curdled on agitation. It proved perfectly insoluble. Chromium potassvum 
sulphate occasioned a precipitate. It was greenish-grey in colour, gelatinous and 
insoluble in excess of the reagent and also in large volumes of water. Lead nitrate 
produced a white, gelatinous precipitate, insoluble in an excess of the precipitant 
and also in hot water. Hydroxylamine hydrochloride (in a soln. of 4: 10-salt) 
caused no precipitation. With hydrazine sulphate a rather voluminous, somewhat 
flocculent, white precipitate appeared, insoluble in cold water, but dissolving rather 
freely in hot water, and was not soluble in an excess of hydrazine sulphate. 
Benzdine hydrochloride produced a white, heavy precipitate not soluble in an excess 
of the precipitant or in boiling water. Phenylhydrazine hydrochloride was without 
visible reaction. Naphthylamine hydrochloride gave a flesh-coloured precipitate, 
insoluble even in boiling water. Hydrochloric acid slowly decomposed it. Andline 
hydrochloride gave no precipitation. 

O. W. Gibbs * found that a mixed soln. of sodium pentatungstate and ammonium 
chloride, furnished white, talc-like scales of ammonium sodium decatungstate, 
16(NH,),0.4Na,0.50W03.50H;0, or 4{4(NH,),0.10W03}.4Na.0.10W0O3.50H,0. 
W. I. Baragiola obtained ammonium sodium 8 : 1-decatungstate, 3(NH,),0.Na,.0. 
10W0O;.12H,O, from a hot, sat. soln. of a mol of sodium tungstate and 2 mols 
of ammonium chloride. It is either an isomorphous mixture, or a salt 
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NaO.W0,.0.WO(0.WO,.ONH,)3._ EH. F. Smith prepared calcium decatungstate, 
4Ca0.10WO3.25H,O, as a white, granular powder which did not melt at a low 


red-heat; similarly also with strontium decatungstate, 4SrO.10W0O3.26H,O, 


and barium  decatungstate, 4Ba0.10W03.22H,O ; zine decatungstate, 
47n0.10W03.29H,0—wide supra, the pentatungstates ; manganese decatungstate, 
4Mn0.10W03.30H,O, appears as a white precipitate; cobalt decatungstate, 
4C00.10W03.35H,0, is pink, and insoluble; and nickel decatungstate, 
4Ni0.10W03.34H,O, is a greenish-white powder. A. Wolff prepared potassium 
ferric decatungstate, 3K,0.Fe,03.10W03.23H,0. 


A. Rosenheim and H. Schwer 5 prepared ammonium ferric dodecatungstate, | 


4(NH,).0.Fe.03.12W0O3.23H,0, which they represented by the formula 
(NH,),H.|Fe(WO,)¢].9H,O. Ferric chloride soln. was added in small portions 
at a time to a boiling soln. of sodium paratungstate. The brown precipitate first 
produced redissolves in the liquid. Ammonium chloride was added to saturation. 
On cooling the soln., a pale yellow, microcrystalline precipitate separated out. 
By using potassium chloride in place of ammonium chloride, potassium ferric 


dodecatungstate, K,H-[Fe(WO,),¢|.9H,O, was similarly obtained. When the — 


salt is heated nine mols. of water are expelled more readily than the remainder. 
Thus, at 120°, 8-8 mols. were given off; similarly at 130°; at 140°, 8-9 mols. were 
given off; at 160°, 9:3 mols. ; and at a red-heat, 11-5 mols. The eq. conductivity 
of a soln. of an eq. of K,H;[Fe(WO,)¢].9H.O in »v litres of water at 25° was : 


v : “es 64 128 256 512 1024 
A : , = TOS 88°36 97°27 105-65 1PD6*7 125-9 


from which it follows that Ajo9%,—As2=47:8. The sp. conductivities of 
a N-{K,H;[Fe(W0O,)¢].9H.O} with additions of 0, 1, and 2 eq. of ;;N-NaOH, are 


respectively 1-349, 1-562, and 1-704 mhos, and with more of the soda-lye, ferric — 


hydroxide separates out. All this is taken to mean that an enneabasic ferritungstic 
acid is involved, resembling the corresponding ferrimolybdic acid. The anion 
is unstable towards hydroxyl ions so that acids of higher basicity are scarcely 
possible. The tetrabasic potassium salt is ionized approximately the same as 
an ordinary “neutral salt.” A guanidinium salt, (CHgN3)3H,[Fe(W0O,)¢].9H.0, 
has been prepared—ude supra, paratungstates. 

G. von Knorre 6 fused potassium paratungstate, or a mixture of a mol of the 
normal tungstate with one or two mols of tungsten trioxide, and extracted the 
mass with water. Crystals of potassium tetradecatungstate, 5K,0.14W0Os, 
remained. They are very sparingly soluble in cold water, and rather more soluble 
in hot water. 

W. I. Baragiola’ obtained ammonium sodium 8 : 2-pentadecatungstate, 
3(NH,4)20.2Na,0.15WO3.25H,0, in white plates from a soln. of 2 mols of ammonium 
chloride and a mol of sodium tungstate after the decatungstate has separated out. 
A hot, sat. soln. of 2 mols of ammonium chloride and one mol of sodium tungstate 
furnishes crystals of ammonium sodium 4 : 2-pentadecatungstate, 4(NH,),0. 
2Na,0.15W03.21H,0. 

J. C. G. de Marignac 8 obtained ammonium hexadecatungstate, 3(NH,).0. 
16WO3.17H,0, by the spontaneous evaporation of a soln. of the metatungstate 
mixed with some hydrochloric acid. ‘The crystals are probably triclinic, and they 
lose about 13 mols. of water at 100°. The aq. soln. has an acid reaction; and on 
crystallizing the aq. soln., the metatungstate separates out first. O. W. Gibbs, 
and G. von Knorre prepared ammonium sodium hexadecatungstate, 

4(NH4)20.3Na.0.16WO3.18H,0. G. Jander and co-workers prepared arsenic 
octodecatungstic acid, Hg[ As(W.0-)o]. 

As indicated in connection with the decatungstates, O. W. Gibbs 9 prepared 
a complex sodium docositungstate, 5Na,0.12W0Os. 5Na,0. 10WO3.51H,0, or 
9NayQ0.22WO3.51H,0, in following the directions of C. Scheibler for preparing 
the paratungstate, and he added that this salt is produced in crystals if the pro- 


a a ee. 
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portion of hydrochloric acid is just sufficient to give a wine-red reaction with 
litmus. EK. F. Smith found the dehydrated salt melts at 683:3°. He obtained 
this salt, but doubted its individuality. By treatment with zinc sulphate, zine 
docositungstate, 9ZnO.22W0O3.66H,0, is formed. 
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§ 17. The Pertungstic Acids and the Pertungstates 


According to T. Fairley,1 hydrogen dioxide dissolves tungsten trioxide forming 
a soln. containing an unstable higher oxide from which green, scaly crystals are 
deposited on evaporation over sulphuric acid in vacuo; this product is soluble 
in water, and forms unstable, crystalline compounds with the alkali dioxides. 
J. B. Cammerer treated tungsten trioxide with a boiling, two per cent. soln. of 
hydrogen dioxide, and on evaporating the soln. he obtained a deep orange, 
amorphous mass of monopertungstic acid, H,W0O;.H,O0, or WOs3.H,0..H,0, 
which dissolves in water, and the soln. has an acidic reaction. 3B. Kellner could 
not isolate a product of definite composition from a soln. of hydrated tungstic 
acid in hydrogen dioxide. When the soln. is concentrated, it decomposes when 
heated, although the dil. soln. does not decompose when boiled at 100°. No 
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precipitation occurs when alcohol or ether is added. If evaporated in a desiccator, — 
an amorphous substance approximating perditungstic acid, H,W.203.2H.O, or — 
W.07.3H,O, is formed. It decomposes at about 35°. It decomposes in water 
with the evolution of oxygen; L. Pissarjewsky was unable to prepare this — 
compound; but he inferred from his observations on the thermal value, @ Cals., 
of the reaction between tungsten trioxide and hydrogen dioxide that such a com- 
pound probably exists but is less stable than that between hydrogen dioxide 
and molybdenum trioxide (q.v.) : 


Mols H,O, per mol WO, 1 2 10 
Heat developed, . 0-89 1-536 2-001 2-728 3-233 3-335 3-466 Cals. 


J. Brode’s observations on the distribution of hydrogen dioxide between ether and 
aq. soln. of tungstic acid, at 20°, confirm the view that if monopertungstic acid — 
exists In aq. soln., it is even more dissociated in aq. soln. than is the case with the 
corresponding monopermolybdic acid. Thus, with soln. containing 4M-Na,.WO, 
and 4M-H,SQ, : 

Free H,O, - 0-265 0-200 0-097 mol 

Bound H,O, per “mol WO,» . 134 T13 0-77 mol 


L. Pissarjewsky assumed that the soln. contained monopertungstic acid, 
WO,(OH)(OOH), and dipertungstic acid, WO,.(OOH)., in equilibrium: 
nW0,(00H)2+(n-+-m)H,02(n— m)WOx(QOH)(OH)-+-mW0O.(OH)s-+(n-+-m)H0s, 
He calculated the heat of formation of H,WOs; in soln. from tungstic acid and 
oxygen to be —-18-154 Cals. A. Mazzucchelli and C. Barbero found the potential — 
of a gram-equivalent of sodium pertungstate in 10 litres of N-H,SO,, against a 
Hg : Hg.SO,: N-H,SO,-electrode, after 1, 4, and 15 hrs., to be respectively 
—0-891, —0-881, —0-865 volt with a large platinum electrode ; —0-894, —0-886, 
—0-865 volt with a small platinum electrode; and —0-970, —0-952, and —0-947 
volt with a gold electrode. A. Mazzucchelli and M. Borghi studied the formation 
of complexes with optically active organic substances. HE. P. Alvarez studied 
the action of the pertungstates on soln. of lead acetate (white precipitate), silver 
nitrate (white precipitate), mercurous nitrate (white precipitate, with rapid 
decomposition), mercuric chloride (red precipitate), copper sulphate (blue 
precipitate), zinc and cadmium sulphates (white precipitates), bismuth nitrate 
(white precipitate), gold chloride (shght effervescence and escape of oxygen), 
manganous chloride (pink precipitate), nickelous chloride or sulphate (greenish- 
white precipitate), cobaltous nitrate and chloride (pink precipitate), ferrous 
sulphate (green or bluish-green precipitate), ferric chloride (red ferric hydroxide), 
and alkaline earth chlorides (white precipitates). The precipitates are all per-salts — 
of the bases in question. | 
According to HE. Péchard, when a soln. of sodium paratungstate is boiled for a 
few minutes with hydrogen dioxide, it assumes a yellow tint, and no longer gives’ 
a precipitate with nitric acid; when it is evaporated in vacuo, the syrupy liquid — 
deposits small, white, radiating crystals of Na ,O.W.0,.2H,O, that is, sodium 
monoperditungstate, Na,W.,0s.2H,0. He also prepared ammonium mono- 
perditungstate, in a similar manner, but B. Kellner could not isolate an ammonium 
pertungstate. KH. Péchard added that sodium perditungstate is more soluble 
in water than sodium paratungstate ; it gives off water when heated in vacuo, 
and finally decomposes with the evolution of oxygen. Alkali-lye destroys these 
salts with the liberation of oxygen; and aq. soln. liberate iodine from potassium 
iodide, and chlorine from hydrochloric acid. G. EK. Thomas found that by electro- 
lyzing a 30 per cent. soln. of sodium tungstate slightly acidified with acetic acid, 
sodium pertungstate is formed, but he did not isolate the salt; but J. Eltzbacher 
could not prepare sodium pertungstate by the electrolysis of a ‘soln. of the normal — 
tungstate using a high anodic current density. B. Kellner could not prepare. 
K. Péchard’s hydrate, but he obtained crystals of the tetrahydrate, NagW.03.4H,9, © 
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belonging to the rhombic system, by the action of hydrogen dioxide on an acid 
soln. of sodium paratungstate mixed with a little sodium tungstate so that the 
soln. would not react acid. A. Mazzucchelli and C. Barbero found the electrode 
potentials towards the normal calomel electrode with soln. of sodium perditungstate, 
Na2W203.6H,0, after 1, 3, and 7 hrs. to be respectively —0-746, —0-733, and 
—0-733 volt with large platinum electrodes; —0-729, —0-736, and —7-730 volt 
with small platinum electrodes; and —0-699, —0-687, and —0-699 volt with 
gold electrodes. Hydrogen dioxide does not dissolve silver paratungstate, 
and it is decomposed by normal silver tungstate; but silver perditungstate, 
AgoW.03.4H,O0, was obtained by adding silver nitrate to a soln. of potassium 
pertungstate. The white precipitate 1s sparingly soluble in water. B. Kellner 
also prepared strontium perditungstate, SrW.0,.6H,O, by adding an excess of 
strontium nitrate to a soln. of potassium hypertungstate containing a little hydrogen 
dioxide ; and similarly with barium perditungstate, BaW.0,.6H,.O. 

L. Pissarjewsky prepared a salt with the composition, sodium perditungstate, 
NagW209.6H.O, by warming sodium paratungstate for 10 minutes with an excess 
of hydrogen dioxide, precipitating the salt by the addition of alcohol, and recrystal- 
lizing from water. The white powder has a yellow tinge, and it consists of micro- 
scopic, rhombic prisms. It deliquesces a little in air, and with dil. sulphuric acid 
it forms hydrogen dioxide, and with conc. sulphuric acid, ozone. B. Kellner 
obtained white: rhombic crystals of lithium perditungstate, Li.W.0 9.6H,0, by 
adding a soln. of lithium sulphate to a soln. of ammonium paratungstate in hydrogen 
dioxide. The salt is sparingly soluble in water. According to L. Pissarjewsky, 
the ratio of WOs to active oxygen in NagW20g.2H,0 is 2: 1, and in Nag W.09.6H,0, 
1:1, when determined by titration with potassium permanganate in sulphuric 
acid soln. Hence, by analogy with the persulphates, the constitutions of the acids 
corresponding with these two salts may be represented : 


OW /0—9 \w/0 ON a OL oe ZO 
oP™\onHo?™Ko = 07"\o.0n 10.07 "Ko 


Monoperditungstic Acid, H,W,0, 


OO ORL VG ORO Okt 8 
pon at hare rN ° 970.08 40.0” "{o 


Diperditungstic Acid, H,W.0O, 


so that L. Pissarjewsky’s acid can be regarded as a condensation product of two 
molecules of H,WOs, 7.e. 


O 
O\wZ0 
06) So=H: 


with the expulsion of a mol. of water. P. G. Melikoff and L. Pissarjewsky also 
prepared a peroxidized salt of this acid, namely, sodium dipertungstate, 
Nag02.WO4.H209, or Na,Oz.WO;.H,O, which can be regarded as a derivative of 
dipertungstic acid, H2WO-, or 


O\y /0.0.0H O 
O hOBi ys 6 


or 


O 
\ eee “O. OH. O 
Vo OOH O 
| O 


The salt was prepared by the action of a well-cooled soln. of sodium hydroxide 
(13 mol NaOH to one mol of NaWO,) and hydrogen dioxide (six times the calculated 
quantity) on a soln. of perditungstate. The yellow powder slowly decomposes 
with the evolution of oxygen ; when warmed it decomposes with a feeble detonation ; 
and when treated with water, the evolution of oxygen is attended by effervescence. 
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Todine is liberated from potassium iodide; and with conc. sulphuric acid ozone is 
given off, and with dil. sulphuric acid, hydrogen dioxide is formed. By cooling to. 
—2° a soln. of 3 mols of sodium hydroxide, half a mol of NagW.2Og, and an excess of 
hydrogen dioxide, P. G. Melikoff and L. Pissarjewsky obtained a yellow complex 
(NagOe)2WO,4(Na,0o.WO4.H,0.2).7H20, which behaves chemically like the 
preceding salt. HE. Wegelin reported sodium dipertungstate, Na,.WO,.4H.0, 
or NagWO4.2H,02.2H,0, a derivative of dipertungstic acid, H,WO,: 


O 
Or Nie AH. O\\7/0.0H 
O Woe = 07™\o.0n 
O 


to be formed by cooling a soln. of normal sodium tungstate with an excess of 25 per 
cent. hydrogen dioxide. The white, crystalline powder has a yellow tinge; it 
gives off oxygen when dissolved in water. The salt also exhibits the general 
properties of the pertungstates. P. G. Melikoff and L. Pissarjewsky prepared 
potassium hypertungstate, K.O0,.WO,.H.O, derived from the acid 


0 
OX 3940/00 Hao AG 0.01 
6/7 V\0.0.0.08 7 9 > 6 on 
. O 


or, if the water of crystallization be included in the formula, and pertungstic acid 
be represented WO(OOH),, the potassium salt becomes WO(OOK).(OOH)s. It 
was obtained by adding an excess of hydrogen dioxide to a well-cooled soln. of 
potassium hydroxide and tungstate, and precipitating the salt by the addition of 
alcohol. The pale yellow precipitate decomposes in air; it explodes by friction, or 
by rapidly heating it to 80° ; if slowly heated, oxygen is given off. When treated 
with water, oxygen is given off; and the salt gives other reactions characteristic of 
the pertungstates. B. Kellner prepared hexagonal prisms of potassium hyperditung- 
state, K,W.0,;.4H.O, from a soln. of potassium paratungstate and cold 20 per 
cent. hydrogen dioxide. The salt is stable ; and it is precipitated from its aq. soln. 
by a mixture of alcohol and ether. Most salts of the heavy metals give precipitates 
with the aq. soln.—e.g. barium, lead, mercuric, and silver nitrates, and thallosic 
sulphate. 

B. Kellner obtained lithium pertetratungstate, LigW,01¢.9H,O, in hexagonal 
crystals, from the mother-liquor in the preparation of the diperditungstate. He 
also prepared rubidium pertetratungstate, Rb,W,0,;.3H.O, in stable, rhombic 
plates by evaporating the filtrate from a soln. of rubidium paratungstate in an 
excess of 20 per cent. hydrogen dioxide; and white crystals of magnesium pertetra- 
tungstate, Mg.W,0o9.9H,0, from a soln. of magnesium paratungstate in an excess 
of 20 per cent. hydrogen dioxide. B. Kellner reported calcium perhexatungstate, 
Cag W ,6027-8H,0, to be formed, as a white precipitate, by adding calcium nitrate to 
a soln. of sodium paratungstate and normal tungstate in an excess of hydrogen 
dioxide. If potassium hypertungstate is dissolved in 10 to 15 times its weight of 
cold water, and the soln. allowed to stand overnight, rhombic crystals of potassium 
perdecatungstate, K,4W3 9052.22H,0, are formed. If cesium sulphate be added to 
a hot soln. of 5 mols of sodium paratungstate and 2 mols of the normal sulphate 
in an equal weight of 20 per cent. hydrogen dioxide, on cooling, a microcrystalline 
precipitate of ceesium perdodecatungstate, Cs,W,.0,,.12H,O, is formed. An 
excess of a soln. of cesium sulphate added to a hot soln. of sodium paratungstate 
in 1-2 to 1-4 times its weight of 15 per cent. hydrogen dioxide, yields yellow crystals 
of czesium perparatungstate, Cs} )W .0,,.11H,O ; and rubidium sulphate similarly 
furnishes rubidium perparatungstate, Rb, gWj.044.12H.O, as a microcrystalline 
powder. ‘These salts want overhauling. | 
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§ 18. Tungsten Fluorides and Oxyfluorides 


According to H. Moissan,! fluorine at ordinary temp. attacks tungsten with 
incandescence forming a volatile fluoride. J. J. Berzelius observed that while 
tungsten trioxide which has been ignited dissolves sparingly in hydrofluoric acid, ~ 
hydrated tungsten trioxide forms with hydrofluoric acid a yellow, milky liquid, 
which is soluble in a large proportion of water. On evaporation, the soln. yields a 
yellow syrup, which, at a higher temp., loses some acid and solidifies to a greenish 
mass. ‘The product is not decomposed by ignition in a closed vessel, and redissolves 
imperfectly in water to form a milky liquid as before; while the insoluble part 
retains hydrofluoric acid so very tenaciously that it can be expelled only by ignition 
with lumps of ammonium carbonate. The salts obtained by J. J. Berzelius were 
probably fluodioxytungstates—vide infra. A. Riche said that hydrated tungsten 
trioxide dissolves in conc. hydrofluoric acid at 50° to 60°, but on evaporating the 
soln. in air, crystals of hydrated tungsten trioxide separate out. 

A. Rosenheim and T. H. Li2 obtained complex salts of tungsten trifluoride, WF3, 
namely, ammonium tungsten tetrafluoride, (NH,)WF,.H,O; and potassium 
tungsten tetrafluoride, K WF,.H,O0—vide onfra, tungsten trichloride. 

O. Ruff and co-workers? obtained tungsten hexafluoride, WF, by the action of 
anhydrous hydrogen fluoride on tungsten hexachloride in a copper-lined bomb at 
ordinary temp. The gas is passed over titanium tetrafluoride to absorb the excess 
of hydrogen fluoride, and then into a platinum vessel, or a paraffin-lined vessel, 
cooled to —70°, at which temp. the product is solid. Tungsten hexafluoride is 
also formed by the interaction of the hexachloride and arsenic trifluoride, 
but even repeated fractionation does not quite free the product from arsenic 
trifluoride. The most convenient mode of preparation is gradually to add 
antimony pentafluoride to tungsten hexachloride, cooled by a freezing mixture, 
and subsequently to distil the product. Glass vessels can be used. The yield 
is 60 to 80 per cent. Tungsten hexafluoride is a colourless gas at ordinary 
temp. It is ten times as heavy as air, and is the heaviest of all known gases. At 
atm. press., it condenses at the b.p., 19-5° to a pale yellow liquid, and below the 
m.p. 2:5° it forms a white solid. The vap. press. at 25° is 8375 mm.; at 15°, 
649 mm.; at 19°, 751 mm.; and at 195°, 760 mm. It vaporizes without melting 
at —20° under 380 mm. press., and at 0° under 760 mm. press. The vapour density 
at 18-5° is 303—theory 298. The compound fumes strongly in air forming a 
bluish-white cloud. It is decomposed by water with the separation of yellow, 
hydrated tungsten trioxide. The gas is freely soluble in aq. alkalies, and aq. 
ammonia ; and it is absorbed by alkali fluorides forming complex salts. Ammonia 
gas reacts vigorously forming a brown solid ; while liquid ammonia in a closed vessel 
forms ammonium fluoride and a clear soln. which on evaporation leaves a white solid. 
Tungsten hexafluoride, particularly if it contains traces of hydrogen fluoride, rapidly 
attacks copper, zinc, mercury, tin, lead, antimony, iron, cobalt, and nickel, the 
metal so acquires a blue or grey film. Gold and platinum are not attacked by 
tungsten hexafluoride. 

O. Ruff and co-workers prepared tungsten oxytetrafluoride, WOF,, by the 
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interaction of equal amounts of the oxytetrachloride and anhydrous hydrogen 
fluoride in a platinum vessel at 20°, and then allowing the temperature to rise 
gradually. After 24 hrs., the vessel is heated to 280°, while the upper part is kept 
cool. The oxytetrafluoride condenses in the neck as a snow-white mass. It has 
also been obtained by the action of lead or bismuth fluoride on tungsten trioxide, 
while moisture is carefully excluded. At ordinary temp., the oxytetrafluoride forms 
colourless, hygroscopic plates; its m.p. is 110°, and its b.p. 185° to 190°. It is 
coloured yellow in moist air owing to the separation of hydrated tungsten trioxide ; 
it forms a clear soln. with water while generating much heat, hydrogen fluoride 
is given off, and the soln. soon deposits hydrated tungsten trioxide. Hydrogen 
sulphide attacks it superficially, with partial reduction to a blue substance. It 
absorbs ammonia in the cold forming tungsten hemiamminoxytetrafluoride, 
2WOF,.NH3. This substance is orange coloured; it acquires a white crust on 
exposure to air; 1t melts when heated giving off hydrogen fluoride and ammonium 
fluoride, and leaving a residue of blue tungsten trioxide ; when heated in ammonia, 
it detonates slightly ; it is insoluble in liquid ammonia; it dissolves in water and 
acquires a blue colour; and the aq. soln. remains clear for some time, but slowly 
deposits hydrated tungsten trioxide. Tungsten oxytetrafluoride is insoluble in 
carbon tetrachloride, but soluble in carbon disulphide, chloroform, and absolute 
alcohol ; it is sparingly soluble in dry benzene, and with moist benzene the tungsten 
is partly reduced; it is slightly soluble in ether with the development of heat ; 
and in acetic anhydride with partial decomposition. It does not attack in the cold 
copper, silver, zinc, tin, lead, aluminium, arsenic, bismuth, and iron, but when 
heated, or when moist, the metal acquires a blue film. 

Attempts by O. Ruff and co-workers to prepare tungsten dioxydifluoride, 
WO.F>., were not successful, although this compound mixed with the oxytetra- 
fluoride results when tungsten trioxide and lead fluoride are heated in the presence 
of a trace of moisture ; and a little is formed by the action of water on the oxytetra- 
fluoride. According to J. C. G. de Marignac,* when the normal or meta-tungstates 
are dissolved in hydrofluoric acid, compounds of the metal fluorides with tungsten 
dioxy difluoride—fluodioxytungstates—are formed. The salts are usually soluble in 
water, and they crystallize readily. The dry salts attack glass. Acids do not 
produce a precipitate in aq. soln., but the soln. slowly deposits hydrated tungsten 
trioxide. Some reactions of soln. of these salts were described by R. D. Hall and 
i. F. Smith—vide Table III, 9. 55, 4. 

J. C. G. de Marignac prepared ammonium trifluodioxytungstate, NH,F. 
WO.F..H,0, or, according to A. Werner, NH,[WO,F3(H,0)], by the action of 
hydrofluoric acid on ammonium paratungstate; the exact conditions are not 
known because often the tetrafluodioxytungstate and tungsten trioxide are produced. 
The rhombic bipyramids have the axial ratios a: b : c=0-5224: 1: 0-7268. Some 
combinations are pseudohexagonal; and twinning like aragonite may occur. 
F, Mauro discussed the isomorphism of the salt. The salt is decomposed by 
water, but can be crystallized unchanged from water containing hydrofluoric 
acid. J.C. G. de Marignac also prepared rectangular plates of ammonium 
tetrafluodioxytungstate, 2NH,F.WO.F,.H,O, which A. Werner formulated 
(NH,4)of WOoF, | < and ahs W. Mallet 


Og 2 i a 


The salt was obtained from a soln. of ammonium tungstate in hydrofluoric acid. 
The rhombic bipyramids have the axial ratio a : 6 : c=0-4128 : 1: 1-0027. F. Mauro, 
and KE. Scacchi found the salt to be isomorphous with 2NH,F.MoOQ,F., and 2NH,F. 
MoOF,. J.J. Berzelius seems to have prepared this salt as well as the corresponding ~ 
potassium compound—vide supra. J.C. G. de Marignac found that ammonium 
tetrafluodioxytungstate does not change at 100°, and at a higher temp. it decomposes 
without melting. When rapidly heated, vapours of tungsten hexafluoride are given 
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off leaving a blue oxide of tungsten behind. The salt is very soluble in water, and 
the addition of ammonia to a conc. soln. gives a precipitate which is soluble in 
excess. If the aq. soln. is evaporated in air, crystals of ammonium paratungstate 
are formed, and a crust adheres to the walls of the vessel. When this is recrystal- 
lized from a hot ammoniacal soln., regular octahedra of ammonium trifluotri- 
oxytungstate are formed—wz. (NH,)2WO,.4NH,F.WO,F,, or, according to 
A. Werner, (NH,)3[ WO3F3]. F. Mauro said that the crystals are isomorphous with 
_ the corresponding salt of molybdenum; and H. Baker discussed its relationship 

with other complex salts. The salt does not change at 100°, but at a higher temp., 
it loses ammonia, ammonium fluoride, and hydrogen fluoride. Water dissolves all 
but a small residuum; aq. ammonia dissolves the salt freely and when the soln. is 
evaporated ammonium paratungstate is formed? 

J. C. G. de Marignac obtained crystals of sodium tetrafluodioxytungstate, 
2NaFk.WO.Fo, or Nas[ WO2F,], from soln. of the normal or acid tungstates in hydro- 
fluoric acid. J.J. Berzelius also prepared a similar salt. J.C. G. de Marignac 
said that the crystals are probably monoclinic; they melt at a dull red-heat. 
There is very little loss if the salt is heated in a closed vessel, but in air, the molten 
mass becomes yellow probably by the separation of tungsten trioxide, and there is 
a loss of 13-5 to 13-7 per cent. A soln. of potassium paratungstate in an excess of 
hydrofluoric acid furnishes rhombic bipyramids of potassium trifluodioxy- 
tungstate, KF.WO,F,.H,O, or K[WO,F3(H,O)], with the axial ratios a:b:¢ 
=0-5243 : 1: 0-7349, and isomorphous with the ammonium salt. The salt loses 
all its water at 100°; and when heated to a higher temp. it behaves like the tetra- 
fluodioxytungstate. The salt acquires a yellow colour when heated; it is soluble 
in water with decomposition. The salt can be recrystallized in the presence of an 
excess of hydrofluoric acid, otherwise potassium tetrafluodioxytungstate, 
2KF.WO.F>.H,0, or Ke[WO.F,].H,0, is formed—vwde supra for the alternative 
formula. This salt was prepared by J. J. Berzelius, J. C. G. de Marignac, 
G. Marchetti, and A. Piccini from a soln. of tungsten trioxide in hydrofluoric acid, 
and adding potassium hydroxide, or from a hydrofluoric acid soln. of potassium 
tungstate. The soln. is evaporated to dryness on a water-bath, extracted with hot 
water, and the filtrate cooled. The colourless plates resemble those of boric acid, or 
of mica; J. 0. G. de Marignac observed that they are monoclinic prisms with the 
axial ratio a: b: c=1-0019 : 1: 1:0481, and B=98° 47’. E. Scacchi said that the 
(010)-cleavage is incomplete. G. Marchetti said that the salt becomes anhydrous 
at 100° forming tabular crystals. J.J. Berzelius said that the salt melts at a red- 
heat without decomposition, and when cooled it is greenish-yellow. J. C. G. de 
Marignac added that if heated to redness in air, it gives off hydrogen fluoride, and 
forms tungsten trioxide; and ultimately normal potassium tungstate with a loss 
of about 16 percent. J.J. Berzelius found that the salt is sparingly soluble in cold 
water, and freely soluble in hot water; and J. C. G. de Marignac observed that 
100 parts of water at 15° dissolve 5-88 parts of the salt. J. J. Berzelius said that the 
salt can be crystallized unchanged from its soln. in water, or dil. hydrochloric acid. 

J. C. G. de Marignac prepared monoclinic prismatic crystals of copper tetra- 
fluodioxytungstate, CuF,.WO.F,.4H,O, isomorphous with Cul,.Tik,.4H,0, and 
with the axial ratios a: b : c=0-7648 : 1 : 0-5629, and B=103° 14’. The salt is not 
altered at 100°; at a higher temp. it loses water and hydrogen fluoride, ultimately 
forming normal copper tungstate. The salt is freely soluble in water. If an 
aq. soln. of this salt be mixed with ammonium fluoride, it furnishes tetragonal 
crystals of ammonium copper pentafluodioxytungstate, NH,F.CuF,.WO.F>.4H,0, 
with the axial ratio a : c=1 : 1-0945, and isomorphous with NH,F.CuF,.TiCly.4H,0. 
J.C. G. de Marignac obtained silver tetrafluodioxytungstate as a deliquescent mass 
which easily decomposes; and zinc tetrafluodioxytungstate, ZnF..WO.F>,.10H,0, 
or Zn[ WO.,F,].10H,0, in triclinic crystals which effloresce in dry air, and melt in 
their water of crystallization below 100°. The salt is easily soluble in water. The 
corresponding cadmium tetrafluodioxytungstate is easily decomposed, and is very 
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deliquescent. F. Ephraim and L. Heymann prepared thallous trifluodioxytung- 
state, TIF.WO.F., and thallous tetrafluodioxytungstate, 2TIF.WO.F., in rhombic 
plates, from a conc. hydrofluoric acid soln. of tungsten trioxide mixed with thallous 
fluoride in the cold; hot soln. furnish thallous heptafiluotetroxyditungstate, 


3TIF.2WO2F., in long prisms. J.C. G. de Marignac prepared manganese tetra- — 


fluodioxytungstate which is easily decomposed and very deliquescent; and nickel 
tetrafluodioxytungstate, NiF,.WO.F,.10H,0, in deliquescent crystals. A. Miolati 
and G. Rossi prepared cobaltic hexamminoheptafluotetroxyditungstate, 
[Co(NH3)g]F3.2WO2Fs, as a yellow crystalline powder, by adding the hexam- 
minotrifluoride to a soln. of tungsten trioxide in hydrofluoric acid, and crystallizing 
from the soln. in dil. acid. The crystals are stable at 110°. 

A, Piccini 5 prepared potassium tetrafluotrioxypertungstate, 2K F.WO;F,.H,0, 
by cooling a hot soln. of potassium tetrafluodioxytungstate in hydrogen dioxide, 
washing the product with water, and recrystallizing from hydrofluoric acid mixed 
with hydrogen dioxide. The tabular crystals are not changed in air; they give off 
water vapour at 100°; at 150°, oxygen comes off; and after a prolonged heating 
in air, normal potassium tungstate remains. The salt is sparingly soluble in cold 
water, and freely soluble in hot water. The aq. soln. is fairly stable. According 
to A. Mazzucchelli and C. Barbero, the oxidation potential of a soln. of a mol of 
the salt in 15 litres of water is 0-787 to 0-751 volt. 
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§ 19. The Tungsten Chlorides 


H. E. Roscoe 1 reported tungstous chloride, or tungsten dichloride, WCl., to be 
formed by heating in a bath of molten zinc tungsten tetrachloride in a current of 
carbon dioxide ; or by tungsten hexachloride in hydrogen. H. E. Roscoe described 
the product as a grey, amorphous mass, which is not stable in air. When heated 
in hydrogen previously passed over warm nitric acid, it forms ammonium nitrite. 
Water dissolves a little of the dichloride forming a brown soln., but hydrogen is 
slowly evolved and a brown oxide and hydrochloric acid are produced. W.Hampe 
said that the dichloride is infusible. 

J. B. Hill found that it is difficult to control the reduction of the hexachloride 
by sodium amalgam, or potassium-sodium alloy, and the yield of dichloride is poor. 
According to K. Lindner and co-workers, tungsten dichloride cannot be prepared 
from the metal and carbonyl chloride, because, over a wide range of temp., carbon 
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and red oxytetrachioride, as well as tungsten hexachloride and pentachloride are 
formed. The hexachloride is readily reduced to the dichloride when it is heated with 
powdered quartz and aluminium, magnesium, zine, or lead in a current of nitrogen. 
The product is extracted with hydrochloric acid, and the reddish-yellow extract is 
concentrated and saturated with hydrogen chloride, thus causing the separation of 
chloroaquotungstous acid, H[W3;Cl,(H.O)].3H,0, in slender, yellow needles which 
are much less stable than the corresponding compound of molybdenum. The mol. 
wt. of C;H;N.H[ WsCl7], calculated from the f.p. of soln. in nitrobenzene is 889, when 
_the theoretical value is 901. K. Lindner made some observations on the constitu- 
tion of the salt. Chloroaquotungstous acid readily loses hydrogen chloride when 
exposed to air. In alcoholic soln., or on gently heating, a mol. of hydrogen chloride 
is evolved, and there remains a yellow insoluble residue of monohydrate, W3Cle.H,0. 
The compound is soluble in alkali-lye with the evolution of hydrogen and the forma- 
tion of alkali tungstate. J. B. Hill said that the aq. soln. of chloroaquotungstous 
acid when treated with potassium hydroxide forms a clear yellow soln., which 
rapidly darkens, and from which weak acids precipitate a black, gelatinous 
precipitate of hydrated W,03. The brown alkaline soln., on keeping for twenty-four 
hours in the air, slowly loses its colour, and when treated with weak acids yields a 
yellow, gelatinous precipitate of hydrated WO,. According to K. Lindner and 
A. Kohler, hydrolysis with a little water furnishes the dihydrate, [W3Cl4(H20)2|Clo, 
whereas with an excess of water, tungstic acid is formed. Sulphuric acid converts it 
into W3Cl,(SO,) ; and hydrobromic acid into H[ WsBr,Cl.(H,O)].9H,O. J.B. Hill 
said that chloroaquotungstous acid is soluble in alcohol, acetone, acetic acid, and 
mixtures of alcohol and ether, but almost insoluble in ether. K. Lindner and 
A. Kohler prepared a number of complex salts with pyridine : CgH;N.H[ W3Cl,(H,0)], 
in yellow leaflets C;H;N.H[W,0,].8H,O ; (C;H;N)3H,[ W2Clg], in yellow octahedra ; 
C5H;N.H[ W3Cl,(C;H;N)].2(CoH;),0 c and C,H,(NH,)o.Ho[ W3Cl+]o.2H,0. W. Biltz 
and C. Fendius gave 5-436 for the sp. gr. of the anhydrous chloride at 25°/4°, and 
46-9 for the mol. vol. F. W. Bergstrom found that a slightly soluble ammoniobasic 
halide is formed with liquid ammonia. 

R. F. Bernhardi-Grisson 2 found that in the electrolytic reduction of hydro- 
fluoric acid, or aq. alcoholic soln. of tungstic acid, the reddish-brown liquid behaves 
towards potassium permanganate, or an ammoniacal soln. of silver nitrate as if it 
contained a tervalent tungsten salt. O. Olsson also was able to reduce soln. of 
tungstic acid to tervalent tungsten, by means of tin, and from the soln., he prepared 
complex salts of tungsten trichloride, WCl,;. O. Collenberg and co-workers 
discussed the electrolytic reduction of hydrochloric acid soln. of tungstic acid to 
the tervalent stage—vide supra, tungsten trioxide ; and K. Someya, the titration of 
soln. of tungsten trichloride with copper sulphate soln. A soln. of tungstic acid in 
conc. hydrochloric acid was prepared by gradually adding a soln. of potassium 
metatungstate to boiling hydrochloric acid. The soln. at 40° to 60° is then 
reduced with tin until the colour is.a deep green; it is then rapidly filtered 
through glass wool, and the filtrate sat. with hydrogen chloride, cooling mean- 
while with a freezing mixture. A yellowish-green to yellowish-brown powder 
gradually separates; the current of hydrogen chloride is stopped after six to 
seven hours, and the crystals allowed to deposit for twenty-four hours, after which 
time they are collected, washed with alcohol and ether, dried in a current of carbon 
dioxide, and preserved in a carbon dioxide desiccator. The yield of potassium 
tungsten enneachloride, K;W.Clg, is about 50-55 per cent. A. Rosenheim and 
HK. Dehn also prepared this salt. If ammonium metatungstate is employed in 
place of the potassium salt, ammonium tungsten enneachloride, (NH,)3W.Clo, is 
formed. QO. Collenberg and K. Sandved found that 100 c.c. of a soln. at 20° has 
15-4 grms. of the potassium salt. O. Collenberg and K. Sandved found the f.p. 
of soln. with 9-362, 3-521, and 0-8681 grm. K,W.Cly per 100 grms. of water are 
lowered respectively 0-639°, 0-267°, and 0-078°, corresponding with the respective 
osmotic factors 1=2-95, 3:28, and 3-89. The eq. conductivity, A, and the 
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degree of ionization, a, for soln. with an eq. of the salt in v litres of water at 
1°, are: 


8 16 32 64 128 256 oo 


Vv : 
A #3. DOTS 61-0 65:5 69:8 75-1 78-4 86°3 
a : — 0-71 0:76 0-81 0-87 0-91 — 


P. Ray and H. Bhar gave —0-265x10~6 mass unit for the magnetic suscepti- 
bility. O. Olsson added that by treating the potassium salt with a hydrochloric 
acid soln. of rubidium chloride, rubidium tungsten enneachloride, RbsW.Clo, is 
formed; and similarly with ceesium tungsten enneachloride, Cs;W.>Clo, and thallous 
tungsten enneachloride, Tl,W>Cly. All these salts are anhydrous, have the general 
formula M,;W.Clp, and crystallize in thin, hexagonal plates, which have a greenish- 
yellow colour in transmitted light. The conc. aq. soln. are green, becoming 
greenish-yellow on dilution. The solubility decreases as the atomic weight of 
the alkali metal increases. They can be preserved for several days when dry, but 
are rapidly oxidized when moist. The solutions show no characteristic absorption 
bands, but a general absorption at either end of the spectrum, the visible spectrum 
extending from A=700 to A=520 for a soln. of 1 grm. of the potassium salt in 
100 ¢.c. of 3 per cent. hydrochloric acid, the thickness of the absorbing layer being 
lcm. For a soln. containing 0-1 grm. of the salt per 100 c.c., the spectrum extends 
from A=100 to A=490. O. Collenberg and K. Sandved obtained a soln. of the 
free acid, enneachloroditungstic acid, H,W.Cly, by treating the thallous salt with 
hydriodic acid, but the acid itself could not be isolated. The term “ ous” and 
“ie” lose their significance in the case of the multivalent elements like vanadium, 
molybdenum, etc.—vide 9.54,6. Some such system as that suggested by A. Werner 


is required—e.g. bivalent tungsten compounds are tungsti-compounds; tervalent 


tungsten, tungsto; quadrivalent tungsten, tungste-; quinquevalent tungsten, 
tungstan- ; and sexivalent tungsten, tungston-.. 

According to O. Collenberg and K. Sandved, the complex character of the potas- 
sium salt can be demonstrated by ionic migration ; and the lowering of the f.p. of 
aq. soln. indicate that not more than four ions are formed by ionization: 
K3W.Clp=3K°+W.Cly’’. The salts are strong reducing agents since soln. of copper, 
silver, gold, and mercury are readily reduced ; and strong oxidizing agents oxidize 
tervalent tungsten to tungstic acid. The reaction is quantitative with ferric salts. 
The stability of the complex anion, W.Cly’’’, is shown by the interaction of the 
potassium salt with copper, silver, and cadmium salts in the presence of conc. 
aq. ammonia to form ammines without the precipitation of tungsten hydroxide. 
These compounds are usually sparingly soluble in water; the conc. aq. soln. are 
green, and they become yellow on dilution. The following salts are prepared by 
double decomposition as just indicated ; and the soln. are fairly stable—more so 
in the presence of hydrochloric acid. The solubilities are expressed in grams of 
salt per 100 c.c. of soln. at 20°. Potassium copper tungsten tetrammino- 
enneachloride, KCu(NHs),W.Clo.H,0, is a crystalline powder with a 
solubility of 1-85 grms.; ammonium copper tungsten tetramminoenneachloride, 
NH,Cu(NH3),4WoCly.H,0, is a green crystalline powder with a solubility of 2-17 
grms.; silver tungsten hexamminoenneachloride, [Ag(NHs)o|sWoCly, is unstable 
towards air and water, losing ammonia, and depositing silver; potassium cadmium 
tungsten tetramminoenneachloride, KCd(NH;)4W2Clg, has a solubility of 1-9 grms. ; 
ammonium cadmium tungsten tetramminoenneachloride, NH,Cd(NH3),4W.Clo, 
has a solubility of 2-17 grms.; chromium tungsten hexamminoenneachloride, 
Cr(NH3)gW2Clo.2H,O, forms dark green, microscopic, rectangular prisms; and 
cobalt tungsten hexamminoenneachloride, Co(NH;),W,Cl.6H,0, is a bright green, 
microcrystalline powder of solubility 0-96 grms. In addition, salts of pyridine, 
hexamethylenetetramine, tetramethylammonium, tetraethylammonium, _ tri- 
ethylamine, dimethylamine, aniline, phenyltrimethylammonium, p-tolyltrimethyl- 
ammonium, and trimethylsulphine have been described. 


EEE 
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A. Riche? prepared impure tungsten tetrachloride, WCl,, in voluminous, 
greyish-brown crystals, by the partial reduction of the hexachloride, a reaction 
studied by F. Wohler, and J. B. von Borck. A. Michael and A. Murphy obtained 
the tetrachloride by heating tungsten dioxide for many hours at 250° in a sealed 
tube with carbon tetrachloride. According to H. EH. Roscoe, the tetrachloride 
is formed by distilling in a current of hydrogen or carbon dioxide a mixture of 
the pentachloride and hexachloride heated by a sulphuric acid bath; the non- 
volatile portion is mixed with the volatile portion, and the distillation repeated 
to convert any dichloride to tetrachloride. The non-volatile portion obtained in 
the preparation of the pentachloride is mainly the tetrachloride. The flocculent, 
hygroscopic, greyish-brown, crystalline mass neither fuses nor volatilizes when 
strongly heated, but at a high temp. it decomposes into the volatile pentachloride, 
and the non-volatile dichloride. W.Hampe also found it to be infusible. W. Biltz 
and C. Fendius gave 4-624 for the sp. gr. of the anhydrous chloride, and 70-5 for 
the mol. vol. H. H. Roscoe added that hydrogen at the temp. of a zinc-bath 
reduces the tetrachloride to metal. The salt is hydrolyzed by water forming a 
brown oxide and a greenish-brown hydrochloric acid soln. which deposits the brown 
oxide on standing some time. O.C. M. Davis found that it unites with nitrogen 
tetrasulphide to form tungsten nitrogen tetrachlorotetrasulphide, WCl,.N,S,, 
in brown crystals which readily decompose. A. W.Cronander reported the complex 
WCI,.PCl; to be formed when tungsten hexachloride is heated with phosphorus 
pentachloride. There appears to be something wrong with this statement. 
According to O. Olsson, when the soln. obtained by gradually adding potassium 
tungstate to boiling hydrochloric acid is reduced with tin at the ordinary temp., 
it first becomes light blue in colour, the colour then gradually deepens, and finally 
suddenly changes to an intense reddish-violet colour, similar to that of 
permanganate. This colour persists for a long time, and a small quantity of a 
dark green powder deposits, consisting of quadratic, tabular crystals of potassium 
tungsten hydroxypentachloride, K,W(OH)Cl;. They are red in transmitted light. 
The salt is stable when dry, but oxidizes rapidly when moist. The absorption 
spectrum of the hydrochloric acid soln. is similar to that of the tervalent com- 
pounds, the visible spectrum for a soln. of 1 grm. in 150 c.c. of 4 per cent. hydro- 
chloric acid and a thickness of 1 cm. extending from A=730 to A=610. 

C. W. Blomstrand 4 showed that tungsten pentachloride, WCl;, reported by 
F. J. Malaguti, was probably the oxytetrachloride; and the pentachloride of 
J.B. von Borck, and V. Forcher, a mixture of the hexachloride and oxytetrachloride. 
C. W. Blomstrand prepared the pentachloride by heating the hexachloride for a 
long time in hydrogen, so as to avoid volatilization; the substance gradually 
becomes less fusible, and shows no inclination to crystallize on cooling. If the 
temperature is too high, some tungsten, or, according to H. E. Roscoe, tungsten 
dichloride may be formed. C. W. Blomstrand said that an alcohol-lamp suffices 
for the heating. The product is finally distilled in a current of carbon dioxide ; 
the residue is the tetrachloride. C. W. Blomstrand added that only traces of 
pentachloride are formed in the distillation of the hexachloride in hydrogen, but, 
according to H. KE. Roscoe, a reduction always occurs. If the temp. be kept but 
little above the b.p. of the hexachloride, the dark red colour of the vapour is seen 
to vanish, and a light yellow-coloured vapour makes its appearance, which soon 
condenses into black drops or long, shining, black needles. After two or three 
distillations in hydrogen a pure product is obtained. C. W. Blomstrand found 
only traces are formed by V. Forcher’s process in which a mixture of tungsten 
trioxide and carbon is heated first in carbon dioxide and afterwards at a red-heat 
in chlorine. C. H. Ehrenfeld obtained the pentachloride along with the hexa- 
chloride and tungsten oxytetrachloride by heating a mixture of tungsten trioxide 
and phosphorus pentachloride. F. de Carli heated ferrotungsten at 400° to 500° 
in chlorine gas. The compound was prepared and analyzed by C. W. Blomstrand, 
H. EH. Roscoe, and C. G. de Laval. R. F. Bernhardi-Grisson observed that 
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quinquevalent tungsten can be obtained by the electrolytic reduction of a soln. 
of tungsten trioxide in hydrochloric acid and mixed with alcohol. O. Collenberg 
and co-workers studied the electrolytic reduction of hydrochloric acid soln. 
of tungsten trioxide to the quinquevalent state—vide supra, tungstic acid. 
Tungsten pentachloride crystallizes in long, black, shining needles, but if condensed 
in fine powder its colour is dark green, and the powdered crystals are also dark 
green like potassium manganate. W. Biltz and C. Fendius found 3-875 for the 
sp. gr. at 25°/4°, and 93-3 for the mol. vol. C. W. Blomstrand gave 244° for the 
m.p., and H. E. Roscoe said that it melts at 248° and freezes to a crystalline mass 
at 242°; and it boils at 275-6°. It is less readily volatilized than the hexachloride, 
and, according to C. W. Blomstrand, it yields a greenish-yellow vapour. 
H. EK. Roscoe found the vapour density at 440° is 12-83 to 12-89; and at 350°, 
12-14 to 12-43, in agreement with the formula WCl;. W. Hampe said that the 
molten pentachloride is a non-conductor of electricity; A. Voigt and W. Biltz 
gave for the sp. conductivity 0-67 x 10~6 mho at 250°; 1:35x10~® mho at 275° ; 
and 1-84 10-6 mho at 300°. H. E. Roscoe, and C. W. Blomstrand found that the 
salt does not decrepitate like the hexachloride when heated; it is reduced when 
heated in hydrogen. In oxygen, the pentachloride rapidly forms brown vapours 
of the oxytetrachloride ; it deliquesces in moist air, and is so hygroscopic that in 
air, the crystals immediately acquire a dark yellowish-green film, and small particles 
are converted into drops. When treated with water, there is a hissing noise, 
and the development of much heat, and the formation of a bluish-black oxide, 
and an olive-green soln. which slowly deposits a greenish oxide in the cold, rapidly 
when heated. B. Kalischer observed that the pentachloride unites with sulphur 
monochloride, brown needles are produced. According to H. EH. Roscoe, and 
C. W. Blomstrand, boiling nitric acid forms tungsten trioxide ; aq. ammonia added 
to the boiling aq. soln. gives a precipitate. A. W. Cronander found that tungsten 
and phosphorus pentachlorides react to form tungsten phosphoenneachloride, 
WCl,.PCl,—vide 8. 50, 32. Alkali-lye acts more vigorously than water; likewise 
hydrochloric acid. B. Kalischer said that carbon disulphide dissolves very little 
pentachloride, but it acquires a deep blue colour; carbon tetrachloride forms 
a brown soln. Most organic compounds act vigorously on the pentachloride— 
e.g. methyl, ethyl, propyl, and amyl alcohols form yellow soln. with a hissing 
noise ; the heat of the reaction may be so great that vapour is developed—e.g. with 
cinnamic aldehyde; and in some cases crystals may be formed—e.g. with alcohol, 
ether, benzaldehyde, and cinnamic aldehyde. Pyridine and quinoline do not 
form crystalline compounds. F. W. Bergstrom observed the pentachloride forms 
a red soln. of an ammoniobasic halide when it is treated with liquid ammonia. 
R. F. Bernardi-Grisson said that all salts of quinquevalent tungsten react according 
to WY-++Ag’->W'v-+-Ag when treated with an ammoniacal soln. of a silver salt. 
A. Fischer and co-workers obtained a complex, WCl,(OC2H;)3, with quinquevalent 
tungsten by the electrolytic reduction of an alcoholic soln. of tungsten hexachloride. 

A. Riche,> F. Wohler, H. Rose, C. W. Blomstrand, C. G. de Laval, and 
H. EH. Roscoe prepared tungsten hexachloride, WCl,, by the action of chlorine 
on heated tungsten. The first action of ordinary dry chlorine is to form a yellow 
and then a red oxyehloride, and afterwards the hexachloride. The red oxychloride 
cannot be separated by distillation from the hexachloride owing to the slight 
differences in their b.p. Metallic tungsten takes fire when moderately heated 
in chlorine. ‘To prepare the hexachloride, the metal is first heated in a current of 
dry hydrogen in a tube, so as to remove completely every trace of air and moisture. 
The hydrogen is then replaced by dry chlorine free from air. The metal is then 
heated to dull redness—H. F. Smith and F. F. Exner recommended a temp. of 
350°. A granular sublimate of dark violet crystals of the hexachloride is formed. 
When the hexachloride is prepared in quantity, the hexachloride collects as a 
reddish-black liquid. For purification, this liquid is distilled several times in 
an excess of chlorine, and finally rectified in a stream of hydrogen. F. de Carli 


a 


TUNGSTEN 845 


passed chlorine over ferrotungsten at 400° to 500°, and extracted the chloride 
with carbon disulphide. After filtration and evaporation of the solvent, the 
residual chloride is purified by sublimation. E. F. Smith and F. Fleck obtained 
the hexachloride by heating the metal in the vapour of sulphur monochloride and 
an excess of chlorine—without the chlorine, the hexachloride is not formed ; 
HK. Defacqz heated tungsten disulphide in dry chlorine at a dull red-heat, and purified 
the product by sublimation; and A. Michael and A. Murphy heated a soln. of | 
chlorine in carbon tetrachloride and tungsten trioxide in a sealed tube—+the 
oxytetrachloride is produced at 240°, and the hexachloride at 280°—carbon tetra- 
chloride alone converts the trioxide into the hexachloride at 280°. According 
to N. Teclu, when a mixture of a mol of tungsten trioxide and 3 mols of phosphorus 
pentachloride is heated in a sealed tube up to 170° to 200°, and the phosphoryl 
chloride removed by distillation, and finally by heating to 120° in a current of 
carbon dioxide, tungsten hexachloride of a high degree of purity is formed. 
C. H. Ehrenfeld observed that when tungsten trioxide is heated with an eq. weight 
of phosphorus pentachloride in an atm. of carbon dioxide, phosphoryl chloride 
is evolved, and a mixture of tungsten pentachloride and hexachloride is formed. 
The product is red-brown, melts to a dark red liquid, and gives off reddish-brown 
vapours resembling bromine; these condense to steel-blue isomeric forms of the 
hexachloride mixed with reddish-brown needles of the pentachloride. The intensity 
of the heat applied, and the duration of the action determine the quantity of the 
brown material produced. The hexachloride of course is converted into penta- 
chloride by ignition in carbon dioxide or hydrogen. The bright red product is 
the oxytetrachloride. Nitrogen can be used instead of carbon dioxide but the 
results are not so good. According to H. Schiff, if a soln. of phosphorus 
pentachloride in carbon disulphide be heated with an equimolar proportion of 
tungsten trioxide for many days at 80° to 90° in a sealed tube, and the solvent 
removed by heating the product in a current of carbon dioxide, a mixture of tungsten 
oxychlorides, hexachloride, and lower chlorides is formed. H. Schiff also observed 
that when equimolar proportions of tungsten oxytetrachloride and phosphorus 
pentachloride are heated to 170° in a sealed tube, tungsten hexachloride is formed. 

The salt was analyzed by A. Riche, C. W. Blomstrand, N. Teclu, V. Forcher, 
H. E. Roscoe, C. G. de Laval, A. Michael and A. Murphy, etc. The results agree 
with the formula WClg. N. V. Sidgwick discussed the co-valency of tungsten 
in the hexachloride. H. E. Roscoe said that the dark violet crystals of the sublimate 
decrepitate on cooling and the mass falls to a crystalline powder. H. EH. Roscoe 
found that on several occasions sealed tubes exploded when opening them with a 
file owing to sudden decrepitation. V. Forcher described the crystals as dark 
violet needles or scales ; and C. W. Blomstrand said that the colour in the molten 
state is brownish-black, with no tinge of red. The molten salt solidifies to a mass 
of scaly crystals. The soln. in carbon disulphide furnishes hexagonal plates. 
C. H. Ehrenfeld said that the crystals are steel-blue and cubic. FF. Wohler said 
that the vapour is the colour of nitrogen trioxide ; C. W. Blomstrand said reddish- 
yellow; V. Forcher, dark red; and H. HK. Roscoe, reddish-brown. EH. F. Smith 
and F. F. Exner gave 3-518 for the sp. gr.; W. Biltz and C. Fendius' gave 3-520 
at 25°/4°, and for the mol. vol., 112-7. H. E. Roscoe found the vapour density at 
440° to be 18-67, and at 350°, 13-16 in agreement with the formula WCl,. and 
with the assumption that with higher temp. the molecules dissociate, rather than 
to assume. with J. Persoz that the salt has the formula WCl;. H. Debray, and 
R. Rieth also observed the anomalous vapour density at the higher temp. 
A. Riche, C. W. Blomstrand, and V. Forcher found that the salt softens when heated 
to 170° to 183°—N. Teciu said 189°—presumably owing to impurities—say oxy- 
chloride—because H. E. Roscoe found that the salt melts to a black liquid at 275°, 
and freezes at 270° owing to surfusion. H. Debray gave 300° for the b.p., and 
H. EK. Roscoe, 346-7° at 759-5 mm. H. G. Grimm, and G. von Hevesy discussed 
the m.p. and electrical conductivity. W. Hampe found that the molten hexa- 
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chloride is a non-conductor of electricity ; A. Voigt and W. Biltz gave for the sp. 
conductivity 1:98 10-6 mho at 280°; 2-8510~6 mho at 305°; and 6-94x106 
at 330°; and W. Biltz gave 0:0000020 for the temp. coeff. of the conductivity. 
O. Collenberg and A. Guthe found that the reduction potential of sexivalent to 
quinquevalent tungsten for soln. with 0-143 gram-atom of tungsten per litre in 
2N-H.SO, at 18° is 0-395 volt. S. Berkman and H. Zocher gave —0-14x10~° 
mass unit for the magnetic susceptibility. | 

The reducing action of hydrogen—de supra, tungsten tetrachloride and 
pentachloride—was observed by A. Riche, H. E. Roscoe, W. Spring, and F. Wohler. 
V. Forcher, and H. Debray said that the salt changes slowly in moist air, but 
H. E. Roscoe added that the purified hexachloride does not undergo any change 
even in moist air, but if the smallest trace of oxychloride is present, it at once 
absorbs moisture evolving fumes of hydrogen chloride, and changing its colour 
from violet to brown. V. Forcher found that, when the hexachloride is heated 
in air, it forms tungsten oxytetrachloride. N. Teclu, and C. W. Blomstrand said 
that the hexachloride is very slowly attacked by cold water, but H. K. Roscoe 
added that if the salt is impure, it is at once decomposed by cold water forming a 
greenish hydrated oxide. Water begins to attack the purified hexachloride at 
about 60°; boiling water decomposes it rapidly. The tungstic acid which is 
formed retains chlorine very tenaciously. According to C. W. Blomstrand, 
alkali-lye acts on the hexachloride slowly inthe cold, and when heated the action 
is very vigorous, the salt swells up and the liquid becomes blue, and after a short — 
time, colourless. Brown flecks separate out. If lower chlorides are present, 
added H. Debray, some hydrogen may be developed by the action of the alkali-lye. 
W. Biltz and E. Meinecke said that the hexachloride is very sparingly soluble 
in liquid chlorine. C. W. Blomstrand observed that hydrochloric acid produces 
no change at first, and when heated, the liquid remains colourless, but after a short 
time tungstic acid is formed; KH. Defacqz found that hydrogen bromide at about 
300° forms tungsten pentabromide ; when heated with liquid hydrogen bromide 
in a sealed tube, a chlorobromide is formed whose composition depends on the temp. ; 
hydrogen iodide forms tungsten diiodide; liquid hydrogen iodide heated in a 
sealed tube, forms tungsten tetraiodide; hydrogen sulphide forms tungsten 
disulphide ; and liquid hydrogen sulphide, in a sealed tube, forms a chlorosulphide. 
S. Rideal found that ammonia acts rapidly on the hexachloride forming tungsten 
hemitrinitride ; and O. C. M. Davis found that a soln. of the hexachloride soln. 
forms WCly.N,8,, as indicated above. N. Teclu said that the salt is soluble in 
phosphoryl] chloride. A. W. Cronander studied the action of phosphorus penta- 
chloride—vide supra, tungsten tetrachloride. E. Defacqz found that phosphine 
forms tungsten diphosphide; and arsine, tungsten diarsenide—liquid arsine in 
a sealed tube forms a chloroarsenide. A. Fischer and A. Roderburg found that. 
at 18°, a red soln. of 0-2364 grm. of the hexachloride in 20 c.c. of arsenic trichloride 
with a sp. conductivity of 6-2x10~6 mho has a conductivity of 1-3 x 107% mho. 
J. N. Pring and W. Fielding observed that tungsten hexachloride is reduced by 
carbon at 1000°-1500°. H. E. Roscoe found that the hexachloride dissolves — 
in carbon disulphide forming a reddish-brown soln.; O. C. M. Davis found that it 
is soluble in chloroform. A. Riche said that alcohol acts vigorously without forming 
a tungstic ether ; and B. Kalischer found that the hexachloride dissolves in alcohol. 
The soln. is yellow, but no addition product is formed. A. Fischer and A. Roderburg 
found that the yellow soln. of 0-1937 grm. of the hexachloride in 20 c.c. of methyl 
alcohol of sp. conductivity 1-8 10-6 mho at 18° has a conductivity of 5-23 x 1073 
mho ; and the yellow soln. of 0-4428 grm. of hexachloride in 20 c.c. of 99-8 per cent. 
ethyl alcohol of sp. conductivity 2 x 10-6 mho at 18°, has a conductivity of 3-46 x 10-3 
mho at 18°. The eq. conductivity, A, of an eq. of the salt in v litres of alcohol 
of sp. conductivity 1-56 x 10-6 mho at 2°, is: 

e180 2°82 5-82 9°84 123 417 925 

A. 7:0 8:7 10-4 11-6 16-7 20-9 24-6 mho. 
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The e.m.f. of the cell W | WCl,(alcohol) | LiCl(sat. soln. in alcohol) | HgoCl, | Hg 
for one-sixth of a mol of the hexachloride in ¥ litres is : 


v 2.9 E30 2°82 5°82 9-84 123 417 925 
E.m.f. 0-504 = 0-492 0-474 0-465 0:399 0-362 0:349 volt. 


The electrolysis of an alcoholic soln. of the hexachloride colours the liquid green 
as the tungsten is reduced to the quinquevalent form, and the complex WCl,(OC,H;)s 
separates out. In opposition to the patent of the Wolframlampen A.G., no evidence 
of the separation of tungsten was observed with soln. in methyl alcohol, ethyl 
alcohol, acetone or pyridine, although with glycerol soln. a little tungsten was 
deposited. F. W. Bergstrom observed that the hexachloride forms a red soln. 
with liquid ammonia. A. Rosenheim observed that a compound with oxalic 
acid is formed in chloroform soln. B. Kalischer observed the formation of no 
addition products with aldehydes, ketones, or esters, although salicylic ether 
forms WCl,(OC,H,.COOC,H;),; salicylic acid formed a similar compound. No 
complex salts were formed with organic chlorides in alcoholic soln. The soln. 
of the hexachloride in ether is yellow; in benzene, brown; and in chloroform, 
earbon disulphide, carbon tetrachloride, and ligroin, brown or reddish-brown. 
The soln. gradually change owing to the reduction of the hexachloride. The change 
is rapid if water be present. | 


A. Fischer and A. Roderburg found that with a soln. of the bracketed number of grams 
of the hexachloride in 20 c.c. of solvent, at 18°, the colour is red with chloroform (0-203) and 
the sp. conductivity is 8-6 x 10—® mho when that of the pure solvent is zero ; is violet with 
earbon disulphide (0-2316) and the sp. conductivity of solvent and soln. is zero ; red with 
carbon tetrachloride (0-1899), conductivity of solvent and soln. zero; dark blue with benzene 
(0:1622), sp. conductivity of solvent and soln. zero; red with acetylene tetrachloride 
(0:1262), sp. conductivity of solvent zero, of soln., 9x10—-® mho; dark blue with chloro- 
benzene (0:2201), sp. conductivity of solvent and soln. zero ; red with ethyl ether (0-2309), 
sp. conductivity of solvent zero, of soln., 1-5 <10—’ mho; red with ligroin (0-1434), sp. 
conductivity of solvent and soln. zero ; red with pyridine (0-1587), sp. conductivity of soln. 
1-4 10—? mho, and of soln. 5:8x10-4 mho; brownish-yellow with glycerol (1:2557), 
sp. conductivity of solvent zero, and of soln. at 100°, 1-47 x 10—? mho; and yellow with 
dried acetone (1-3443), sp. conductivity of solvent 2-4 x 10—® mho, and of soln..2 x 10-8 mho. 
W. Brydowna found that tungsten hexachloride reacts with a soln. of phenyl-magnesium 
iodide in ether producing diphenyl. 


A. Riche observed that sodium reduces the vapour of the hexachloride 
to tungsten ; and K. Seubert and A. Schmidt that magnesium at a red-heat reduces 
the hexachloride to metal. C. W. Blomstrand found that the hexachloride is 
reduced to a lower chloride by copper, silver, and molybdenum, but not by tungsten. 
H. Debray observed that when the hexachloride is heated with tungsten trioxide, 
the oxytetrachloride is formed. 
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S. Berkman and H. Zocher, Zeit. phys. Chem., 124. 318, 1926; G. von Hevesy, Zeit. Elektro. 
chem., 34. 463, 1928; H. G. Grimm, 7b., 34. 430, 1928. 


§ 20. The Tungsten Oxychlorides 


O. Olsson ! prepared potassium tungsten hydroxylpentachloride, K,W(OH)CI,, 
as indicated in connection with tungsten tetrachloride. B. Kalischer’s attempts 
to prepare tungsten oxytrichloride, WOCI3, with quinquevalent tungsten were 
not successful, but O. O. Collenberg obtained complex salts of this oxychloride. 
A soln. of an alkali tungstate in a conc. soln. of oxalic acid containing a slight 
excess of alkali oxalate was reduced with tin. The course of the reduction can 
be followed by the colour change, through dark blue, green, and yellow to deep 
red. After removal of tin and excess of oxalic acid, the complex oxalate is pre- 
cipitated by means of alcohol, and can be purified by dissolving in hot water 
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and salting out the sodium salt with sodium bromide, and the potassium salt with 
potassium iodide. The compounds must be dried in a current of carbon dioxide, 
but are fairly stable in air when dry. The sodium salt has the composition 
3Na,0.2W.0;.4C,03.12H,O, and the potassium salt 3K,0.2W.,0;.4C,03.9H,0. 
They are red, crystalline powders which slowly oxidize in air, and at 100° lose 
their water, but do not decompose. They are very soluble in water, insoluble 
in organic solvents. These complex oxalates are supposed to be derived from a 
hypothetical tungstous acid, WO,.OH. The oxalotungstites dissolve in con- 
centrated hydrochloric acid, forming a deep blue soln., which contains an oxychloride 
of quinquevalent tungsten, probably WOCI;. From this soln., complex chlorides 
can be isolated containing WOCl, in combination with chlorides of the alkali 
metals or ammonium or hydrochlorides of organic bases. The ammonium and 
potassium salts are precipitated by saturating a hydrochloric acid soln. of the 
corresponding oxalotungstite with hydrogen chloride. The rubidium, cesium, 
aniline, tetraethyl- and tetrapropyl-ammonium compounds are precipitated 
when the corresponding chloride is added to a hydrochloric acid soln. of an oxalo- 
tungstite, and the pyridine and quinoline compounds are prepared by double 
decomposition of their hydrochlorides with ammonium chlorotungstite. There 
are two main types of salt, those derived from 2RCl.WOCls, or RgWOCI;, and those 
derived from RCI.WOCIs, or RWOCI,. The co-ordination formule are respectively 
R,[WOCI;], and R[WOCI,(H,O)]. The RClWOCl,; compounds can be regarded 
as derivatives of metatungstous acid, WO .OH, and the 2RCI.WOCl, compounds 
as derivatives of orthotungstous acid, W(OH);, in which one oxygen is replaced 
by two chlorine atoms, and three hydroxyl groups by three chlorine atoms, thus : 


ci) )W—OH, ore Re 
“RCLWOCl, 2RCLWOCI, 


A green crystalline powder of ammonium oxypentachlorotungstite, (NH,),WOCI,, 
is hydrolyzed by water; 20 c.c. of hydrochloric acid dissolve a gram of the salt ; 
and it is soluble in absolute methyl or ethyl alcohol. Similarly with potassium 
oxypentachlorotungstite, K,WOCI;.2H.O, as a reddish-brown or yellowish-brown 
powder; rubidium oxypentachlorotungstite, Rb,WOCI;; and with cesium 
oxypentachlorotungstite, Cs,WOCI;. The salt with aniline was also prepared. 
Salts of the type RCl.WOCl,, were prepared with pyridine, quinoline, tetra- 
ethylammonium, and tetrapropylammonium. These salts are stable in dry air 
at the ordinary temp., but decompose with oxidation to tungstates at 60° to 70°. 
They are immediately hydrolyzed by water with the formation of a brown hydroxide. 
The less soluble czesium compound is, however, far more stable than the readily 
soluble ammonium and potassium compounds. The salts dissolve readily in 
absolute methyl and ethyl alcohols, with the exception of the rubidium and cesium 
compounds, but not in other organic solvents. Conc. hydrochloric acid and 35 
per cent. sulphuric acid also dissolve them, but alkalies and aq. ammonia decompose 
them. Oxidizing agents convert them into tungstates, and permanganate and 
iodine have been employed for quantitative determinations of the quinquevalent 
tungsten. The chlorotungstites react vigorously with a conc. soln. of potassium 
cyanide with evolution of hydrogen cyanide. A reddish-brown soln. is formed 
containing cyanides of the type M,W(CN)s. A thiocyanic acid compound has 
also been isolated in the form of a pyridine salt. P. Ray and co-workers found 
the magnetic susceptibility of K,W(OH)Cl,; to be 4:010~6 mass unit at 31°. 

F. Wohler 2 discovered tungsten oxytetrachloride, WOCI,, which he obtained 
by heating the sulphide in chlorine. J. B. von Borck, F. J. Malaguti, and C. G. de 
Laval used a similar process. C. W. Blomstrand, and V. Forcher said that the 
“sulphide ” was probably the oxysulphide, or air and moisture were not excluded 
from the system. A similar remark applies to the formation of the oxytetrachloride 
observed by J. B. von Borck, C. W. Blomstrand, and H. E. Roscoe when chlorine 
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containing air and moisture is passed over heated tungsten, or, according to— 
A. Vosmaer, ferrotungsten. _ This subject was also studied by J. Persoz, R. Weber, 
N. Teclu, H. Schiff, C. Gerhardt and L. Chiozza, and A. Kremer. H. Debray, 
C. W. Blomstrand, C. G. de Laval, and H. E. Roscoe considered that the oxytetra- — 
chloride is best obtained by passing the vapour of tungsten hexachloride over 
heated tungsten trioxide or dioxydichloride. O. Ruff and co-workers recommended 
the following process : | 

A hard glass tube 50 cms. long was packed with tungsten hexachloride in the first third 
of its length, and with tungsten dioxydichloride in the middle third, while the last third 
was left for the reception of the oxytetrachloride. The middle part of the tube, wrapped 
in asbestos, was heated to about 230°, while a current of well-dried carbon dioxide is passed 
through the tube. When all the air has been displaced, the part containing the hexachloride 
is heated directly by the flame so that the hexachloride slowly boils. The current of carbon 
dioxide carries the vapour over the dioxydichloride, and reddish needles of the oxytetra- 
chloride sublime into the cooler part of the tube. The product is resublimed in a current 
of carbon dioxide to remove traces of hexachloride and dioxydichloride. 


A. Bonnet, and A. Riche obtained the salt by heating a mixture of tungsten 
trioxide and carbon in a current of dry carbon dioxide until all the air and moisture 
is expelled, and then in a current of dry chlorine. It is purified by distillation in a — 
current of carbon dioxide. R. D. Hall, and E. F. Smith and F. Fleck prepared the © 
oxytetrachloride by passing sulphur monochloride vapour over tungsten trioxide, 
or wolframite, or scheelite at 145°, and purifying the product by distillation between ~ 
215° and 225°. F. Bourion, and C. Matignon and F. Bourion passed the vapour of 
sulphur monochloride alone or mixed with hydrogen chloride over tungsten trioxide 
at 230° to 250° and cooled the product in a current of hydrogen chloride. When 
the vapour of sulphur monochloride is passed over wolframite or scheelite heated to 
about 150°, prismatic scarlet crystals are obtained when the red soln. cools. Similar 
crystals are obtained by the action of the same substance on tungsten trioxide. 
The third oxygen atom of tungsten trioxide is not removed by heating with sulphur 
monochloride. The product is immediately decomposed on exposure to air, it gives 
off hydrogen chloride and leaves tungsten trioxide. This salt is readily soluble in 
carbon disulphide or sulphur monochloride, but sparingly soluble in benzene. 
Sulphur monochloride does not attack tungsten itself. C. W. Watts and C. A. Bell, 
and H. EH. Quantin heated tungsten trioxide in the vapour of carbon tetrachloride 
and obtained a mixture of the dioxydichloride and oxytetrachloride ; P. Cambou- 
lives recommended for the oxytetrachloride a temp. of 560°, and A. Michael and 
A. Murphy added that one of the best methods of preparing the oxytetrachloride is 
to heat tungsten trioxide with a soln. of chlorine in carbon tetrachloride in a sealed 
tube at 240°. C. W. Watts and C. A. Bell said that a mixture of chlorine and carbon 
monoxide, or dioxide, can be substituted for carbon tetrachloride ; and E. F. Smith 
and V. Oberholtzer, and K. Lindner recommended passing the vapour of carbonyl — 
chloride over red-hot tungsten. H. Schiff observed that the oxytetrachloride is — 
formed by heating a mol of tungsten trioxide with one or two mols of phosphorus 
pentachloride, and sublimation of the product in a current of carbon dioxide to 
separate the more volatile oxytetrachloride from the less volatile dioxydichloride. 
HK. H. Ehrenfeld obtained a mixture of chlorides and oxychlorides by the action of — 
phosphorus pentachloride on tungsten trioxide. G. Rauter heated the trioxide in 
the presence of silicon tetrachloride, although E. H. Ehrenfeld said that silicon 
tetrachloride does not act on tungsten trioxide. H. Rose, C. W. Blomstrand, and 
V. Forcher prepared the oxytetrachloride by heating the dioxydichloride in 
hydrogen ; C. W. Blomstrand heated tungsten pentachloride in oxygen, and 
C. G. de Laval, the hexachloride in oxygen; and H. Debray distilled tungsten hexa- 
chloride with oxalic acid—some dioxydichloride is simultaneously formed. 

Analyses in agreement with WOCl, were reported by A. Riche, H. Schiff, — 
C. W. Blomstrand, C. G. de Laval, A. Bonnet, V. Forcher, H. E. Roscoe, etc. 
F. J. Malaguti represented it by the formula W.CI,;, and J. B. von Borck, by WCl,. 
Various observers described the oxytetrachloride as forming red, or scarlet-red, 
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prismatic needles, which, according to H. Debray, have a vapour density of 10-58, 
and, according to H. EK. Roscoe, 11-92, which is approximately normal. The vapour is 
pale red; F. Wohler said that it has the colour of nitrogen trioxide. The oxytetra- 
chloride was found by A. Riche to melt at 199°, and solidify at 197-5° ; C. W. Blom- 
strand gave 208° to 210° for the m.p., C. W. Blomstrand, 204°; and H. E. Roscoe, 
210-4°—and 206-7° for the f.p. A. Riche, and C. W. Blomstrand found that it can 
be volatilized without melting, and H. E. Roscoe gave 227:5° for the b.p. 
W. Hampe observed that neither the molten salt nor the vapour is a conductor of 
electricity. L. von Uslar, and A. Riche observed that when heated in hydrogen it 
can be reduced to metal. F. Wohler, J. B. von Borck, C. G. de Laval, V. Forcher, and 
H. E. Roscoe observed that, when exposed to air, the salt is very quickly hydrolyzed 
by moisture to hydrogen chloride and tungstic acid. C. W. Blomstrand found that it 
can be sublimed in oxygen without change, but it finally loses chlorine, passing into 
the dioxydichloride observed by A. Vosmaer. F. Wohler, and A. Riche observed 
that it hisses when in contact with water, heat is evolved, and it is rapidly hydrolyzed 
into tungstic acid and hydrochloric acid. J.B. von Borck added that some hydrogen 
may be evolved, but this statement has not been confirmed ; alkali-lye was found by 
V. Forcher to form tungstate, and presumably chloride. When the oxytetra- 
chloride is mixed with carbon, and heated in chlorine, H. E. Roscoe observed that 
it is converted into tungsten hexachloride. 8. Rideal found that ammonia converts 
it into a mass of black hemitrinitride ; and when heated with phosphorus penta- 
chloride in a sealed tube at about 170°, tungsten hexachloride and phosphoryl 
chloride are formed. HE. W. Smith and F. Fleck said that the oxytetrachloride is 
soluble in carbon disulphide and sulphur monochloride, and sparingly soluble in 
benzene; and B. Kalischer added that it is not dissolved by the usual solvents. 

F. Wohler prepared tungsten dioxydichloride, WO.Cl., by heating tungsten 
dioxide in dry chlorine. The reaction occurs with incandescence, and a dense, 
yellow vapour is formed, which forms a crystalline sublimate. V. Forcher used 
blue tungsten oxide, and C. G. de Laval warmed the dioxide. V. I. Spitzin and 
L. Kaschtanoff found that the dioxydichloride is formed when hydrogen chloride 
acts on tungsten dioxide, hemipentoxide, and trioxide, or on the tungstates. 
H. Rose, and HE. F. Smith and O. L. Shinn employed a similar process. FF. Wohler, 
and F. J. Malaguti thought that the dioxydichloride is the hexachloride, but H. Rose 
showed that this is wrong. It was analyzed by H. Rose, A. Riche, J. B. von Borck, 
C. G. de Laval, H. E. Roscoe, and O. Ruff and co-workers. A. Riche obtained the 
dioxydichloride by heating tungsten trioxide in dry chlorine ; V. Forcher similarly 
heated a mixture of carbon and tungsten trioxide or wolframite; and J. B. von 
Borck heated tungsten in a mixture of chlorine and air, F'. Bourion heated tungsten 
trioxide in the vapour of sulphur monochloride and obtained both the dioxydi- 
chloride and the oxytetrachloride. C. W. Watts and C. A. Bell passed the vapour 
of carbon tetrachloride over red-hot tungsten trioxide ; H. Debray heated tungsten 
hexachloride with oxalic acid—vide supra, tungsten oxytetrachloride ; and C. G. de 
Laval sublimed tungsten hexachloride or pentachloride over the heated trioxide. 
H. O. Schulze heated in the absence of air a mixture of calcium chloride and tungsten 
trioxide, and obtained tungsten dioxydichloride and calcium tungstate—the 
chlorides of magnesium, iron, cobalt, and nickel can be used, but not the alkali, lead, 
or silver chlorides. 

Tungsten dioxydichloride obtained by sublimation was described by F'. Wobler, 
A. Riche, C. G. de Laval, V. Forcher, and H. E. Roscoe as a pale yellow or dark 
golden-yellow solid with four-sided plates resembling natural boric acid ; and the 
vapour is variously described as pale yellow, or dark red. H. Debray, and 
H. E. Roscoe said that complete volatilization does not occur at 450°, and no 
vapour density determination was made at this temp. H. Rose said that when 
suddenly heated it is partially dissociated into tungsten trioxide and oxytetra- 
chloride; and H. Schiff also noted that at a high temp. this, decomposition 
occurs. F. Wohler, J. B. von Borck, C. W. Blomstrand, and H. E. Roscoe said that 
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it usually vaporizes before melting, but A. Riche gave 259° for the m.p. and 256° 
for the f.p.; and V. Forcher, 265° to 267° for the m.p.. L. von Uslar observed that 


it is reduced to metal when itis heated in a current of hydrogen. H. EK. Roscoe said 


that it is not decomposed by moist air, but F. Wéhler, and V. Forcher observed that 


moist air slowly decomposes it into hydrochloric acid and hydrated tungsten _ 


trioxide. C. G. de Laval also observed that it fumes strongly in air. F. Wohler, 


J. J. Berzelius, and A. Riche also observed that the salt is slowly decomposed by — 


water as in the case of moist air; while H. E. Roscoe said that it is not decomposed 
by cold water; and after many evaporations with water, the residue is not free 
from chlorine. V. Forcher observed that alkali-lye dissolves the dioxydichloride 
slowly in the cold, and rapidly when heated. J. J. Berzelius found that cone. 
hydrochloric acid extracts some tungsten trioxide from the salt. At ordinary 
temp., ammonia gas reacts giving off fumes of ammonium chloride ; and the residue 
was found by 8. Rideal to contain only a little nitrogen, and to be mainly tungsten 
dioxide, while KE. F. Smith and O. L. Shinn observed that W,N,0,H, is formed ; 
with liquid ammonia, A. Rosenheim and F. Jacobsohn observed the formation of 
brown tungsten triamminoxide, WO0;.3NH3; and F. Wohler observed that with aq. 
ammonia, there is a hissing noise and the development of heat. H. Schiff observed 
that phosphorus pentachloride converts it into the oxytrichloride. B. Kalischer 
found that owing to the insolubility of the dioxydichloride in all solvents tried, he 
was unable to prepare complex salts. Soln. of tungsten trioxide in alcoholic hydro- 
chloric acid, when treated with pyridinium or quinolinium chlorides, yield acicular 
crystals of WO,Cl,.38C;H;N.HCl, and WO,Clo.8C,H,N.HCl. R. F. Bernhardi- 
Grisson obtained similar products. 

S. M. Tanatar and E. Kurowsky®? treated a soln. of sodium tungstate with 
beryllium chloride, and obtained precipitates of beryllium chlorotungstates of 
variable composition, BeO.mBeCly.nBeWO,, insoluble in water and organic 
solvents, and sparingly soluble in acids. P. Didier found that yellow, channelled 
crystals of cerium chlorotungstates, are formed when equal parts of normal 
sodium tungstate and anhydrous cerium chloride are heated, with or without 
fusion in an inert atmosphere. If the cerium chloride be in excess, yellow or red 
hexagonal plates are formed. The salt may also be prepared by passing hydrogen 
chloride over a mixture of heated cerium and tungsten oxides. 
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§ 21. Tungsten Bromides and Oxybromides 


H. E. Roscoe! reported tungsten dibromide, WBr., to be formed by passing 
hydrogen over tungsten pentabromide heated in a bath of molten zinc. If the 
temp. is too low, say 350°, the product is not homogeneous. The pentabromide 
and oxybromide and bromine may distil over, and the dibromide remains as a 
bluish-black powder.. It behaves towards water and nitric acid vapour like the 
corresponding dichloride. F. W. Bergstrom observed that a slightly soluble 
ammoniobasic bromide is formed when the dibromide is treated with liquid 
ammonia. 

J. B. von Borck first prepared impure tungsten pentabromide, WBr;, and 
A. Riche also obtained it but regarded it as a hexabromide. C. W. Blomstrand 
showed that it is really the salt of quinquevalent tungsten. Analyses supporting 
this. view were made by J. B. von Borck, C. W. Blomstrand, H. E. Roscoe, and 
H. Defacqz. J.B. von Borck, A. Riche, and H. E. Roscoe obtained it by passing 
the vapour of bromine, preferably diluted with carbon dioxide, over red-hot 
tungsten. All traces of moisture and air must be rigorously excluded. The 
product is purified from any traces of oxybromide which might be present by 
repeated sublimation. The temp. of formation is higher than is needed for the 
pentachloride, and the union is not-.attended by incandescence. EK. Defacqz 
obtained it by passing dry hydrogen bromide, freed from air, over tungsten hexa- 
bromide at 300°—the reaction begins at about 250°. H. E. Roscoe described the 
crystals as dark brown needles; J. B. von Borck said that the crystals are black 
with a blue or violet tint; and E. Defacqz, that the sublimate consists of fan-like 
aggregates of dark needles. J.B. von Borck said that the vapour is dark purple 
red, almost black, H. E. Roscoe, dark brown. J. B. von Borck found that the 
pentabromide sublimes almost at its m.p. A. Riche said that it melts to a black, 
oily liquid which on cooling solidifies to a crystalline mass. H. EH. Roscoe gave 276° 
for the m.p., and 273° for the f.p.; and added that it boils at 333° and decomposes 
when distilled forming bromine and a lower bromide. EH. Defacqz said that it can 
be volatilized without decomposition in carbon dioxide. EH. Defacqz, and 
H. K. Roscoe found that the pentabromide is reduced, to the dibromide by hydrogen 
at 350°, and at higher temp. to the metal. A. Riche said that when heated in 
oxygen, it forms a sublimate of the dioxydibromide, and HE. Defacqz, that it is 
decomposed by oxygen into a mixture of oxybromide and tungsten trioxide. 
J. B. von Borck, A. Riche, C. W. Blomstrand, H. E. Roscoe, and HE. Defacqz found 
that it is very hygroscopic, and fumes in air ; it is decomposed by moist air forming 
hydrogen bromide and blue tungsten oxide; it is also hydrolyzed by water with 
which it reacts with a hissing noise and the development of much heat. EH. Defacqz 
added that the pentabromide is readily attacked by alkali-lye or fused alkalies, 
as well as by fused alkali nitrates, carbonates, or hydrosulphates. J.B. von Borck 
said that some hydrogen is developed when the pentabromide dissolves in alkali-lye. 
E. Defacqz added that when the pentabromide is heated with chlorine, it forms the 
hexachloride. Conc. hydrofluoric acid dissolves it, and it forms with conc. hydro- 
chloric acid a blue soln.—the dil. acid acts like water. Dry hydrogen bromide 
does not decompose it at 300°; and dry fuming hydrobromic acid partially dis- 
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solves it. Hydrogen iodide decomposes the pentabromide at 400°, forming an 
iodide. Sulphur decomposes it forming the sulphide; hydrogen sulphide also 
converts it into sulphide ; conc. sulphuric acid does not act in the cold, but the dil. 
acid precipitates the blue oxide. The pentabromide is oxidized by nitric acid into 


tungsten trioxide; phosphorus, and phosphine convert it into the phosphide. — 


A. Riche found that the pentabromide decomposes organic substances, rapidly 
forming hydrogen bromide and blue tungsten oxide. EH. Defacqz added that the 
pentabromide is soluble in alcohol, ether, carbon tetrachloride, chloroform, bromo- 
form, benzene, and turpentine; if these solvents are not thoroughly dried, blue 


tungsten oxide may be formed. F. W. Bergstrom observed that a liquid ammonia — 


soln. of tungsten pentabromide in contact with potassamide for several days 
furnishes tungsten potassumidamide, W(NK),NHo. © 

According to H. A. Schaffer and HE. F. Smith, tungsten hexabromide, W Brg, 
is obtained by gently warming tungsten in dry bromine vapour carried along by 
nitrogen purified by passage through chromous acetate, sulphuric acid, and 


phosphorus pentoxide. Tungsten hexabromide forms bluish-black, crystalline — 


masses, melts readily, and when carefully resublimed forms blue-black needles. 
It is decomposed when heated at a high temp., fumes when brought into contact 
with the air, is decomposed by water with the formation of a blue oxide, and 
dissolves in aq. ammonia to a colourless soln. 


HK. Defacqz found that when liquid hydrogen bromide is allowed to act on 


tungsten hexachloride at ordinary temp., it yields tungsten trichlorotribromide, 
WClsBrzg, and at 60° to 70°, tungsten trichlorcenneabromide, WBrs.W.,Cl,Brg, or 
W2ClzBro. The latter compound forms small, olive-green crystals which melt at 
232° and dissolve in many organic solvents. It is very unstable, alters rapidly 
when exposed to air, is immediately decomposed by water, and by steam at 200°, 
and is readily attacked by hydrogen, oxygen, chlorine, sulphur, phosphorus, halogen 
hydracids, hydrogen sulphide, nitric and sulphuric acids, alkalies, oxidizing 
mixtures, and potassium hydrosulphate. 

H. P. von Beck prepared some oxybromides—R’>(WOBr;) ; R’{WOBr,(H20)} ; 
and R’(WOBr,)—analogous to the oxychlorides obtained by O. O. Collenberg. By 
treating 5 grms. of potassium oxalatotungstite with 35 c.c. of hydrobromic acid 


at 50°, and afterwards adding rubidium sulphate he obtained rubidium penta- — 


bromotungstite, Rb.(WOBr;), in olive-green octahedra ; if cesium sulphate be 


employed, czesium pentabromotungstite, Cs.(WOBr;), is formed in greenish- — 


yellow octahedra. By adding 17 grms. of ammonium oxalatotungstite to a 
soln. of 180 c.c. of hydrobromic acid and 3-5 grms. of ammonium bromide at 55°, 


ammonium pentabromotungstite, (NH,).(WOBr;), was formed in olive-green — 


octahedra. 

By treating 10 grms. of potassium oxalatotungstite with 80 c.c. of hydro- 
bromic acid at 55°, pyridinium tetrabromotungstite, (C;H;NH)(WOBr,), was 
formed in brownish-green quadratic plates. If soln. of 10 grms. of sodium 


oxalatotungstite in 75 c.c. of hydrobromic acid and of 8 grms. of tetraethyl- — 


ammonium bromide in 40 c.c. of hydrobromic acid be mixed, tetraethyl- 
ammonium tetrabromoaquotungstite, (C.H;),N{WOBr,(H,O)}, is formed in 
pale green, microscopic scales. | 

According to A. Bonnet, when bromine vapour is passed over a mixture of 
tungsten trioxide and carbon, tungsten oxytetrabromide, WOBr,, is formed. 
C. W. Blomstrand obtained it by heating tungsten in bromine vapour mixed with a 
little air, and by rapidly heating the dioxydibromide which then forms tungsten 
trioxide and oxytetrabromide. H. E. Roscoe obtained it by the action of bromine 
vapour on a heated mixture of tungsten and tungsten dioxide. The oxytetra- 
bromide is usually accompanied by less volatile dioxydibromide from which it can 
be separated by sublimation. Analyses were made by A. Bonnet, J. B. von Borck, 
C. W. Blomstrand, and H. E. Roscoe. J. B. von Borck thought that the product 


was tungsten tetrabromide, but C. W. Blomstrand showed that it is the oxytetra-_ 
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bromide. The brownish-black needles form a heavy, yellowish-red vapour; the 
salt can be resublimed in a current of carbon dioxide. It melts at 277°, and boils 
at 327°. Itis very hygroscopic; and is decomposed by moist air, and water into 
hydrobromic acid and pseudomorphous tungsten trioxide. 

_ J. B. von Borck, C. W. Blomstrand, and H. E. Roscoe prepared tungsten 
dioxydibromide, WO,Br., by the action of bromine vapour—not free from air—on 
heated tungsten dioxide, blue tungsten oxide, tungsten trisulphide, or a mixture of 
tungsten trioxide and carbon; H. EK. Roscoe, by passing the vapour of tungsten 
pentabromide over the trioxide; and H. O. Schulze, by heating tungsten trioxide 
with bromides—vwide supra, the dioxydichloride. A. Bonnet by working as in the 
case of the preceding compound at a lower temp., thought that W.0;.2WBrg is 
formed, but C. W. Blomstrand could not verify this. The analyses of J. B. von Borck, 
and H. H. Roscoe agree with the formula WO,Bra. The pale yellow vapour, said 
H. HK. Roscoe, condenses to black prismatic crystals, which on cooling, appear pale 
red, and furnish a yellow bromide. J. B. von Borck, and C. W. Blomstrand said 
that the quadratic plates are a brassy yellow resembling muscovite gold. 
H. E. Roscoe, and J. B. von Borck said that the salt volatilizes at a red-heat without 
melting, and with a partial decomposition into tungsten oxytetrachloride and 
trioxide. H. EK. Roscoe found that the salt is not decomposed by cold water ; and 
J. B. von Borck, that it is hydrolyzed in moist air and by water to form hydro- 
bromic acid, and hydrated tungsten trioxide. 
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§ 22. Tungsten Iodides and Oxyiodides 


No tungsten hexariodide, WIg, has been prepared, nor have tungsten oxyvodides 
been obtained. According to A. Riche,! the vapour of iodine attacks tungsten 
superficially, and the sublimed product is difficult to purify ; it appears to contain 
a brown iodide, and green scales of another iodide. J.B. von Borck observed that 
tungsten trioxide dissolves in hydriodic acid, and when the soln. is evaporated, in 
vacuo, itis decomposed. No tungsten iodide is formed when the vapour of tungsten 
chloride is passed over molten potassium iodide or silver iodide, or when it is brought’ 
in contact with the vapour of mercuric iodide, ammonium iodide, or hydrogen 
iodide. H. K. Roscoe reported that tungsten diiodide, WI,, is formed when 
iodine vapour is passed over red-hot tungsten or tungsten dioxide. The diiodide 
collects quite near to the heated portion of the tube in small scales which 
cannot be volatilized without decomposition. EH. Defacqz obtained it by pass- 
ing chlorine over tungsten at a dark-red heat; driving out the chlorine by 
dried carbon dioxide; and allowing dried hydrogen iodide to act on the sublimed 
tungsten hexachloride at 400°. At first some iodine is set free, and the product is 
accordingly washed with carbon disulphide, dried in air, washed with alcohol, and 
dried in air, first at 95° and then at 100°. According to H. Defacqz, tungsten 
diiodide is an amorphous, brown powder of sp. gr. 6:9 at 18°, and insoluble in 
water, aicohol, or carbon disulphide. It is infusible and non-volatile; when 
heated in air, it is oxidized, and when heated above 500° in hydrogen it is reduced. 
Chlorine decomposes it at about 250°, and bromine at about 350°. Hydrogen 
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iodide reduces it at 500° to 600°, and it is also attacked by carbon dioxide at this 
temp. Sulphur and phosphorus at 500° convert the iodide into sulphide and ~ 
phosphide respectively, and boiling water gradually converts it into the blue oxide. 
Hydrochloric and hydrofluoric acids attack the iodide very slowly, but boiling 
nitric or sulphuric acid, or aqua regia, converts it into tungstic anhydride. Potash- 
lye or fused potassium hydroxide, alkali carbonates, or mixtures of alkali carbonates 
and nitrates readily oxidize the iodide. | 

According to E. Defacqz, tungsten tetraiodide, WI,, is obtained by the action 
of an excess of liquid hydrogen iodide on tungsten hexachloride at 110°. It is a 
black, crystalline substance of sp. gr. 5-2 at 18°; insoluble in water, ether, chloro- 
form, and turpentine, but soluble in absolute alcohol ; it does not melt, and does 
not sublime without decomposing. Hydrogen reduces it below a red-heat ; chlorine 
displaces the iodine at the ordinary temp.; and bromine displaces it at 100°. 
Water decomposes it slowly in the cold, and rapidly on boiling, and it is readily 
attacked by dil. hydrochloric and sulphuric acids, and by nitric acid and aqua 
regia, which convert it into tungstic acid. Alkali hydroxides and carbonates, 
whether in soln. or fused, and fused potassium hydrosulphate also readily decom- 
pose the tetraiodide. 
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§ 28. The Tungsten Sulphides 


J. B. von Borck obtained tungsten disulphide, WS,, by melting a mixture 
of the constituent elements; J. J. Berzelius passed sulphur vapour or hydrogen 
sulphide over red-hot tungsten trioxide. The action is incomplete, and A. Riche 
recommended, mixing the tungsten trioxide with carbon, or passing the vapour 
of carbon disulphide over the red-hot trioxide. J. J. Berzelius, and J. B. von 
Borck heated a mixture of tungsten trioxide and an excess of mercuric sulphide 
in a fireclay crucible contained in a larger crucible packed with carbon. When 
ammonium sulphotungstate is heated in a current of carbon dioxide, EK. Corleis 
found that porous pseudomorphs of tungsten disulphide are formed. F. J. Faktor 
obtained the disulphide by the action of tungsten trioxide on sodium thiosulphate. 
L. von Uslar heated a mixture of tungsten trisulphide and potassium cyanide 
and extracted the soluble matter with water; A. Riche melted a mixture of 
potassium tungstate and tungsten trioxide, and added sulphur—after half an 
hour’s fusion, the cold mass was extracted with water. E. Defacqz melted at a 
dull red-heat an intimate mixture of dry potassium carbonate, sulphur, and 
tungsten trioxide (138 : 558: 464), and when completely fused, the cold mass was — 
powdered and extracted with water. When hydrogen sulphide free from air 
acts on tungsten hexachloride heated to 375° and the temp. is raised to 550°, 
and the product cooled in hydrogen sulphide, E. Defacqz found that tungsten 
disulphide is formed. : 

Analyses were made by E. Defacqz, J. J. Berzelius, L. von Uslar, E. Corleis, 
and A. Riche, and the results were in agreement with the formula WS,._ R. C. Wells 
and B. 8. Butler found the disulphide occurring as a mineral which they called 
tungstenite in the Emma mine, of the Cottonwood district, Salt Lake Co., Utah. 
It occurs in feathery flakes resembling graphite. It is lead-grey in colour ; opaque 
with a metallic lustre ; and is soft enough to mark paper. J.J. Berzelius described 
the disulphide as a greyish-black, soft powder ; and KE. Defacqz, as a black, scaly — 
mass, or as friable crystals with a blue reflex. A. E. van Arkel found that the 
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X-radiograi of tungsten disulphide corresponded with a space-lattice resembling 
that of molybdenite (q.v.), with two mols per unit cell. The unit cell has a base 
3°18 A., and a height 12-5 A. The S-atoms form layers of trigonal pyramids which 
are 3-63 A. in length along the pyramid edges and 3-18 A. along the basal edges. 
The structure was discussed by J. W. Gruner. According to E. Defacqz, the sp. 
gr.is 7-5 at 10°. M. Picon found that the sulphide is dissociated at 1200° to 1300°, 
and not volatilized at 2000°. R. C. Wells and B. 8S. Butler gave 7-4 for the 
sp. gr. of tungstenite. A. Karl studied the triboluminescence of tungsten sulphide. 
W. W. Coblentz found that tungsten sulphide is not photoelectrically sensitive. 
J. J. Berzelius said that when roasted in air it forms tungsten trioxide, and in the 
absence of air, EK. Defacqz said that it can be heated to redness without change, 
while in the electric furnace it gradually loses its sulphur without melting. A. Riche 
observed that when heated in hydrogen it is reduced to metal, and KH. Corleis said 
that the reduction is complete in about 7 hrs. at the temp. of a blowpipe flame ; 
and KH. Defacqz added that the reaction begins at about 800°. N. Parravano 
and G. Malquori found the equilibrium constant K=py,s/py, for the reaction 
2H,+WS,=W-+2H.S over the range of temp. 795° to 1065° ;_ and the calculated 
_ heat of formation of WS, is 73-4 Cals. They also gave for the dissociation press., 
log ps,=—10-453 at 600°; —6-938 at 795°; —5-611 at 895°; —4-603 at 985°; 
and —4-642 at 1065°. Fluorine attacks it at ordinary temp.; chlorine, at 400° 
with the formation of the hexachloride ; whilst the reaction with bromine is incom- 
plete at 700°. Hydrogen chloride has no action on the disulphide. Mineral acids 
employed singly are without action, but it is attacked by mixtures of nitric acid 
with hydrofluoric or hydrochloric acid. J. J. Berzelius found that the disulphide 
is oxidized by aqua regia to sulphuric acid and tungsten trioxide ; R. C. Wells and 
B. 8. Butler found that tungstenite is not attacked by hydrochloric or nitric acid 
but is decomposed by aqua regia. KE. Defacqz found that molten alkali hydroxides 
or carbonates readily dissolve the disulphide, and so does a fused mixture of 
potassium nitrate and carbonate. LL. Weiss reduced it to the metal by heating 
it with lime in an electric furnace. 

L. von Uslar obtained tungsten trisulphide, WSs, by melting wolframite with 
powdered carbon, sulphur, and sodium carbonate (1: 0-2: 3) at a dull red-heat, 
extracting the product with water, and precipitating the compound by the addition 
of sulphuric acid. J.J. Berzelius dissolved tungsten trioxide in a soln. of potassium 
hydrosulphide, and precipitated the compound by means of an acid; he also saturated 
a soln. of ammonium tungstate with hydrogen sulphide, added an acid to the soln., 
and washed the precipitate with cold water. J. B. von Borck said that all these 
products contain tungsten trioxide and much water. The trisulphide can be 
obtained of a high degree of purity by protecting it from atm. air while being pre- 
pared. EH. Corleis also obtained the trisulphide as a chocolate brown powder 
by adding hydrochloric acid to a soln. of ammonium sulphotungstate in an apparatus 
from which atm. air is excluded. The product was washed with aq. hydrogen 
sulphide in an atmosphere of carbon dioxide and dried at 100° in a similar 
atmosphere. 

Tungsten trisulphide is a black or dark brown powder, which when heated in 
a closed vessel was found by J. J. Berzelius to form the disulphide ; and when 
boiled with water in a retort it gives off some hydrogen sulphide. Water dissolves — 
a little trisulphide, particularly warm water, and it is precipitated from the yellow 
soln. by acids, or ammonium chloride. EK. Corleis emphasized its acid character 
by showing that it dissolves in a cold conc. soln. of an alkali carbonate with the 
evolution of carbon dioxide ; it also forms dark brown soln. with alkali hydroxides 
or hydrosulphides from which no crystals can be obtained. J. J. Berzelius added 
that the soln. in alkali hydroxide or carbonate contains alkali tungstate, and 
sulphotungstate—and probably colloidal tungsten trisulphide; when dissolved 
in soln. of the alkali sulphides, hydrogen sulphide is evolved ; and with the basic 
metal sulphides it forms sulphotungstates, R.,WS,, from which soln. an excess 
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of acid precipitates tungsten trisulphide with the evolution of hydrogen sulphide. 
Aq. ammonia dissolves the dried sulphide very slowly, and the freshly precipitated, 
moist sulphide, quickly. init 

As just indicated, J. J. Berzelius observed that when the freshly-precipitated 
trisulphide is washed with water, it appears to dissolve, forming: a yellow soln. 
of what is now called colloidal tungsten trisulphide. According to C..Winssinger, 
a dark brown colloidal soln. of the trisulphide is obtained by adding to a dil. soln. 
of sodium sulphotungstate rather more hydrochloric acid than is needed to liberate 
tungsten trisulphide. Its colour is orange, and the soln. can be obtained quite 
clear. The absorption spectrum of the reddish-brown soln. shows a dark band 
from the extreme violet to the green. The extreme red is feeble, and the visible 
part of the spectrum is also feeble. The soln. becomes turbid, or a precipitate 
is formed by boiling, by adding conc. hydrochloric acid, ammonium chloride, 
or other salts; or by dialysis. If precipitated, the sulphide can be washed by 
decantation, and as the impurities are removed the sulphide is again peptized 
so as to re-form a colloidal soln. Freshly precipitated trisulphide is easily oxidized 
so that air must. be excluded during these operations. 3 

The normal sulphotungstates, RaWS,, are prepared by dissolving tungsten 
trisulphide in the metal hydrosulphide; by the prolonged action of hydrogen 
sulphide on normal tungstates ; and by double decomposition. The alkali sulpho- 
tungstates are soluble and crystalline; some of the alkaline earth and metal 
sulphotungstates form gummy or gelatinous masses. According to C. Scheibler, 
if an aq. soln. of metatungstic acid be saturated with hydrogen sulphide, and 
neutralized with ammonia, or ammonium sulphide, blue sulphur separates out, 
and after a time bluish-black, cubic crystals are formed. They oxidize in air, and 
decolorize. They are very unstable. A. Werner discussed the formula, (NH4)o[ W841]: 

! S S 
SW-LS(NH,).—SWS(NH,)> 
S S 


J. J. Berzelius obtained ammonium sulphotungstate, (NH,),WS,, in yellowish-red 
crystals by saturating a conc. soln. of ammonium tungstate with hydrogen sulphide ; 
on evaporating the mother-liquor, yellow plates of a double salt of tungstate and 
sulphotungstate are formed. E. Corleis obtained this salt by the action of hydrogen 
sulphide for 5 or 6 hrs. on a soln. of 10 grms. of hydrated tungsten trioxide in 100 c.c. 
of aq. ammonia of sp. gr. 0:94, and 20 c.c. of water, and allowing the liquid to stand 
in a closed vessel for crystallization. In about 8 days, the orange-yellow crystals 
can be washed successively with a soln. of hydrogen sulphide, alcohol, and ether, 
and finally dried in vacuo over phosphorus pentoxide. The mother-liquid con- 
taining dioxydisulphotungstate can be again saturated with hydrogen sulphide, 
and treated as before. The precipitation is accelerated if one-third to half a vol. 
of alcoholisadded. H. Vater said that the pale orange-yellow, rhombic bipyramidal 
crystals have the axial ratios a:b: c=0-7783:1:0-5675; the (010)-cleavage is 
complete, the (001)-cleavage clear. The crystals are isomorphous with those of 
the corresponding molybdenum salt. J. J. Berzelius,.and E. Corleis found that 
the crystals decrepitate when heated, and then give off water and ammonium 
- sulphide, leaving tungsten disulphide as a residue, pseudomorphous after ammonium 
sulphide. The salt is fairly stable when dry, but when moist it is unstable. It 
is slowly reduced to metal when heated in hydrogen. It is freely soluble in water, 
and in aq. ammonia; and it is precipitated from these soln. by the addition of 
alcohol. ‘The aq. soln. slowly decomposes in air. L. Storch discussed the solubility 
of the metal sulphides in a soln. of ammonium sulphotungstate.. 

J. J. Berzelius said that sodium sulphotungstate, Na.WS,, crystallizes with 
difficulty from an aq. soln. of its components, but if the aq. alcoholic soln. be 
spontaneously evaporated the salt is obtained in crystals. E. Corleis prepared 
it by adding sodium hydrosulphide to a conc. soln. of the ammonium salt. The 
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crystals contain some isomorphous ammonium salt; they deliquesce rapidly in 
air, and resemble the crystals of the potassium salt. J. J. Berzelius prepared 
potassium sulphotungstate, K,W%,, by saturating an aq. soln. of potassium 
tungstate with hydrogen sulphide and evaporating the soln. in vacuo over potassium 
carbonate, or in air; and by evaporating a soln. of tungsten trioxide or trisulphide 
in potassium hydrosulphide, or of tungsten trisulphide in potassium hydroxide. 
K. Corleis found that the salt is precipitated on adding potassium hydrosulphide 
and alcohol to a soln. of ammonium sulphotungstate. By recrystallization of the 
salt from a soln. of potassium hydrosulphide, it can be completely freed from the 
isomorphous ammonium sulphotungstate. E. Kalkowsky said that the yellow, 
rhombic bipyramids have the axial ratios a: 6: c=0:7495:1:0-5665; and that 
the (010)-cleavage is incomplete. J. J. Berzelius found that the crystals, in the 
absence of air, melt to a dark brown liquid which solidifies on cooling to a brownish- 
yellow mass. The salt is freely soluble in water, and on adding alcohol to the 
brownish-yellow aq. soln., cinnabar-red prisms are deposited, but the precipitation 
is not complete; for the salt is slightly soluble in alcohol. If an acid be added to 
the aq. soln., potassium sulphoditungstate, K,S.2WSs3, is formed, and deposited 
as a black mass when the dark brown soln. is evaporated. J.J. Berzelius described 
a complex salt, formed by fusing a mixture of sulphur and potassium tungstate, 
which was considered to be Kz WO,.K2WS8,, presumably an isomorphous admixture. 

J. J. Berzelius described copper sulphotungstate as a dark brown precipitate ; 
silver sulphotungstate as a dark brown, almost black, precipitate; and gold 
sulphotungstate, Au,(WS,)3, as a dark brown mixture of aurous and auric salts 
on adding a soln. of the metal salt to a soln. of potassium sulphotungstate. He 
also obtained calcium sulphotungstate by treating freshly prepared calcium 
tungstate, suspended in water, with hydrogen sulphide, and evaporating the yellow 
soln., or by dissolving tungsten trisulphide in a hot soln. of calcium disulphide, 
or hydrosulphide. The pale yellow, amorphous mass is easily soluble in water, 
and in alcohol. With an excess of tungsten trisulphide it forms a reddish-brown, 
non-crystallizable soln. which with ammonia gives a pale yellow precipitate. The 
corresponding strontium sulphotungstate and barium sulphotungstate were 
similarly obtained. No precipitate of beryllium sulphotungstate is obtained when . 
a soln. of a beryllium salt is treated with potassium sulphotungstate ; magnesium 
sulphotungstate is prepared like the barium salt, and the aq. soln., in vacuo, 
dries to a gummy mass soluble in water and alcohol. F. Rodolico obtained a 
complex salt, MgWS8,.2X.10H,0, with hexamethylenetetramine. J. J. Berzelius 
prepared zinc sulphotungstate which forms a pale yellow, pulverulent precipitate ; 
and with cadmium sulphotungstate which forms a lemon-yellow powder; mer- 
curous salts give a black precipitate of more or less decomposed mercurous 
sulphotungstate ; and mercuric salts, yellow mercuric sulphotungstate which, 
after drying, is dark red. 

When an aluminium salt soln. is treated with potassium sulphotungstate, 
no aluminium sulphotungstate is precipitated ; similarly with yttrium sulpho- 
tungstate ; but a soln. of a cerous salt in 24 hrs. gives a yellow precipitate of cerous 
sulphotungstate. Stannous salt soln. gives a brown, flocculent precipitate of 
stannous sulphotungstate, SnWS,; a soln. of a stannic salt, greyish-yellow stannic 
sulphotungstate, a lead salt, dark brown lead sulphotungstate, PbWS,; whilst a 
dark brown bismuth sulphotungstate, Bi,(WS8,)3 ; brown vanadyl sulphotungstate ; 
yellow manganese sulphotungstate, MnWS8,; deep yellow ferrous sulphotungstate, 
FeWS8,; dark brown ferric sulphotungstate, Fe.(WS,)3; dark brown cobalt 
sulphotungstate, CoWS, ; similarly with nickel sulphotungstate, NiWS,; dark 
brown platinum sulphotungstate, Pt(WS,)2, are obtained from soln. of the metal 
salts concerned. 

According to EH. Defacqz, if liquid hydrogen sulphide be left in contact with 
tungsten hexachloride in a sealed tube for 36 hrs., at 60° to 65°, a brown powder 
of tungsten hexachloroenneasulphide, WCl,.3WSs, is formed. It is insoluble 
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in carbon disulphide, alcohol, and benzene, and is decomposed by water. It 
burns in air at a red-heat; and is easily attacked by nitric acid, and by fused 
alkali hydroxide. KE. F. Smith and V. Oberholtzer found that if tungsten is heated 
to redness in the vapour of sulphur monochloride, a red crystalline sublimate of 
tungsten octochloroheptasulphide, W.S-,Clz, is formed. The unstable product 
is considered to be a complex of W.8,Cl, with 28,Cl,. For the complex WCly.N,S,, 


vide supra, tungsten tetrachloride. 
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§ 24. The Tungsten Oxysulphides and Sulphates 


A series of oxysulphotungstates has been reported by J. J. Berzelius,! and 
HK. Corleis, but they have not been closely investigated. They include the oxytri- 
sulphotungstates, R,WOS3;, the dioxysulphotungstates, R,WO.S2, and the 
trioxysulphotungstates, RgWO.,S. They are obtained by the action of hydrogen 
sulphide on the normal tungstates, and by fusion of the normal tungstate with 
definite proportions of sulphur while protected from air. When a soln. of normal 
sulphotungstate is mixed with alcohol and ether, and treated with hydrochloric 
acid, two layers of liquid are formed. The ethereal layer is brown, the aq. 
layer is colourless and clear; an oxysulphide under similar conditions gives a 
coloured ethereal layer, and a turbid or milky aq. layer. The normal sulpho- 
tungstates do not give a precipitate with zinc sulphate, while the oxysulpho- 
tungstates give a precipitate. The oxytrisulphotungstates give a lemon-yellow 
precipitate which forms a reddish-brown soln. with hydrochloric acid; the pre- 
cipitate with the dioxydisulphotungstates is pale yellow, and with hydrochloric 
acid, the liquid becomes clear and then deposits a dirty blue precipitate; and 
the triorysulphotungstates give a white precipitate, soluble in hydrochloric acid. 
This soln. after a time deposits a white precipitate with a bluish tinge. 
J. W. Retgers said that the intermediate stages between potassium tungstate 
and sulphotungstate cannot be regarded as isomorphous with the end-members 
of the series, but they are selbstdéndige chemische V erbindungen. 

According to E. Corleis, potassium oxytrisulphotungstate, K,WOS83.H,0, is 
obtained in quadratic plates by the prolonged action of hydrogen sulphide on 
potassium tungstate. It dissolves freely in water, deliquesces in a damp 
atmosphere, and effloresces in a dry atm. The soln. gives a lemon-coloured 
precipitate with zinc sulphate. The precipitate with zinc sulphate may. be zine 
oxytrisulphotungstate. F. Rodolico prepared magnesium oxytrisulphotungstate 
as a complex salt with hexamethylenetetramine, MgWOS3.X.10H,0. 

If an acid be added to a soln. of alkali tungstate and sulphotungstate, 
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J.J. Berzelius said that a pale reddish-brown precipitate of tungsten dioxysulphide, © 
WO,S, is formed; and C. Winssinger added that after tungsten trisulphide has 
been precipitated from its colloidal soln., the remaining lemon-yellow liquid contains 
the dioxydisulphide. The individuality of the compound is not well-established. 

According to EH. Corleis, ammonium dioxydisulphotungstate, (NH,).W0O.Sz, 
is produced when hydrogen sulphide is passed into a filtered soln. of 10 grms. of 
hydrated tungstic trioxide in 40 c.c. of aq. ammonia of sp. gr. 0-90, and 10 c.c. of 
water, until yellow crystals begin to appear, and after crystallization has ceased, 
washing the crystals successively with a little water, alcohol, and ether, and drying 
them over calcium chloride or potassium hydroxide. HE. Kalkowsky said that the 
yellow, triclinic pinacoids have the axial ratios a:b: c=0-760:1:6-339, and 
a=90°, B=92° 10’, and y=90°. The (011)- and (021)-cleavages are clear ; there 
is lamellar twinning. EH. Corleis found that the crystals are not hygroscopic ; 
they are stable when dry, but decompose when moist. J. J. Berzelius obtained 
potassium dioxydisulphotungstate, K,WO.S8,.H,O, by melting a mixture of the 
normal potassium tungstate and sulphur in a covered crucible, extracting with 
water, and evaporating the aq. soln. Lemon-yellow, rectangular plates are 
formed. The salt can be melted, out of contact with air, without decomposition. 
It is freely soluble in water. The lemon-yellow aq. soln. is coloured red or reddish- 
yellow by acids, and it gives no precipitate with alcohol, or with manganous salts. 
F. Rodolico obtained a complex salt of magnesium dioxydisulphotungstate with 
hexamethylenetetramine, MgWS8.0,.2X.10H,O. J. J. Berzelius found that the 
potassium salt forms with a soln. of a lead salt, a yellowish-brown precipitate 
of lead dioxydisulphotungstate, PbW0O.So. 

K. Corleis prepared potassium trioxysulphotungstate, K,W0O;S.H,0, by passing 
hydrogen sulphide into a conc. soln. of potassium tungstate, until a slight yellow 
precipitate is formed. The colourless, deliquescent crystals are deposited when 
the filtered soln. is mixed with five times its vol. of alcohol. With an aq. soln. 
of the salt, zinc sulphate gives a white precipitate soluble in hydrochloric acid. 
F. Rodolico obtained a complex salt of magnesium trioxysulphotungstate with 
hexamethylenetetramine, MgWSO3.2X.10H,0. 

J. J. Berzelius 2 obtained a white precipitate presumably a mixture of tungsten 
trioxide, sulphuric acid, and water when conc. nitric acid acts on tungsten 
trisulphide. It is very doubtful if the precipitate can be regarded as a tungsten 
sulphate. According to E. D. Desi, if tungsten be heated with conc. sulphuric 
acid until the evolution of sulphur dioxide has ceased, a blue precipitate and a 
colourless soln. are formed. If the clear soln. be evaporated a black substance of 
the composition tungsten sulphatotrioxide, WO;.SO;, is formed. The solid soln. 
of lead sulphate and tungstate has been previously discussed. 
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§ 25. Tungsten Carbonates and Nitrates 


No tungsten carbonate has been prepared; and similarly with tungsten mtrate. 
J. C. G. de Marignac! prepared ammonium nitratometatungstate, NH,NOs. 
2{(NH4)20.4WOs3.2H,O}, by evaporating a mixed, filtered soln. of ammonium 
paratungstate and nitric acid, or a mixed soln. of ammonium metatungstate and 
nitrate. The hexagonal crystals lose half their water at 100°; and when heated 
decrepitate and decompose without melting. J. J. Berzelius saturated a mixed 
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soln. of potassium tungstate and nitrate with hydrogen sulphide, and obtained 
ruby-red crystals of potassium nitratosulphotungstate, KNO3.2K,WS,. They 
explode when heated just as they begin to melt, forming potassium tungstate, and — 
sulphotungstate, and tungsten bisulphide. With sulphuric or hydrochloric acid, 
hydrogen sulphide is evolved, and if heated, nitric oxide also is given off. The 
salt is soluble in water, forming a deep red soln., from which alcohol precipitates 
the salt in crystalline grains. When the soln. is treated with hydrated copper 
oxide, copper sulphide is precipitated and a soln. of copper nitratotungstate is 
formed. According to HE. Péchard, a hot, mixed soln. of barium metatungstate 
and nitrate furnishes on cooling acicular crystals of barium nitratometatungstate, 
2Ba(NOs3)o.BaO.4WO3.6H,O. The crystals effloresce in air; and they are soluble 
in warm water with partial decomposition. 8. M. Tanatar and E. Kurowsky 
treated a soln. of sodium tungstate with beryllium nitrate and obtained complexes of 
beryllium nitratometatungstate, of variable composition, BeO.mBe(NOs3)2.nBeW Og, 
soluble in acids. H. Copaux described mercurous nitratometatungstate—vide 
supra, mercury metatungstates; and A. Rosenheim and F. Kohn, V. Forcher, 
and KH. F. Smith, lead nitratometatungstate—vide supra, lead metatungstates. 
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§ 26. Phosphotungstic Acids.—Phosphatotungstic Acids and their Salts 


Tungsten trioxide was found by F. de Carli 1 to behave like molybdenum trioxide 
when admixed with sodium metaphosphate. The fusion curve has two minima 
and a maximum at 850° corresponding with sodium tungstatometaphosphate, 
NaPOs.WOs, or Na.O.WO9.0.PO,. The first minimum is at 350° corresponding 
with 30 per cent. of sodium metaphosphate. 

The history of the tungsten phosphates commences in 1872 when C. Scheibler 2 
observed that a soln. of sodium tungstate containing phosphoric acid is able to 
precipitate certain organic compounds; and isolated two acids which contained, 
as he supposed, P.O; : WOzg in the ratios 1 : 22 and 1: 20 respectively. The barium 
salt in the first case was derived from the normal sodium tungstate and in the 
second case from the paratungstate. HE. Zettnow reported a number of salts 
of these acids. O. W. Gibbs suggested that the second acid has the formula 
Hy gP2W.21073.nH,O, and he postulated the existence of six series of these acids in 
which 24, 22, 20, 18, 16, and 14 mols. of WOgz are present per mol. of P,0;. Acids 
corresponding with all the members of the series have not been prepared, and other 
acids containing less tungstic acid have been reported. The general result of the 
work on these phosphatotungstic acids is to show that they are heteropoly-acids 
closely analogous with the phosphatomolybdic acids. The following phosphato- 
tungstic acids have been reported, although their claims for recognition as chemical 
individuals have not, in all cases, been established : 


Phosphatododecatungstic acid . P.O; .24WO3. nH,O 
Phosphatohenatungstic acid . d ; ; . -P,0,.22WO,.nH,0 
Phosphatohemihenicositungstic acid . : : « _P,0;.21WO,.7HeO 
Phosphatodecatungstic acid ; p . . P,0;.20WO,.nH 0 
Phosphatoenneatungstic acid . : . P,O,;.18WO;.nH, 0 
Phosphatohemiheptadecatungstic acid 5 : s P.O -.17W0,.nH,O 
Phosphatoctotungstic acid ; i iv baOp LOWO EO 
Phosphatohexatungstic acid . . : ; . P,O;.12WO,.nH,O0 
Phosphatohemiheptatungstic acid . : : . P,Og.7WO,.nH,O0 


Phosphatotritungstic acid . ‘ ; P . P,0;.6WO3;.nH,O0 
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The first number of the series, phosphatododecatungstic acid, P.0;.24W0O3.nH,0, 
H|P(W,0,),¢].nH,O,. belongs to a group of heteropoly acids represented by 
Hf P(Mo,07)¢],H7{As(Mo0,07)¢], and H7[As(W.07),].. This acid is that commonly 
understood as phosphotungstic acid. The following mode of preparation is due to 
F. Kehrmann : 


Phosphatododecatungstic acid is prepared by dissolving 100 grms. of normal sodium 
tungstate and 15 grms. of crystalline sodium hydrophosphate in a large proportion of 
boiling water ; and adding hydrochloric acid while the liquid is vigorously stirred so that 
the crystalline powder which may separate is all dissolved by the boiling water. <A conc. 
soln. of 20 grms. of barium chloride is then added to the liquid. The cold liquid is then 
heated to boiling, and 10 grms. of barium chloride are added. The precipitated barium salt 
is washed with cold water, and purified by recrystallization from boiling water. The 
barium salt in soln. is then treated with the calculated amount of-sulphuric acid, and the 
filtrate evaporated for crystallization. 


EK. Drechsel recommended the following process : 


Phosphatododecatungstic acid is obtained by dissolving 500 grms. of sodium tungstate 
and 250 grms. of sodium hydrophosphate in 500 c.c. of water, and evaporating the liquid 
until a skin forms on the surface. 700 to 800 c.c. of hydrochloric acid, of sp. gr. 1-14, are 
then added to the boiling soln., which is again evaporated, and allowed to cool. The 
whole is gradually treated with pure ether, being well shaken all the time, until a layer is 
formed above the acid soln. It is left until the lower layer is clear, then separated and 
treated with an equal vol. of water; the ether is then evaporated ; if the soln. becomes 
bluish, chlorine-water is added. It is evaporated to dryness, dissolved in hot water ; 
and on cooling, the acid separates in splendid crystals. 


The literature has a strangely indefinite answer to the question: What hydrates 
are formed by phosphatododecatungstic acid? P. F. M. Sprenger reported the 
193-hydrate, from the soln. obtained from silver tungstate mixed with the calculated 
amount of phosphoric acid, and treated with hydrochloric acid; O. W. Gibbs, the 
20-hydrate, by treating a soln. of potassium phosphatoenneatungstate with mer- 
curous nitrate, and afterwards adding hydrochloric acid; M. Soboleff, the 223- 
hydrate, by rapidly cooling a supersaturated soln.—vide infra ; C. H. Brandhorst 
and K. Kraut, the 23}-hydrate, by treating a soln. of 100 grms. of crystalline sodium ~ 
phosphatododecatungstate in 40 c.c. of water with nitric acid of sp. gr. 1-5; 
O. W. Gibbs, the 264-hydrate, by evaporating, in vacuo, the liquid obtained by 
treating the mercurous salt with hydrochloric acid; and C. H. Brandhorst and 
K. Kraut, by adding hydrochloric acid to a soln. of the sodium salt, extracting the 
acid with alcohol-free ether, and evaporating off the ether; HK. Péchard, the 293- 
hydrate, from a mixture of eq. proportions of phosphoric and metatungstic acids 
and evaporating in vacuo; and P. F. M. Sprenger, the 304-hydrate, by evaporating 
the soln. obtained by treating the barium salt with sulphuric acid—and a little 
nitric acid—first on a water-bath and afterwards in vacuo; and O. W. Gibbs, 
by evaporating an aq. soln. of the acid in vacuo over sulphuric acid. With the 
co-ordination formula H{P(W.0,),].nH.O, these hydrates correspond with n=16, 
164, 19, 20, 23, 26, and 27. 

H. Copaux concluded that there are only the three hydrates of the 
H,[P(W.0-),|-acid, viz., (i) the 274-hydrate which separates in octahedra from 
conc. aq. soln. at about 35°; (ii) the 22-hydrate which separates from a hot, 
sat. soln. acidified with a little nitric acid, and rapidly cooled; and (ii) the 
19-hydrate which crystallizes from a cold soln. strongly acidified with nitric acid. 
A. Rosenheim and J. Janicke found that when a conc. aq. soln. is crystallized 
at ordinary temp., the octocosihydrate, H{P(W207)¢]-28H,0, 7.e. P205.24WOsg. 
63H,0, is formed, in octahedral crystals. This hydrate is probably the same as 
the 271-hydrate of H. Copaux, and it is unstable at ordinary temp. and readily 
passes into trigonal crystals of the docosthydrate, H[P(W207)¢].22H20, 1.e. 
P,0;.24WO03.51H,0. This hydrate, also obtained by H. Copaux, is deposited 
at ordinary temp. from soln. feebly acidified with nitric-acid. The octocosi- 
hydrate loses 24H,O in vacuo over sulphuric acid at room temp., and the docosi- 
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hydrate loses its 22H,O under similar conditions. The transition temp. between 
these two hydrates is assumed to be somewhere below 0°. If the aq. soln. be 
strongly acidified with nitric acid, the enneadecahydrate, H7[P(W207)¢].19H20, 
i.e. P,0z.24WO0 3.45H,0, is formed. This is probably the hydrate prepared by 
H. Copaux, and M. Soboleff. | 

In agreement with the fact that many of the metal salts have the general 
formula Rs’PW,0,)9nH,0, M. Soboleff represented the acid by the formula 
H;P0,.12W03.21H,0, to indicate that the acid is tribasic; and P. F. M. Sprenger 
employed the formula PO(O.W0,.0.W0,.0.W02.0.W0,.0H)3. A. Rosenheim, 
and R. Haberle showed that the eq. conductivity of the guanidinium salt agrees 
better with the assumption that the acid is heptabasic rather than tribasic. 
A. Rosenheim and J. Janicke found that the acid dried in vacuo over sulphuric 
acid has the composition P,0,;.24WO;.7H,O. All this supports the hypothesis 
that the formula for the acid is H,[P(W.0,)¢].nH,O. A. Miolati and R. Pizzigheli 
measured the electrical conductivity of soln. of phosphatodecatungstic acid (0-0473 
germ. H3PO0,.12WO3.7H,O per c.c.) and of sodium hydroxide (0-0008212 grm. 
NaOH per c.c.) at 25° when 1 c.c. of the NaOH soln. has 0-1304 mol of NaOH per 
mol of the acid. The curve has two breaks corresponding with H3PQ,4.12WOs. 
7H,O : NaOH=1: 6 and 1:26. This shows that phosphatododecatungstic acid 1s 
at least hexabasic. A. Rosenheim and J. Janicke’s neutralization curve also has a 
minimum with 6-1 mols. of NaOH per mol. of H,[P(W207),|..H,O. If the formula 
H.[P(W.0-)¢].nH,O be correct, the acid is probably heptabasic. This agrees 
with the guanidinium salt, (CN;H,)2[P(W207)¢].12H.O, prepared by A. Rosenheim 
and J. Janicke by adding guanidinium carbonate to the free acid; and this is in 
agreement with the conductivity data. Only acid or hydro-salts of the metals have 
been prepared. The acid character of the salts is confirmed by conductivity data. 
The break in the curve with 26 mols. of NaOH corresponds with the formation of 
the normal tungstate. L. Malaprade found that in the electrometric neutralization 
of phosphotungstic acid, the general behaviour is the same as in the case of phos- 
phomolybdic acid, but the decomposition of the normal salt begins before an 
inflexion of the curve occurs. 

It is not easy to identify the hydrates reported above with those obtained by 
H. Copaux, and A. Rosenheim and J. Jaénicke. The crystals are in all cases colour- 
less or tinged pale yellow. O. W. Gibbs’ and P. F. M. Sprenger’s 30}-hydrate was 
described as forming colourless octahedra which rapidly effloresced in air. These 
crystals probably represent H. Copaux’s, and A. Rosenheim and J. Janicke’s 
octocosihydrate. E. Péchard’s crystals—possibly A. Rosenheim and J. Janicke’s 
and H. Copaux’s docosihydrate—measured by KE. Dufet, were said to be cubic 
octahedral combinations of trigonal crystals with the axial ratio a: c=1 : 1-:2648, 
and a=88° 46’. M. Sobolefti’s crystals of presumably the 194-hydrate were definitely 
stated to belong to the cubic system. He said: 


The supersaturated soln., when quickly cooled, gives skeleton crystals belonging to 
the regular system, and then well-formed cubes and octahedra ; the last form is the most 
stable, and is always obtained on cooling saturated soln., or by prolonged crystallization 
in a desiccator. When these octahedra are separated from the soln., they quickly become 
covered with six-sided stars, arranged parallel to the edges of the octahedron, and the 
crystals break up into new crystals which contain less water. The crystals of the second 
hydrate are obtained by crystallizing a supersaturated soln. in a thermostat at 50°. 


The second hydrate furnishes rhombic crystals with the axial ratios a:b:c¢ 
—=0-94207 : 1: 1-96187, and with the optical character negative. When the soln. is 
quickly evaporated, long, thin needles are obtained which act on polarized light. 
If these crystals had effloresced a little before analysis, they probably represented — 
the enneadecahydrate of H. Copaux, and A. Rosenheim and J. Jaénicke. The subject 

is somewhat confused because it is lacking in precise data. M. Soboleff gave 4-68 
for the sp. gr. of, presumably, the enneadecahydrate ; and for the sp. gr. of sat. 
aq. soln. at 0°, 1-189; at 22°. 1-6913; at 43°, 1-8264; and at 92°, 25813. He also 
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found that soln. of 0-2983, 5-930, and 25-192 grms. of the acid in 100 c.c. of water 
lower the f.p. of water respectively 0-0146°, 0-1360°, and 0-4710°. The depression 
with the complex acid was found to be much less than the sum of the effects of the 
components. At high concentrations, the difference is a constant, 0-023, but at 
low concentrations the difference is less 0-013. The acid lost 0-11 per cent., or 
4-09 mols. of water by efflorescence in air; and at: 


50° 100° 150° 200° 300° 350? Red-heat 
Percentage loss . 4:40 5:75 6-91 9°29 10°17 10-23 12-42 
Mols lost . 2 MISS 20-1 24:3 34-1 37:3 37°4 45-00 


The acid is freely soluble in water, and, as indicated above, the soln. have a 
large sp. gr.; the solubility, S grms. of P,05.24W03.45H;0, per 100 c.c. of water, 
is: 


0° p2° 43° 92° 
Ss” : - 16-206 49-718 53°64 86-75 
while the solubility in ether, S grms. of P20;.24W03.45H,0 per 100 c.c. of ether, is : 
0° 7-8° 18-2° 24-2° 
S : « 81-196 85:327 96-017 101-348 


O. W. Gibbs found that the aq. soln. is a colourless oily liquid with a high index 
of refraction and it has an acidic and bitter taste ; it easily drives carbon dioxide 
from carbonates. When the aq. soln. has stood for a day, decomposition occurs, 
and a white, crystalline powder is precipitated. The same powder is always formed 
in the preparation of the acid. HE. Drechsel found that the ethereal soln. can be 
mixed with alcohol in all proportions, and a soln. with equal vols. of ether and alcohol 
is not rendered turbid by one vol. of hydrochloric acid, but another vol. of the acid 
does render the soln. turbid. The ethereal soln. can be mixed with much water 
without becoming turbid. According to A. Miolati and R. Pizzigheli, with methyl 
orange as indicator, in the titration of the acid, 6 mols. of NaOH are consumed 
per mol. of acid H,[P(W207)¢|.nH.O; and with phenolphthalein as indicator, 26 
mols. of NaOH are consumed—wide supra. H. Brauer gave [H’|=0-0041 for the 
hydrogen ion concentration of a 0-005N-soln. of the acid. M. Soboleff found the 
electrical conductivity of the aq. soln. to be smaller than that of its components ; 
A. Rosenheim and J. Janicke found the electrical conductivity, A mhos, of soln. 
of 7H[P(W.07)¢].22H,0 in v litres of water at 25° to be: 


v plate 4) 32 64 128 256 512 1024 
A - 160-8 168-9 181-0 198-4 220:3 249°3 274:5 


T. G. y Arnal discussed the reactions of phosphotungstic acid with various salts. 
Phosphatododecatungstic, phosphododecatungstic, or simply phosphotungstic acid 
forms ammonium, alkali, alkaline earth, silver and 
mercurous salts of the type R,O.P,0;.24WOs. 20 


nH,O. According to F. Kehrmann and _ co- < fs 
workers, if the acid or a salt is mixed with a large ¥ y 
excess of a strong base, the first decomposition 8 W2 
product is a salt of the formula 7R,0.P,0;. ¥& - 
22WOz.nH,O, and a large excess produces tribasic : 5 
. phosphate, and dibasic tungstate, Fig.51. Accord- S& 4 
ing to O. W. Gibbs, the phosphatotungstates are & 2 
only decomposed a little by hydrogen sulphide, DOH 6 RPT IG 
and the reduction by zinc is incomplete. Mer- C.0. 07. ee Wp MEI | 


curous nitrate gives an almost complete precipi- tM 

tation of the mercurous salt which is yellow, and Be ae ae eave ay es 

almost insoluble in water, and sparingly soluble ae Ome pa Ae aoe ict re 

in dil. nitric acid. Owing to the low solubility 

of the potassium and ammonium salts, phosphotungstic acid could be used for 

their detection. Many alkaloids give almost insoluble more or less crystalline 
VOL. XI. 3 K 
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precipitates. CC. Scheibler said that bulky precipitates are obtained with liquids 
containing 555'999th of strychnine, or j55'99,th of quinine; and he said that the 
acid can be used as an antidote to poisoning with the organic bases. Hgg-albumen 
also gives a white precipitate, and it is accordingly used as a reagent for pre- 
cipitating these substances. The behaviour of phosphotungstic acid or the phos- 
photungstates towards various organic substances was examined by C. Scheibler, 
EK. Winterstein, E. Schulze and EK. Winterstein, EH. Wechsler, L. Bleibtreu, 
J. Sebelien, A. von Bayer and V. Villiger, F. Mylius, H. Moreigne, Z. H. Skraup 
and co-workers, M. Barber, H. and L. Pellet, P. A. Levene and W. A. Beatty, 
W. A. Jacobs, L. Guglialmelli, O. Folin and W. Denis, C. Funk and co-workers, 
J.C. Drummond, A. Heiduschka and L. Wolf, L. Lematte and co-workers, etc. 
The acid gives white precipitates with substances containing urea, and is used 
as a clarifying: agent in urine analysis—B. Oppler, C. E. May, O. Folin and 
A. B. Macallum, and C. Funk and A. B. Macallum. The acid is also used for 


precipitating peptones, and for separating them from acid amido-compounds— 


A. Stutzer, 8. Bondzynsky, A. Vivian, and L. L. van Slyke and E. B. Hart. 

O. W. Gibbs prepared ammonium phosphatododecatungstate, 3(NH,).0. 
P,05.24W03.29H.0, or (NH,)3H,[P(W.07)¢].124H.O, in white or pale yellow 
crystals, by mixing a soluble ammonium salt with a soln. of mixed sodium tungstate 
and hydrophosphate, and adding an excess of nitric or hydrochloric acid. F. Kehr- 
mann added a soluble ammonium salt to a dil. soln. of the acid or a salt. 
F. Kehrmann and E. Bohm found that this salt is also formed when ammonium 
phosphatohemiheptadecatungstate is treated with dil. hydrochloric acid. 

O. W. Gibbs made sodium hydrophosphatododecatungstate, 2Na,.0.P,0;. 
24WO3.27H>,0, or NagH;[P(W.,07),¢].11H,0, by adding an excess of hydrochloric 
or nitric acid to a soln. of 12 mols. of sodium tungstate and one mol. of sodium 
hydrophosphate ; and C. H. Brandhorst and K. Kraut, used the following process : 


750 grms. of hydrochloric acid, of sp. gr. 1-175, diluted with 4 vols. of water, were slowly 
added, with stirring, to a soln. of a kilogram of sodium tungstate and 100 grms. of sodium 
hydrophosphate in 4 litres of water, and the soln. evaporated to dryness. 2% litres of a 
mixture of equal vols. of alcohol and ether is poured over the mixture, and after 24 hrs., 
the sodium chloride is filtered off, and the filtrate distilled. The residue is treated with a 
litre of water and warmed with bromine-water or nitric acid and allowed to stand. The 
clear soln. is evaporated for crystallization, and recrystallized from water. 


The large, colourless or pale yellow crystals are either monoclinic or triclinic, 
and, according to C. H. Brandhorst and K. Kraut, have a sp. gr. 4722. The salt 
is freely soluble in water, and at 20°, the sp. gr. of the soln. with the following 
proportions of the anhydrous salt, are : 

5 15 25 35 45 B5 

Sp. gr. » 1044 1-143 1-262 1-414 1-613 1-872 


_ The salt is more soluble in alcohol than it is in water. The aq. soln., said 
O. W. Gibbs, gives a white, crystalline precipitate with silver nitrate ;» and pre- 
cipitates with barium chloride, and ammonium nitrate after standing some time. 
With sufficient sodium carbonate the salt is resolved into normal sodium tungstate 
and phosphate. 

#. Kehrmann and co-workers prepared sodium phosphatododecatungstate, 
3NayO0.P.0;.24WO3.nH,O0, as described above in connection with the addition 
of barium chloride, is recrystallized from boiling water a number of times. This 
is one of the salts prepared by C. Scheibler—vide supra. F. Kehrmann and 
co-workers showed that if a hot, sat. soln. be cooled, it furnishes colourless, 


octahedral crystals with cube faces of the enneadecahydrate, NagH,{[P(W207)¢]- 


19H,0. The crystals readily eftloresce in air, and the salt is very soluble in water. 
Soln. sat. at 0°, 22°, and 93° were found by M. Soboleff to dissolve respectively 
22-04, 59-65, and 98-184 grms. of the crystallized acid per 100 c.c. of water. 
F. Kehrmann found that the salt is less soluble in hydrochloric acid, and in soln. 


TUNGSTEN 867 


of sodium chloride. F. Kehrmann and co-workers found that if the preceding 
hydrate be allowed to stand in the cold mother-liquor, it slowly dissolves, and 
the soln. deposits colourless plates which M. Soboleff found to be the tridecahydrate, 
NagH,| P(W207)¢].13H20, and to be triclinic pinacoids with the axial ratios 
a:b: c=1-0875: 1: 2-0814, and a=85° 21’, B=95° 28’, and y=87° 41:5’. The 
same hydrate is obtained by keeping a cone. soln. at a temp. below 50°. According 
to C. H. Brandhorst and K. Kraut, if an aq. soln. of the hydrophosphatododeca- 
tungstate be shaken with ether, the enneahydrate, NagH4[P(W207)¢|.9H.O, is 
formed as a white powder. EH. Hartmann prepared sodiwm phosphatododeca- 
tungstatomolybdate, 3NagO.P205.24(Mo003,WOs3).nH,0. According to F. Kehrmann, 
potassium phosphatododecatungstate, K,H,[P(W.0O7),]..H.O, is formed when a 
soluble potassium salt is added to a dil. soln. of the acid or a soluble salt. 
O. W. Gibbs obtained the hemiheptahydrate or the hemitridecahydrate by double 
decomposition with a soluble potassium salt, and the sodium salt, or, as in the 
analogous case of the sodium salt, by adding hydrochloric or nitric acid to a mixed 
soln. of potassium phosphate and tungstate. O. W. Gibbs prepared a salt, 
4K.,0.P,0;.24W03.20H,0, from a soln. of metaphosphoric acid and potassium 
pentatungstate. P. F. M. Sprenger, and F. Kehrmann prepared copper phosphatodo- 
decatungstate, Cu3{H,[P(W.07)¢]}..54H.O, by treating copper carbonate with the 
calculated quantity of the acid, and evaporating the clear soln. in vacuo. The green, 
cubic crystals are freely soluble in water. P. F. M. Sprenger, and F. Kehrmann 
also prepared silver phosphatododecatungstate, Ag;H,|P(W.07)¢].26H,O, by 
adding silver nitrate to a dil. soln. of the acid. The white powder is sparingly 
soluble in water. P. F. M. Sprenger reported barium hydrophosphatododeca- 
tungstate, Ba{HglP(W207)¢]}2-54H,0, by evaporating a soln. of the calculated 
quantity of barium carbonate in the acid; and BaH;[P(W207)¢!.27H,0 in a 
similar manner; while O. W. Gibbs prepared barium phosphatododecatungstate, 
~ Bas{H,[P(W207)¢]}o-42H20, which is produced by the action of barium chloride on a 
soln. of the sodium salt. The dotessaracontahydrate forms colourless, octahedral crys- 
tals which rapidly effloresce, and are very soluble in hot water; F. Kehrmann and 
co-workers also prepared this salt. M. Soboleff obtained the tetratessaracontahydrate, 
Bag{H4[ P(W207)¢)}2-44H,9, in octahedral crystals, and P. F. M. Sprenger also pre- 
pared the tetrapentecontahydrate, Bag{H4lP(W207)¢l}o.54H.O, in cubic crystals. 
C. H. Brandhorst and K. Kraut obtained sodium barium phosphatododecatung- 
state, NaBaH,[P(W207)¢].22H,O, by treating a cold soln. of sodium hydro- 
phosphatododecatungstate with freshly precipitated barium carbonate, and adding 
alcohol to the clear soln. The turbid soln. formed by water becomes clear on the 
addition of hydrochloric acid. F. Kehrmann and M. Freinkel obtained yellow 
prisms of silver barium phosphatododecatungstate, by adding silver nitrate to a 
soln. of ammonium barium phosphatododecatungstate. O. W. Gibbs added 
mercurous nitrate to a soln. of 24 mols. of sodium tungstate, and 2 mols. of sodium 
hydrophosphate, acidified with nitric acid, and obtained a yellow precipitate of 
mereurous phosphatododecatungstate, which is insoluble in water, and slightly 

soluble in dil. nitric acid. H. Copaux said that the composition is not constant, 
* but varies with the mode of preparation. F. Kehrmann prepared mercuric 
phosphatododecatungstate, 5HgO.P,0;.24W0O3.nH,0, freely soluble in water, and 
lead phosphatododecatungstate, 3PbO.P,0;.24W0O3.nH,0. 

O. W. Gibbs found that a boiling soln. of sodium phosphatododecatungstate 
readily dissolves platinic hydroxide forming an orange liquid, which, when filtered 
and evaporated, furnishes orange crystals of, presumably, platinic phosphato- 
dodecatungstate. Ammonium chloride precipitates orange yellow crystals from 
the soln.—presumably ammonium platinic phosphatododecatungstate. 

P. F. M. Sprenger reported that he had obtained a soln. of phosphatohena- 
tungstic acid, P,0;.22WO3.nH.0, by the action of dil. sulphuric acid on the barium 
salt. The acid itself, however, has not been isolated. Strong mineral acids 
decompose the salts into the phosphatododecatungstates and the phosphato- 
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hemihenacositungstate, and A. Rosenheim and J. Janicke suggested that the 
molecule has two nuclei H,|P(OH)(W.207);] linked by a bivalent W.O,-bridge, 
thus : 


H,[P(OH)(W,0,)5}-W.0,-[(W.0,);(OH)PJH,-nH,0. 


By treating barium phosphatohemiheptatungstate with sulphuric acid, 
C. Scheibler obtained an acid which he represented by the formula 
H4,PW1043.18H,0. O.W. Gibbs reported ammonium phosphatohenatungstate, 
3(NH4)30.P,05.22WO3.21H,0, to be formed from a mixture of sodium tungstate 
and hydrophosphate, ammonium nitrate, and an excess of hydrochloric acid. 
The colourless crystals are freely soluble in cold water, and partially soluble in 
hot water to form a turbid liquid. The properties of the salt are, in general, 
like those of the phosphatododecamolybdate. This may be a phosphatododeca- 
tungstate. F. Kehrmann prepared the ammonium salt, 7(NH4),0.P2,05.22WOs3. — 
nH.O, by adding an excess of ammonium carbonate to a boiling conc. soln. 
of ammonium phosphatododecatungstate so long as effervescence occurs. On ~ 
cooling, octahedral crystals are obtained, very soluble in water. The salt can be 
purified by recrystallization from water, acidified with acetic acid. O. W. Gibbs — 
prepared sodium phosphatohenatungstate, 2Na,0.P.0;.22W0O3.9H,0, by adding 
an excess of hydrochloric or nitric acid to a soln. of 24 mols. of sodium tungstate, 
and a mol. of sodium hydrophosphate. The white, crystalline powder is sparingly — 
soluble in water. This may be a phosphatododecatungstate. When the barium ~ 
salt is treated with sodium sulphate, F. Kehrmann and co-workers found that the 
filtered soln., on evaporation, furnishes acicular crystals of TNagO.P.05.22WOs3. 
33H,0. O. W. Gibbs added hydrochloric or nitric acid to a soln. of potassium — 
phosphatoenneatungstate, when potassium phosphatohenatungstate, 2K,0.P,0s. 
22W0O3.6H,O, was formed as a white precipitate very soluble in water. This may 
be a phosphatododecatungstate. F. Kehrmann and co-workers prepared 
TK,0.P50;.22W03.31H,0, by the process used for the ammonium salt. L. Dupare 
and F. Pearce found the axial ratio of the colourless, tetragonal crystals to be — 
a:c=1:0-6053. According to F. Kehrmann and co-workers, the salt is readily 
soluble in hot or cold water, but insoluble in alcohol. Crystalline double salts — 
are obtained when salts of the heavy metals are added to its conc. aq. soln. The 
general formula is (7—m)K,0.mRO.P,0;.22WO3.nH,0. The salts are readily 
broken down into simpler phosphatotungstates—vide infra. O. W. Gibbs obtained 
barium phosphatohenatungstate, 4Ba0.P,0;.22W03.41H,O, by neutralizing 
with acetic acid a mixed soln. of 24 mols. of sodium tungstate and 2 mols. of sodium — 
hydrophosphate, and adding barium chloride. The prismatic crystals are soluble 
in hot water; and the hot aq. soln. deposits needle-like crystals on cooling. 
P. F. M. Sprenger obtained doubly-refracting needles of the salt 7BaO.P20,;22WOs. 
59°5H2O, by adding to a soln. of phosphatododecatungstic acid to excess 
of barium hydroxide, and evaporating the clear filtrate. F. Kehrmann and 
co-workers prepared the salt 7BaO.P.0;.22W0O3.53H,0 by adding powdered 
barium carbonate to a boiling, conc. soln. of barium phosphatododecatungstate 
so long as effervescence occurs. On cooling, the salt separates in octahedra ; 
and it can be purified by crystallization from water acidified with acetic acid. 
If barium chloride is added to the potassium salt, octahedral crystals of potassium 
barium phosphatohenatungstate, 2K,0.5Ba0.P,0;.22W0O3.48H,0, are formed ; 
the action of silver nitrate on a soln. of ammonium barium phosphatohenatungstate 
furnishes silver barium phosphatohenatungstate, 3Ag,0.4Ba0.P,0;.22W03.34H.0. 
They also prepared potassium mercuric phosphatohenatungstate in colourless, 
soluble needles; and barium mercuric phosphatohenatungstate, in sparingly 
soluble crystals. O. W. Gibbs reported white, crystalline ammonium stannic 
phosphatohenatungstate, 2(NH,),0.28n0,5.P.0;.22WO3.15H,0. 

According to F. Kehrmann and M. Freinkel, phosphatohemihenicositungstic 
acid, P,0;.21W03.33H,O0, is produced as follows: Potassium phosphatohena- 


TUNGSTEN | 869 


tungstate is dissolved in a little water, and, after adding an excess of dil. hydrochloric 

acid, the soln. is boiled and filtered from the potassium phosphatododecatungstate. 
The filtrate slowly deposits the potassium salt of the required acid; this is con- 
verted into the ammonium salt by the action of ammonium chloride, and the latter 
mixed into a mush with aqua regia, and the mixture boiled. The salt decomposes 
with the evolution of nitrogen, and the required acid separates from the soln. on 
cooling. ‘The acid is also obtained by treating the barium salt with sulphuric acid ; 
on evaporation, phosphatododecatungstic acid first separates, and the mother-liquor 
yields a crop of hexagonal crystals of the required acid. It is also obtained by 
treating the potassium salt with acid, and extraction with ether. The acid forms 
colourless, four-sided prisms. It is extremely soluble in water, and the aq. soln. 
can be boiled without decomposition ; but not so with a soln. of salts of the acid ; 
they are decomposed. Soln. of the acid can be repeatedly evaporated with conc. 
hydrochloric or nitric acid without decomposition. Unlike phosphatododeca- 
tungstic acid, potassium and ammonium phosphatohemihenicositungstates are not 
sparingly soluble in water; and the colour, crystal form, and solubilities of the 
salts of phosphatoenneatungstic acid, are very different from those of the salt 
of phosphatohemihenicositungstic acid. HE. Brauer found that the H’-ion conc. 
of 0-005N-soln. of the acid is [H’]=0-0070. The structure of the acid has not 
been determined; but the acid is very probably more than sexibasic, for the 
salts of the type 3K,0.P,0;.21WO3.nH,O behave as if they were acid salts. 
This is supported by the electrical conductivity of the potassium salt which gives 
normal values on the assumption that it is hexabasic or heptabasic. Soln. with 
an eq. of salt—z.e. 4(3K,0.P,0;.21W03.31H,O) in v litres at 25° have the 
conductivities : 


Vicia de 64 128 256 512 1024 
Ke way 166:8 184:2 202-2 226°3 254°] 285-2 mhos. 


If attempts are made to prepare normal salts, the complex anion is broken down. 
F. Kehrmann and co-workers prepared ammonium phosphatohemihenicositung- 
state, 3(NH4)2,0.P20;.21WO3.nH,O, by adding ammonium chloride to a soln. 
of the potassium salt, and repeating the precipitation from lukewarm soln. in dil. 
hydrochloric acid a number of times so as to get the salt free from potassium salts. 
The six-sided prisms are decomposed by boiling water. The salt is sparingly 
soluble in cold water, but more soluble in hot water ; it is insoluble in a sat. soln. 
of ammonium chloride; and soluble in alcohol. If a boiling, conc. soln. of 
potassium phosphatohenatungstate be treated with dil. hydrochloric acid added 
drop by drop, with agitation, until no more precipitate is formed, and the soln. 
is acid, and potassium chloride added to the filtrate, a crystalline precipitate of 
potassium phosphatohemihenacositungstate, 3K,0.P,0;.21WO3.nH,0, is formed. 
The colourless, six-sided prisms are decomposed by boiling water; the salt is 
soluble in cold water. 


According to BE. Péchard, the evaporation of a soln. of one eq. of phosphoric acid with 
5 eq. of metatungstic acid furnishes efflorescent regular octahedra of phosphatodeca- 
tungstie acid, P,O,.20WO,.62H,O, and if these are dissolved in very little water, and the 
soln. concentrated, less efflorescent, trigonal crystals of P,O;.20WO;.50H,O with the 
axial ratio a: c= 1: 11-2929 are formed. O. W. Gibbs also obtained the acid by adding nitric 
acid in excess to a mixed soln. of sodium phosphate and tungstate ; but later, he added 
that the free acid could not be prepared. There is a doubt about the acid and its salts, 
because the methods of preparation, and the properties described are similar to those 
required for the phosphatododecatungstates. C. Scheibler also prepared cubic crystals 
of an acid which he represented by the formula H,,PW,,033.8H,0. O.W. Gibbs obtained 
sodium phosphatodecatungstate, Na,O.P,0;.20WO,.19H,O, in efflorescent colourless 
needles, by adding a small excess of hydrochloric acid to a soln. of 12 mols. of sodium 
tungstate and one mol. of sodium phosphate. E. Péchard also described Na,O.P,O;. 
20WO,.25H,O, in prismatic crystals obtained by evaporating on a water-bath a soln. 
of eq. proportions of the free acid and sodium hydroxide. It is easily soluble in water, 
and insoluble in alcohol. E. Péchard obtained 2Na,0.P,0,;.20WO,;.30H,O, from a soln. 
of an eq. of the free acid and 2 eq. of sodium hydroxide ; and by the action of metatungstic 
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acid on sodium hydrophosphate. The rhombohedral crystals do not effloresce in air. 
The salt is soluble in water, and insoluble in alcohol. If heated to 100°, 20 mols. of water 
are given off. A sat. soln. of an eq. of the free acid and 2 eq. of sodium hydroxide yields 
regular octahedral crystals of 3Na,0.P,0;.10WO;.32H,0. The salt is soluble in water, 
and insoluble in alcohol. EK. Péchard prepared potassium phosphatodecatungstate, 
K,0.P,0,;.20WO,.5H,O, as in the case of the corresponding sodium salt. The addition 
of silver nitrate to a soln. of the potassium salt furnishes silver phosphatodecatungstate. 
E. Péchard obtained ecaicium phosphatodecatungstate, 2CaO.P,0,;.20WO,.22H.O, in 


efflorescent octahedra by the action of metatungstic acid on calcium hydrophosphate ; — 


barium phosphatodecatungstate, 2BaO.P,0,;.20WO;.27H,O, in colourless octahedra, by 
the action of metatungstic acid on barium hydrophosphate ; and by adding 2 eq. of 
baryta-water to a soln. of one eq. of the free acid ; 2BaO.P,0;.20W0O ;.36H,0, in colourless 
octahedra, by adding barium chloride to a soln. of sodium paratungstate mixed with 
phosphoric and hydrochloric acids. O. W. Gibbs reported 6BaO.P,0,.20WO;.48H,0, to 
be formed by adding hydrochloric acid to mixtures of sodium tungstate and sodium 
hydrophosphate in the proportions between 24 to 2 to 12:2. The colourless crystals are 
readily soluble in hot water. HK. Péchard prepared colourless, efflorescent octahedra of 
magnesium phosphatodecatungstate, 2M¢0.P,0,.20WO,.19H.O, by evaporating in vacuo a soln. 
of 2 eq. of magnesium carbonate and one eq. of the acid ; also lead phosphatodecatungstate, 
2PbO.P,0;.20WO3.6H,O, in white needles. 


The so-called luteophosphotungstic acid—luteus, yellow—or phosphatoennea- 
tungstic acid, P,O;.18W0O3.42H,0, was prepared by F’. Kehrmann as follows : 


A soln. of 100 grms. of sodium tungstate in sufficient boiling water was mixed with 
50 grms. of syrupy phosphoric acid and 50 c.c. of water, and the water renewed as the soln. 
is boiled until it acquires a yellow colour. 20 c.c. of conc. nitric acid were added drop by 
drop to the boiling liquid. The cold iiquid was treated with powdered ammonium chloride 
so long as a yellow precipitate was produced. The powder was isolated by suction, dis- 
solved in a little cold water, and again precipitated by ammonium chloride ; the operation 
was repeated twice more. The pale yellow needles were removed from the large lemon- 
yellow prisms of the ammonium salt of this acid by levigation, and the salt recrystallized. 
The product is mixed with 3 parts of conc. hydrochloric acid and one part of cone. nitric 
acid boiled until the ammonia is all expelled. The yellow soln. is evaporated to remove 
nitric acid; and the product recrystallized from lukewarm water. The acid is also 
obtained by decomposing the silver salt with hydrochloric acid. The acid can be extracted 
from its aq. soln. by ether. 


The acid forms lemon-yellow, six-sided, triclinic plates which are stable in air, 
and melt at 28°. A. Rosenheim and J. Janicke’s analysis corresponds with the 
empirical formula just indicated. F. Kehrmann’s analysis gave 41H,O, and he 
thought that the acid is tribasic. When 25 c.c. of a =;N-soln., on the assumption 


that an eq. of the acid is one-fifth of the mol P,0;.18H,0.42H,0, is treated with — 


n c.c. of 0-1LN-NaOH, and the conductivity measured, the values 


C.c.0-1N-NaOH 1 2 + 5 6 8 9 
2:754 2°416 1-739 1-402 1-067 1-066 1-148 


show a minimum for 4-4 mols. of base to a mol. of acid, meaning that the acid is at 
least pentabasic. A. Rosenheim and J. Janicke found that the lowering of the f.p. 
of aq. soln. corresponds with a decabasic acid. The electrical conductivity of a 
soln. of one-third of a mol of P,0;.18W0O3.42H,0 in » litres of water at 25° is : 


v MERA Wi 32 64 128 256 512 1024 
A . 66°23 68°76 71-14 73°57 76-16 78-01 80-14 


The guanidinium salt, 5(CN3H¢)o0.P20;.18W0O3.18H,0, as also is the silver salt, pre- 
pared by R. Haberle, agrees with the assumption that the acid is decabasic, although 
the corresponding molybdate is dodecabasic, but the complex ion of that acid is not 
so stable. The constitutional formula of the acid is H;[P(OH)(W.20,7),;/-W.07 


[P(OH)(W207)4]H5.36H20, or Hyo[(HO)(W207),P-W207-P(W207)4(OH)].36H,0. — 


H. Wu supposed that the acid exists in two isomeric forms. EH. Brauer gave for the 
H’-ion conc. in a 0-005.N-soln., 0-0041. The acid is freely soluble in water; it is 
not changed by strong mineral acids; but the least excess of a strong base breaks 
down the molecule. When the acid is treated with chlorides or nitrates of the 
bases, it readily forms salts which are usually fairly soluble. Alkaloids and other 


* 
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nitrogenous organic bases give coloured precipitates with this acid. Alkali 
carbonates break down the salts into phosphatohemiheptadecatungstates ; and . 
with strong acids, phosphatododecatungstates may be formed. | 

O. W. Gibbs reported ammonium phosphatoenneatungstate, 2(NH,),0.P,0;. 
18WO3.11H,0, to remain as a white, crystalline mass, when ammonium para- 
tungstate is boiled with a soln. of metaphosphoric acid. F. Kehrmann and 
co-workers prepared 3(NH4)20.P205.18W0O3.14H,O, in lemon-yellow, triclinic 
prisms isomorphous with the potassium salt, as indicated above in connec- 
tion with the preparation of the acid. A. Rosenheim and J. Janicke gave 
(NH,)3H.[ P(OH)(W207)4-W207-(W207)4(HO)P]H.(NH,)3.11H,O for the formula. 
The crystals effloresce in dry air, and in consequence of partial reduction become 
greenish. The ammonium salt is more soluble than the potassium salt. F. Kehr- 
mann reported sodium phosphatoenneatungstate, 3Na,0.P,0;.18WO3.nH.O, to 
be formed in soluble, lemon-yellow, six-sided plates, by evaporating a mixed soln. 
of sodium tungstate with an excess of phosphoric acid; or by adding sodium 
sulphate to a soln. of the barium salt. F. Kehrmann prepared potassium 
phosphatoenneatungstate, 3K,0.P,0;.18WO0;.14H,0, by adding potassium 
chloride to a sola. of the acid. A. Rosenheim and J. Jainicke represented the 
formula K3H.[P(OH)(W.207)4,-W207-(W207)4(OH)P]KgH,.11H,O. He first repre- 
sented the formula by 3K,0.P,0;.16WO3.16H,O. The lemon-yellow, triclinic 
crystals were found by C. Stuhlmann to have the axial ratios a: b: c=0-6278: 1: 
0-9508, and a=80° 26’, B=118° 34’, andy=81° 15’. The salt is freely soluble in 
water. Like the ammonium salt it 1s decomposed when treated with potassium 
carbonate, forming the phosphatohemiheptadecatungstate. O. W. Gibbs reported 
K,0.P,05.18W03.19H,0 to be formed as a sparingly-soluble, white, crystalline 
mass on adding an excess of hydrochloric acid to a soln. of the normal salt ; and he 
obtained prismatic crystals of 6K,0.P,0;.18WO03.23H,0, by adding alcohol to 
a boiling soln. of 20 mols. of sodium tungstate and 2 mols. of sodium hydrophosphate 
acidified with acetic acid, and then adding potassium chloride to an eq. soln. of the 
product. If the salt separates from conc. soln. it has 30H,O. F. Kehrmann 
obtained emerald green plates of copper phosphatoenneatungstate, 3CuO.P,0;. 
18W0O3.nH,0, easily soluble in water. If a soln. of the potassium salt is treated 
with silver nitrate, silver phosphatoenneatungstate, 3A¢,0.P,0,;.18W0O3.14H,0, 
is precipitated. A. Rosenheim and J. Janicke represented it by Ag,H.[P(OH)- 
(W.207)4-W207-(W.07)4(OH)PJH,Ag3.13H,0; F. Kehrmann at first regarded it 
as 3Ag,0.P.0;.16WO3.40H,0. If a 30 per cent. soln. of the acid be treated with 
5 to 6 molar proportions of sodium hydroxide, a soluble silver salt, a yellow 
flaky precipitate of 5Ag,0.P,0;.18W0..34H,0, or Ag,[P(OH)(W.07)4-W,07- 
(W.07),(OH)P]Ag,.34H,0, is formed. It is almost insoluble in water. F. Kehr- 
mann at first regarded it as 5Ag,0.P,0;.16WOsznH.,O. The corresponding 
guanidinium salts were obtained in an analogous manner. F. Kehrmann found that 
barium phosphatoenneatungstate, 3BaO.P,0;.18WO3.nH,O, separates out when 
barium chloride is added to a conc. soln. of the acid. The pale yellow plates are 
sparingly soluble in water. F. Kehrmann also prepared mercuric phosphatoennea- 
tungstate, 3HgO.P.0;.18WO3.nH,O, freely soluble in water; lead phosphato- 
enneatungstate, 3PbO.P.0,;.18W0O3.nH,0, in six-sided plates, soluble in water. 

F. Kehrmann and EH. Bohm prepared salts of phosphatohemiheptadecatungstic 
acid, P,0;.17W0O3.nH,0, by neutralizing a 30 per cent. soln. of phosphatoennea- 
tungstic acid with aq. ammonia or potash-lye, or ammonium or potassium hydro- 
carbonates, using litmus as an indicator. The yellow colour of the soln. slowly 
disappears, and, in the case of ammonia, white, cubic, or tabular crystals of 
ammonium phosphatohemiheptadecatungstate, 5(NH,),0.P.0;.17W03.16H,O, 
separate out. The salt is sparingly soluble in cold water, and when the aq. soln. 
is boiled the salt is decomposed with the escape of ammonia. The salt is converted 
by dil. hydrochloric acid into phosphatoenneatungstate and free phosphoric acid. 
-F. Kehrmann seems to have at first regarded these salts as phosphato-octotungstates. 
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By using a similar process, or by the action of potassium hydrocarbonate on potassium 
phosphatoenneatungstate, F. Kehrmann, and F. Kehrmann and E. Bohn prepared 
potassium phosphatohemiheptadecatungstate, 5K,0.P,0;.17W0Os3.21 or 22H.O, 
in white plates, sparingly soluble in cold water; and by treating the potassium 
salt with a soln. of silver nitrate in excess, silver phosphatohemiheptatungstate, 
5Ag,0.P,05.17WO 3.20H,0, is formed in yellow plates. The salts were also studied 
by A. Rosenheim and J. Janicke, but neither the free acid nor salts of a lower basicity 
are known. | 

KE. Péchard reported phosphatoctotungstic acid, P.0,;.16W0;.69H,0, to be 
formed in colourless, cubic octahedra by concentrating in vacuo a soln. of meta- 
tungstic and phosphoric acids in theoretical proportions. O. W. Gibbs reported 
ammonium phosphatoctotungstate, 6(NH,),0.P,0;.16W0O3.10H,0, to be formed 
by adding ammonium chloride to a boiling soln. of sodium paratungstate in phos- 
phoric acid. The prismatic crystals are easily soluble in hot water, and the hot 
soln. deposits crystals of the salt on cooling. O. W. Gibbs also prepared colourless 
needles of potassium phosphatoctotungstate, 4K,0.P,0;.16W0O3.21H,0, in colour- 
less needles, soluble in hot water; he reported the complex salt sodium potassium 
phosphatoctotungstate, 2Na.0.3K,0.P,0;.16W0O;.20H,O; and he also prepared cal- 
cium phosphatoctotungstate, CaO.P.0;.16W0O3.8H,0, in colourless, soluble plates. 
E. Péchard obtained barium phosphatoctotungstate, 2BaO.P,0;.16WO3.10H,0, 
by evaporating a soln. of 2 eq. of barium carbonate in the free acid. The, © 
regular octahedra are freely soluble in water, and insoluble in alcohol. FF. Kehr- 
mann reported insoluble mercurous phosphatoctotungstate, 3Hg,0.P,0;.16W Os. 
nH,O0; and lead phosphatoctotungstate, 5PbO.P,0,;.16WO3.nH,0, as a yellow 
insoluble powder, and 3PbO.P,0;.16WO3.nH,O in yellow prisms or needles ; 
soluble in water; and with an excess of water forming a basic salt. JF. Kehr- 
mann also reported P,O;.16WOs3.41H.,0, as well as the phosphatoctotungstates 
of ammonium, potassium, and silver salts, but improved analytical methods © 
showed that the products were phosphatohemiheptadecatungstates, or phosphato- 
enneatungstates. 

K. Péchard found that phosphatohexatungstic acid, P,O;.12W0O3.42H,0, is the 
most easily prepared of all the phosphotungstic acids. Itis obtained by concentrat- 
ing in vacuo a soln. of metatungstic and phosphoric acids in theoretical proportions. 
The triclinic, pinacoidal crystals were found by E. Dufet to have the axial ratios 
a2b:c=0-9916: 1: 1:5931, and.a=—90° 6’; B=97° 534’, and y=84°9255 5s eae 
(110)-cleavage is marked. The crystals do not effloresce in air; and are soluble 
in water and alcohol. Warm acids decompose the acid liberating tungstic acid ; 
and with bases, it forms salts. An excess of alkali decomposes the salts forming 
a tungstate and a phosphate. The salts are prepared by treating the acid with 
a carbonate of the base, or by the action of metatungstic acid on a phosphate. — 
K. Péchard said that ammonium phosphatohexatungstate, 2(NH,4).0.P205.12W0O3. — 
5H,0, is insoluble in cold water, an excess of aq. ammonia converts it into © 
ammonium paratungstate. A soln. of the acid treated with 2 eq. of lithium car- — 
bonate furnishes trigonal crystals of lithium phosphatohexatungstate, 2Li,0.P.,0;. 
12W0O3.21H,0. The triclinic pinacoids of sodium phosphatohexatungstate, 
2Na,0.P,0;.12WO3.18H,O, were obtained in a similar manner. EK. Dufet found 
that the crystals have imperfect (110)-, and (001)-cleavages. The crystals effloresce — 
slowly in air. The salt is soluble in water, and is precipitated from its aq. soln. 
by alcohol. Conc. hydrochloric acid gives a white crystalline precipitate. If — 
hydrochloric acid be left in contact with the salt, or if the salt be treated with warm 
acid, it is decomposed. White, insoluble potassium phosphatohexatungstate, 
K,0.P,0;.12W0O3.9H,0O, was prepared in-a similar manner. E. Péchard also — 
prepared green, trigonal crystals of copper phosphatohexatungstate, 2CuO.P.O;. 
12W0O3.11H,0, which E. Dufet found had the axial ratio a: c=1 : 2-6534, and 
a=56° 30’. EK. Péchard obtained silver phosphatohexatungstate, Ag,O.P.0;. 
12WO3.8H,0, as a white insoluble precipitate stable in light; trigonal crystals 
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of calcium phosphatohexatungstate, 2CaO.P,0,;.12W0O3.19H,O, which rapidly 
effloresce in air, and are insoluble in alcohol. EH. Dufet gave for the axial ratio 
a@:c=1:2-6759, and a=56° 8’. EK. Péchard prepared trigonal crystals of barium 
phosphatohexatungstate, 2BaO.P.0;.12W0Os3.15H,O, which, according to E. Dufet, 
have the axial ratio a: c=1: 2-6839, and a=56° 1’. The salt effloresces rapidly 
in air; it is stable in water; and is precipitated by alcohol fromits aq. soln. The 
trigonal crystals of magnesium phosphatohexatungstate, 2MgO.P,0;.12WOs. 
10H,O, prepared by EH. Péchard were found by E. Dufet to have the axial ratio 
@:c=1: 2-6523, and a=56° 23’. H. Péchard also prepared trigonal crystals of 
zinc phosphatohexatungstate, 2Zn0.P,0;.12WO3.7H,O; sparingly soluble cad- 
mium phosphatohexatungstate, 2CdO.P,0;.12W0O3.13H,O; and yellow, mercurous 
phosphatohexatungstate, Hg,0.P,0;.12WO3.nH,O, insoluble in nitric acid. 
HK. Péchard obtained a white precipitate of thallous phosphatohexatungstate by 
. the action of metaphosphoric and tungstic acids on thallous carbonate. White, 
insoluble needles of lead phosphatohexatungstate, 2PbO.P,0;.12W0O3.6H,O, were 
prepared. 

According to F. Kehrmann and R. Mellet, when a very conc. soln. of a mixture 
of sodium tungstate and phosphate is faintly acidified with acetic acid, and allowed 
to stand a few days, a mass of crystals is formed. When washed with cold water, 
there remains a sparingly-soluble sodium phosphatotungstate, 14Na,0.5P,0;.19WOs. 
nH,0, or 29Na,0.10P,05.39WO3.nH,0: The soluble portion contains a phos- 
phatotritungstate—vide infra. O. W. Gibbs reported a complex sodiwm potassium 
phosphatotungstate, 7Na,0.11K,0.6P,0;.22W03.42H,0. 

O. W. Gibbs reported sodium phosphatohemiheptatungstate, 5Na,0.2P.0;. 
14W03.42H.0, to be formed by boiling sodium paratungstate with less than half its 
weight of syrupy phosphoric acid. Colourless, prismatic crystals are deposited 
in a few days. The salt may be a mixture. F. Kehrmann reported 3Na,0.P,05. 
TWO3.nH.O to be formed by the action of a cold sat. soln. of sodium tungstate on 
aq. phosphoric acid, and allowing the acid liquid to stand for a month at ordinary 
temp. C.Scheibler reported crystals of sodium phosphotungstate, Na;H11P.W.603}. 
13H,0, to be formed by dissolving sodium paratungstate in water, adding half 
its weight of phosphoric acid, and allowing the mixture to stand for some time. 
F. Kehrmann and R. Mellet showed that the salt is really a sodium phosphato- 
hemiheptatungstate, 3Na,0.P,0;.7WO3.nH,O. F. Kehrmann treated a soln. 
of this salt with ammonium chloride for a number of times in the cold, and obtained 
ammonium phosphatohemiheptatungstate, 3(NH,).0.P,0;.7W0O3.nH,0, in cubic 
crystals which are deposited when the aq. soln. is treated with alcohol. The salt is 
sparingly soluble in cold water without decomposition, but with boiling water, 
ammonia is evolved. The aq. soln. witha calcium salt gives after standing some time 
a sparingly-soluble, crystalline ammonium calcium phosphatohemiheptatungstate ; 
with barium chloride, sparingly soluble barium phosphatohemiheptatungstate is 
precipitated. C. Scheibler prepared barium phosphatohemiheptatungstate by the 
action of barium chloride on the sodium salt which he prepared. F. Kehrmann 
found that a soln. of ammonium or sodium phosphatohemiheptatungstate with 
silver nitrate, furnishes white insoluble silver phosphatohemiheptatungstate. It 
dissolves in a soln. of the ammonium salt forming ammonium silver phosphato- 
hemiheptatungstate. 

F. Kehrmann and R. Mellet did not succeed in preparing phosphatotritungstic 
acid, but, as indicated above, they found that the aq. filtrate obtained from sodium 
phosphatotetratungstate contains a salt which when crystallized out consists 
of sodium phosphatotritungstate, 3Na.0.P,0;.6WO3.16H,O. It is best obtained 
by the slow crystallization of an aq. soln. of 3 mols. of sodium tungstate, and a mol. 
of sodium hydrophosphate neutralized with acetic acid. The salt was purified by 
recrystallization from water. It forms aggregates of white, striated prisms, and 
contains 3 mols. of water of constitution. The potassium salt could not be prepared 
directly from its constituents; but when a soln. of the sodium salt is treated 
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with potassium chloride, prismatic needles of potassium phosphatotritungstate, 
3K,0.P.0;.6WO3.14H,O, are formed; and if ammonium chloride is used, stout 
prisms of ammonium phosphatotritungstate, 3(NH,).0.P.0;.6W0O3.9H,0, are 
formed. 

O. W. Gibbs prepared a series of pyrophosphatotungstates by boiling tungstic 
acid with an alkali pyrophosphate. The phosphoric acid can be separated from 
the salts only by boiling them repeatedly with hydrochloric acid. White, granular 
potassium pyrophosphatotungstate, 18K,0.9P,0,.22W0;.49H,0, was so obtained ; 
and ammonium sodium pyrophosphatotungstate, 14(NH,),0.6Na,0.9P,0,.22WOs. 
31H,O, as a white, crystalline precipitate easily soluble in hot water. The potas- 
sium salt when treated with copper sulphate furnishes copper pyrophosphato- 
tungstate, or a double salt; while mercurous nitrate with the potassium or sodium 
ammonium salt gives a yellow or white crystalline precipitate of mercurous pyro- 
phosphatotungstate. A mixed soln. of sodium paratungstate and manganese 
pyrophosphate on evaporation yields orange-brown crystals of sodium manganese 
pyrophosphatotungstate, 6Na,0.3MnO.P,0;.14W0O.3.36H,O ; and when this salt 
is treated with ammonium chloride it furnishes orange prisms of ammonium sodium 
manganese pyrophosphatotungstate, 5(NH,),0.2Na,0.6Mn0.2P,0;.14WOs, which 
are soluble in cold and hot water. ° 
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—— dihydrothoridodecamolybdates, 601 

—— dimercuriammonium chromate, 284 

—— dimolybdate, 580 

—— dimolybditetramolybdate, 531 

dimolybditotetramolybdate, 593 

dioxydisulphomolybdate, 654 

—— dioxydisulphotungstate, 861 

—— dioxypentafluomolybdate, 614 

—— dioxytetrafluomolybdate, 613 

dioxytrifluoride, 613 

diperchromates, 357 

—— diphosphatotellurate, 120 

diplatinic triacontatungstate, 803 

—— disulphatochromate, 452 

—— ditelluratohexamolybdate, 97> 

—— ferric chromate, 309 

chromium sulphate, 463 

—-— —— dodecamolybdate, 602 

—— —— dodecatungstate, 832 

—— —— paratungstate, 820 

pentadecaoxysexieschromate, 310 

sulphate, 831 

—— fluochromate, 365 
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Ammonium gold amminophosphatomolyb- 
date, 671 

heptahydrodecamolybdate, 595 

heptahydrate, 595 

hexabromotellurite, 109 

hexachlorotellurite, 102 

hexachromate, 352 

hexadecatungstate, 832 

hexaiodotellurite, 106 

hexamolybdate, 594 

—— hexatungstate, 829 

hexoxyhenafluomolybdate, 614 

—— hydroheptamolybdate, 594. 

— hydrophosphatodimolybdate, 670 

hemipentahydrate, 670 

—— hydropyrotellurate, 89 

—— hydrostannidodecamolybdate, 601 

—— hydrotellurate, 89 

—— hydrotelluride, 40 

—— hydrotetroxytrisulphodimolybdate, 

655 

—— hydroxylamine paramolybdate, 552 

—— hydroxylamine tungstate, 773 

—— hypomolybdatomolybdate, 604 

—— isotungstate, 773 

—— lanthanous molybdate, 587 

lanthanum hexachromate, 287 

tungstate, 790 

—— lead chromate, 304 

phosphatopentadecamoly b date, 

671 . 

lithium chromate, 244 

magnesium chromate, 275 

molybdate, 562 

paratungstate, 818 

telluride, 50 

manganic dodecamolybdate, 602 

molybdate, 572 

paratungstate, 820 

tridecamolybdate, 602 

tungstate, 797 

manganous chromate, 309 

decamolybdate, 598 

dihydrophosphatohemipenta m o- 
lybdate, 669 

— dodecamolybdate, 602 

—— molybdate, 571 

permanganitomolybdate, 573 

—— phosphatohemipentamolybdate, 

- 669 

—— pyrophosphatomolybdate, 671 — 

trischromate, 309 

mercuric tungstate, 788 

mercurous aluminotungstate, 789 

metatungstate, 821 

hexahydrate, 821 

tetrahydrate, 821 

molybdate, 551 

molybdatosulphate, 658 

molybdatotrisulphate, 658 

molybdenum amminopentachloride, 
622 

chloride, 629 

dioxytetrachloride, 632 

enneafluoride, 610 

hemipentoxide, 532 

heptachloride, 621 

hexachloride, 621 

- oxypentabromide, 637 

——- —-— pentabromide, 635 
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Ammonium molybdenum pentachloride, | 
621 


——$— 


tetrachlorotetrabromide, 640 

tetrachlorotetraiodide, 640 

tetradecachloride, 623 

—— —— tetrafluoride, 609 

trioxytetradecafluoride, 611 

tungstate, 796 

—— molybdenyl pentabromide, 637 

pentachloride, 629 

—— molybditetramolybdate, 533 

—— molybdosic sulphates, 657 

—— molybdous heptachloride, 619 

octochloride, 618 

monoperditungstate, 834 

—— neodymium molybdate, 587 

—— nickel chromate, 313 

diamminochromate, 313 

dihydrophosphatohemipenta m o- 
lybdate, 670 

—— —— dihydroxyquaterchromate, 313 

—— —— phosphatohemipentamolybdate, 

670 

nickelic tridecamolybdate, 602 

tungstate, 802 

nickelous decamolybdate, 598 

diamminomolybdate, 576 

enneamolybdate, 597 

henitricontamolybdate, 604 

hexadecamolybdate, 603, 604 

tetratricontamolybdate, 604 

nitratometatungstate, 814, 861 

—— octomolybdate, 595 

octotungstate, 830 

—— oxalatotriamminochromate, 409 

—— oxychromate, 241 

—— oxydimercuriammonium dichromate, 
342 

oxypentachlorotungstate, 849 

—— oxypentafluomolybdate, 611 

—— paramolybdate, 583 

dodecahydrate, 583 

tetrahydrate, 583 : 

parasulphomolybdate, 651 

—— paratungstate, 812 

—— —-— henahydrate, 812 

—— —— heptahydrate, 813 

hexahydrate, 813 

pentahydrate, 812 

—— pentabromotungstite, 854 

pentafluotellurite, 98 

pentahydrotrimolybdate, 594 

pentahydrate, 594 

pentamolybdate, 593 

— pentatungstate, 828 

perchromate, 356 

perdichromates, 359 

—— perdisulphomolybdate, 654 

permanganitomolybdates, 572, 573 

permanganous octomolybdate, 597 

‘permolybdate, 607 

permonosulphomolybdate, 653 

pernickelic enneamolybdate, 597 

perparamolybdate, 608 

—— phosphatoctomolybdate, 667 

—— phosphatodecamolybdate, 664 

—— phosphatododecamolybdate, 662 

—— phosphatododecatungstate, 866 

—— phosphatoenneamolybdate, 666 

— — phosphatoenneatungstate, 871 
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Ammonium — phosphatohemihenicositung- 
state, 869 
—— phosphatohemiheptadecamol y bdate, 
667 
—— phosphatohemiheptadecatungstate, 
871 
—— phosphatohemiheptatungstate, 873 
—— phosphatohenamolybdate, 664 
—— phosphatohenatungstate, 868 
—— phosphatoheptamolybdate, 667 
—-— phosphatohexamolybdate, 667 
—— phosphatohexatungstate, 872 
—-— phosphatotetrachromate, 482 
—— phosphatotetramolybdate, 667 
—-— phosphatotritungstate, 874 
-—— potassium chromate, 257 
chromium sulphate, 463 
—— —— manganous permanganitomolyb-’ 
date, 573 
permanganitomolybdate, 573 
—— preseodymium molybdate, 587 
tungstate, 791 
—— pyrotellurite, 77 - 
rhodic dodecamolybdate, 603, 604 
samarium molybdate, 587 
silver aluminotungstate, 789 
chromate, 267 
—— phosphatohemiheptatun gstate, 
873 
—— sodium chromate, 249 
—— decatungstate, 831 
—— —— 3: ]-decatungstate, 831 
— gold pyrophosphatohemihenamo- 
lybdate, 671 
—— hexadecatungstate, 832 
—— —— manganese pyrophosphatotung- 
state, 874 
—— ——— manganic 


tridecamolybdate, 
602 

—— 1: 3-metatungstate, 824 

octotungstate, 830 

—— 1: 3-paratungstate, 816 

—— 3: 2-paratungstate, 816 

—— 4: ]1-paratungstate, 816 

heptahydrate, 816 

pentahydrate, 816 

tridecahydrate, 816 

—— 3: 2-pentadecatungstate, 832 

—— 4: 2-pentadecatungstate, 832 

—— phosphatohemiheptadecamol y b- 
date, 667 

—— phosphatomolybdate, 663 

pyrophosphatotungstate, 874 

stannic phosphatohenatungstate, 868 

phosphatohexitetradec am oly b- 

date, 670 

stannidodecamolybdate, 601 

strontium chromate, 271 

sulphatotellurite, 118 

sulphomolybdate, 650 

sulphotellurite, 113 

sulphotungstate, 858 

sulphovanadatomolybdate, 652 

—— tellurate, 89 

tellurite, 77 

telluratohexamolybdate, 97 

tetrachlorotellurite, 100 

tetrachromate, 351, 352 

—— tetrafluodioxytungstate, 838 

—— tetrahydrate, 834 
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Ammonium tetrahydroxylaminotetra- 
molybdate, 592 

—— tetramolybdate, 591 

—-— thoridodecamolybdates, 601 

—— titanidodecamolybdate, 600 

—— titanium chromate, 288 

—— triarsenatotellurate, 96 

—— trichromate, 349 

trifluodioxytungstate, 838 

trifluotrioxytungstate, 839 

—— trihydroheptamolybdate, 594 

—— trihydrophosphatohemipentamolyb- 

date, 668 

—_— ——— hemitridecahydrate, 669 

hexahydrate, 668 

——. ——— tetrahydrate, 668 

trimolybdate, 588 

—— trioxydifluomolybdate, 612 

trioxypentafluomolybdate, 615 

—— trioxytrifluomolybdate, 613 

——. triperchromates, 356 

—— triphosphatotellurate, 120 

trisulphatochromiate, 464 

—— trisulphomolybdate, 651 

—— tritungstate, 810 

—— tungstate, 773 

—— tungsten tetrafluoride, 837 

—— uranium tungstate, 797 

—— uranyl chromate, 308 

——- ——— hexahydrate, 308 

—— —— trihydrate, 308 

—— zine chromate, 279 

—— —-— diamminobischromate, 280 

—— —— paramolybdate, 586 

—— —— paratungstate, 819 

—— —— triamminosexichromate, 280 

—— zirconidodecamolybdate, 601 

—— zirconium tungstate, 791 

Aniline ceric dodecamolybdate, 600 

hydrochloride, 831 

Antamokite, 2, 49 

Antimonatotungstates, 795 

Antimony molybdates, 570 

—— oxychromite, 201 

tellurate, 97 

—— telluride, 59 

tetroxybischromate, 305 

—— tungstates, 795 

Aquopentammines, 401 

Argent molybdique, 60 

Arsenic molybdates, 570 

—— octodecatungstic acid, 832 

—— sulphomolybdates, 652 

——— sulphotellurite, 114 

tellurate, 96 

———. telluride, 58 

Arsenotellurite, 2, 114 

Auric telluride, 49 

Aurotellurite, 1 

Aurum bismuticum, 1 

—— graphicum, l, 47 

gulena, 114 

—— paradoxum, 1 


B 


Barium aluminium oxydodecamolybdate, 
600 
—— aluminotungstate, 789 
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Barium ammonium aluminium oxydodeca- 
molybdate, 600 

chromate, 274 

—— —— chromidodecamolybdate, 602 

—— —— cobaltic decamolybdate, 575 

—— -—— paramolybdate, 586 

phosphatomolybdate, 663 

calcium chromate, 274 ~° 

chlorochromate, 398 

chlorochromatochloride, 398 

hydrate, 398 

chromate, 199, 271 

—— chromatosulphate, 450 

chromidioxydodecamolybdate, 602 

chromioxydodecamolybdate, 601 

—— cobaltic enneamolybdate, 575 

dichromate, 341 

dihydrate, 341 

—— diplatinic triacontatungstate, 803 

—— ditungstate, 810 

—— enneamolybdate, 597 

ferric tungstate, 801 

—— hydrophosphatododecatungstate, 867 

—— —— dotessaracontahydrate, 867 

tetrapentecontahydrate, 867 

tetratessaracontahydrate, 867 

—— hydropyrotellurate, 93 

—— hydropyrotellurite, 80 

—— hydrotellurate, 93 

lanthanum tungstate, 791 

lead chromates, 304 

—— manganic dodecamolybdate, 602 

—— mercuric phosphatohenatungstate, 868 

—— metatungstate, 825 

—— molybdate, 561 

—— molybdenum hemipentoxide, 532 

neodymium tungstate, 791 

nickelic tungstate, 802 

—— nitratometatungstate, 862 

—— octochromite, 199 

—— octomolybdate, 596 

—— octotungstate, 830 

—— orthosulphodimolybdate, 652 

paramolybdate, 586 

decosihydrate, 586 

—— —— dodecahydrate,'586 

hexahydrate, 586 

paratungstate, 818 

octohydrate, 818 

pentafluotellurite, 98 

perdichromate, 359 


——— perditungstate, 835 


permanganitomolybdate, 573 

permolybdate, 608 

permonosulphomolybdate, 653 

pernickelic enneamolybdate, 597 

—— phosphatoctotungstate, 872 

—— phosphatodecatungstate, 870 

—— phosphatododecamolybdate, 663 

—— phosphatoenneatungstate, 871 

—— phosphatohemiheptatungstate, 873 

— phosphatohenatungstate, 868 

——— phosphatohexatungstate, 873 

—— phosphatohexitatetradecamolybdate, 
; 670 

—— platinic molybdate, 576 

potassium chromate, 273 

chromidodecamolybdate, 602 

—— -—— phosphatohenatungstate, 868 

trichromate, 351 
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Barium preseodymium tungstate, 791 
silver metatungstate, 826 
phosphatododecatungstate, 867 
phosphatohenatungstate, 868 
——— sodium paratungstate, 818 
phosphatododecatungstate, 867 
—— strontium chromate, 274 

—— sulphomolybdate, 652 

——— sulphotellurite, 113 

—— sulphotrimolybdate, 652 
sulphotungstate, 859 

—— tellurate, 93 

—— telluride, 50 

—— tellurite, 80 

—— tetracetochlorochromate, 398 
—— tetramolybdate, 593 

——. tetratellurite, 80 
——,trimolybdate, 589 

—— tritungstate, 811 
hexahydrate, 811 
tetrahydrate, 811 

—— tungstate, 786 

——— —-— dihydrate, 786. 

—— —-— hemihydrate, 786 

—— —— hemipentahydrate, 786 
tetrahydrate, 786 

Basic rhodo-salts, 408 

Belonosite, 488, 561 

Benzidine hydrochloride, 831 
Benzoyl telluride, 42 

Beresovite, 125, 473 

Beresowite, 125, 473 

Berezovite, 473 

Beryllium, 522 

chlorotungstates, 852 

—— chromate, 274 

chromite, 199 

—— chromium pentachloride, 419 
—— dimolybdate, 581 
dodecahydroxychromate, 274 
—— metatungstate, 826 

—— molybdate, 561 

dihydrate, 561 

—— nitratometatungstate, 862 
—— oxymolybdate, 561 

—— oxynitratomolybdate, 659 
-—— sulphomolybdate, 652 
sulphotungstate, 859 

—— tellurate, 94 

telluride, 50 

tellurite, 80 

—— tungstate, 787 
Bisethylenediaminopropylenediamines, 401 
Bismuth ammonium molybdate, 570 
tungstate, 795 

chromate, 305 

—— dioxymolybdate, 570 

—— ditungstate, 810 

—— hydroxychromate, 306, 343 
—— hydroxydichromate, 306 

—— mercurous tungstate, 795 
— molybdate, 570 
orthotellurate, 97 
oxychromite, 201 

—— permonosulphomolybdate, 653 
—— potassium chromate, 305 
hydroxydichromate, 343 
tungstate, 795 

—— strontium tungstate, 795 

_ —— sulphoditelluride, 60 


Bismuth sulphoditellurite, 114 
sulphomolybdate, 652 
sulphotellurite, 114 
sulphotungstate, 859 

—— tellurate, 97 

—— telluride, 60 

tellurium glance, 2 

—— trisulphotelluride, 61 

—— tungstate, 795 

—— uranyl chromate, 308 
Bismuthyl chromate, 305 
dichromate, 306, 343 

—— hydroxydichromate, 343 
—— molybdate, 570 
orthochromate, 305 
paradichromate, 305 
potassium dichromate, 343 
quaterochromatv, 306, 343 
Blattertellur, 114 

Blanc d’Offenbanya, 1 - 
Blattererz, 1, 47 & 
Blattertellur, 1 

Blue carmine, 765 

Blyertz, 484 

Bornine, 60 

Boron telluride, 53 
Borotungstates, 789 

Bromic bromoaquotetramminosulphate, 466 
Bromoaquobisethylenediamines, 404 
Bromoaquotetrammines, 404 
Bromodiaquotriammines, 403, 404 
Bromopentammines, 404 
Bromotellurites, 104 


C 


Cadmium amminochromate, 280 

—— ammonium amminoquadrichromate, 
280 

—— —— diamminochromate, 280 

—— —— diamminomolybdate, 563 

—— —— dihydroxyquadrichromate, 280 

— —— paramolybdate, 587 

—— —— paratungstate, 819 

—— —— phosphatotetritaenneamolyb- 
date, 670 

—— —— tungsten tetramminoenneachlo- 
ride, 842 

—— chromate, 280 

dihydrate, 280 

—— chromite, 200 

— ehromium alloy, 171 

—— dioxytetrafluomolybdate, 614 

—— hemiamminochromate, 280 

—— metatungstate, 826 

—— molybdate, 562 

—— molybdenum alloys, 523 

—— octomolybdate, 597 

—— orthodisulphomolybdate, 652 

—— oxychromate, 280 

—— paratungstate, 819 

—— pentamminochromate, 280 

—— permonosulphomolybdate, 653 

—— phosphatohemipentamolybdate, 669 

—— phosphatohexatungstate, 873 

—— potassium chromates, 281 

dichromate, 341 

tungsten, tetramminoenneachlo- 

ride, 842 
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Cadminum salts, 602 

—— sodium paratungstate, 819 
—— sulphate, 831 

—— sulphochromite, 433 

—— sulphomolybdate, 652 

—— sulphotellurite, 113 

—— sulphotungstate, 859 
tellurate, 94 
telluride, 51 

tellurite, 80 
tetrafluodioxytungstate, 839 
tetramminochromate, 280 
trichromate, 351 
trioxybischromate, 280 
tritungstate, 811 

tungstate, 788 

Cesium chromate, 259 

chromium monohydrate, 419 
—- oxypentachloride, 391 
— pentachloride, 419 
—— ——+# sulphate, 463 


tetrachloride, 419 

tetrahydrate, 419 

—— chromous sulphate, 435 

—— cobaltous chromate, 312 

——. dichromate, 339 
disulphatochromiate, 463 
hexabromotellurite, 105 
hexachlorotellurite, 102 
hexadecamolybdate, 603 
hexaiodotellurite, 106 

— hydrotellurate, 92 

—— magnesium chromate, 277 

—— molybdate, 558 

—— molybdenum dioxytetrachloride, 632 
— dioxytrichloride, 632 

—— ——— hexachloride, 622 

—— pentabromide, 635 

— pentachloride, 622 

—— molybdenyl pentabromide, 637 


pentachloride, 630 
nickel chromate, 313 
octomolybdate, 596 
oxypentachlorotungstite, 849 
paramolybdate, 586 

— pentabromotungstite, 854 

pentafluotellurite, 98 

perdecamolybdate, 609 

perdisulphomolybdate, 654 

— perdodecatungstate, 836 

perparatungstate, 836 

—~— pertetramolybdate, 609 

———— phosphatoheptadecamolybdate, 667 

—— phosphatotrimolybdate, 667 

—— sulphomolybdate, 652 

tetramolybdate, 593 

dihydrate, 593 

trihydrate, 593 

trichromate, 350 

trimolybdate, 589 

—_— trimolybdenum dioxyheptachloride, 
632 

trioxytetrafluopermolybdate, 615 

tungsten enneachloride, 842 

Cal, 673 

Calaverite, 2, 48 

Calcium ammonium chromate, 270 

paramolybdate, 586 

——— ——— phosphatohemiheptatungstate, 
873 


Calcium barium chromate, 274 

-chlorochromate, 398 

chromate, 267 

chromatosulphate, 450 

chromite, 198 

—— copper tungstate, 818 

—— decatungstate, 832 — 

—— dichromate, 340, 341 

dichromitobischromate, 269 

dichromitochromate, 269 

dichromitoguaterchromate, 269 

dichromitosexieschromate, 269 

dichromitotrischromate, 269 

ditungstate, 810 

trihydrate, 810 

dodecamolybdate, 599 

hexachromitobischromate, 269 

iodatachromate, 270 

lead chromates, 304 

molybdate, 566, 569 

phosphatomolybdate, 671 

—— metatungstate, 825 

—— molybdate, 560 

—— molybdenum oxytetrabromide, 638 

octomolybdate, 596 

—— oxybischromate, 269 

—— oxychromate, 269 

—— oxychromite, 198 

—— oxytrichromate, 351 

paratungstate, 818 

perchromate, 359 

perdichromate, 359 

perhexatungstate, 836 

—-— permonosulphomolybdate, 653 

—— phosphatoctotungstate, 872 

—— phosphatodecatungstate, 870 

—— phosphatohexatungstate, 873 

—— potassium chromate, 269 

dihydrate, 269 

—— — = monohydrate,7269 

—— —— phosphatohemipentamolybd ate, 

669 

—— —— quinquemonochromate, 270 

hemiheptahydrate, 270 

seximonochromate, 270 

sulphatochromates, 269 

—— pyrotellurite, 80 

sodium paratungstate, 818 

sulphomolybdate, 652 

sulphotellurite, 113 

sulphotrimolybdate, 652 

tellurate, 93 

telluride, 49 

—— tellurite, 80 

— tetrachromate, 352 

tetrachromitochromite, 269° 

tetramolybdate, 593 

trimolybdate, 589 

trioxychromite, 198 

tritungstate, 811 

tungstate, 783 

Caliche azufrado, 249 

Call, 673 

Carbon ditelluride 54 

sulphotelluride, 111 

Ceric ammonium dihydroctodecamolybdate, 
600 

dodecamolybdate, 600 

aniline dodecamolybdate, 600 

decachromite, 200 
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Ceric dichromite, 200 
heptitoctochromite, 200 
—— molybdate, 564 
—— octodecachromite, 201 
pentitadichromite, 200 
silver dodecamolybdate, 600 
sodium dodecamolybdate, 600 
tetrachromite, 200 
tritoctochromite, 200 
Ceriododecamolybdates, 600 
Cerium chlorotungstates, 852 
Cerosic molybdate, 564 
Cerous ammonium molybdate, 587 
tungstate, 790 
chromate, 286 
—— metatungstate, 826 
—— molybdate, 563, 564 
paratungstate, 819 
sodium tungstate, 790 
sulphotungstate, 859 
tellurate, 96 
tungstate, 789 
Cherzolite, 199 
Chillagite, 678, 793 
Chlorine, 368 
Chloroaquomolybdous acid, 617 
Chloroaquotetrammines, 403 
Chloroaquotungstous acid, 841 
dihydrate, 841 
monohydrate, 841 
Chlorochromates, 397 
Chlorochromie acid, 397 
oxide, 397 
Chlorodiaquotriammines, 403 
Chloromolybdates, 634 
Chloropentammines, 403 
Chloropentamminodiiodide chromic mer- 
curliodide, 428 
Chloropentaquo-salts, 403 
Chromates, 240 
Chromatocobaltammines, 312 
Chromatoglaserite, 258 
Chromatomolybdates, 571 
Chromatosulphuric acid, 449 
Chrome-brown, 309 
iron ore, 123 
— ochres, 185 
— ore, 123 
——— Ted; 283%... 
spinel, 199 
tin pink, 290 
Chromic acid, 211, 213, 240 
(di)chromic ammines, 407 
(tri)chromic ammines, 408 


Chromic ammonium chloropentaquodichlo- 


rosulphate, 468 
chloropentaquodisulphate, 468 
chloropentaquosulphatohy dro- 

sulphate, 468 


—— —— dichloro-hydrosulphatotrisul- 


phate, 469 
dichlorotetraquochlorotrisul- 
phate, 469 
—— —— dichlorotetraquodisulphate, 468 
heptamminoctonitrate, 409, 478 
hexachloride, 417, 418 
—— —— hexahydrate, 418 
—— ——— monohydrate, 418 
——— —— pentachloride, 418 
trichlorodisulphate, 468 
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Chromic anhydride, 211 

aquochlorotetramminochromate, 306 

—— aquochlorotetramminodichlorotris- 

mercurichloride, 419 . 

—— aquopentamminohydrotetranitrate, 
476 

aquopentamminosulphate, 465 

—— aquopentamminotribromide, 423 

—— aquopentamminotrichloride, 411 

aquopentamminotrichlorotrismercur i- 
chloride, 419 

—— aquopentamminotrifluoride, 363 

—— aquopentamminotriiodide, 427 

aquopentamminotrinitrate, 477 

—— hbisethylenediaminopropylenediamin o- 
tribromide, 423 

bisethylenediaminopropylenediamin o- 
triiodide, 427 

bromide, 421 

hexahydrate, 422 

octohydrate, 421 

bromoaquobisethylenediamin 0 dibro- 
mide, 424 

bromoaquotetramminodibromide, 424 

bromoaquotetramminodichloride, 414 

bromodiaquotriamminodibromide, 424 

—— hbromodiaquotriamminodichloride, 424 

bromodiaquotriamminosulphate, 466 

bromopentamminochromate, 307 

bromopentamminodibromide, 424 

bromopentamminodichloride, 424 

bromopentamminodinitrate, 477 

bromopentaquosulphate, 466 

chloride, 371 

complex salts, 410 

decahydrate, 377 

hemihydrate, 374 

hemitrihydrate, 374 

hexahydrate, 375 

blue, 381 

dark green, 375 

greyish blue, 381 

a pale green, 376 

violet, 381 

tetrahydrate, 374 

chlorides, hydrated, 374 

chloroaquotetrammuinodibromide, 424 

chloroaquotetramminodichloride, 413 

chloroaquotetramminodiiodide, 428 

chloroaquotetramminodinitrate, 477 

chloroaquotetramminosulphate, 466 

chlorodiaquotriamminodichloride, 415 

chlorodiaquotriamminosulphate, 466 

chlorodichromate, 343 

chloropentamminochromate, 306 

chloropentamminodibromide, 424 

chloropentamminodibrom omercuri- 
bromide, 425 

chloropentamminodichloride, 412 

chloropentamminodichlorotrismercuri- 
chloride, 419 

chloropentamminodiiodide, 428 

chloropentamminodiiodide mercuri- 
iodide, 428 

chloropentamminodinitrate, 477 

chloropentamminohydrosulphate, 466 

chloropentamminopentasulphide, 431 

chloropentaquodichloride, 377, 414 

hydrate, 377 

chloropentaquosulphate, 466, 467 
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Chromic chlorosulphate (green), 467 

hexahydrate, 467 

octohydrate, 467 

pentahydrate, 467 

—w— chlorosulphate (violet), 467 

hexahvdrate, 468 

octohydrate, 467 

—— chromate, 210 

—— decahydroxytetramminosulphate, 467 

—— diammines, 406 

—— diamminodihydroxydinitrate, 478 

diamminohydroxide, 189 

diamminonitrate, 409 

—— diamminopentahydroxynitrate, 478 

—— diamminoxalate, 409 

cis-diaquobisethylenediaminotribro- 
mide, 424 . 

trans-salt, 424 


—— cis-diaquobisetbylenediaminotrichlo- 


ride, 412 
trans-salt, 412 
—— diaquotetramminohydrotetranitrate, 
477 
—— diaquotetramminotribromide, 423 
—— diaquotetramminotrichloride, 411 
—— dibromoaquotriamminobromide, 425 
—— dibromoaquotriamminoiodide, 428: 
—— dibromoaquotriamminonitrate, 477 
—— dibromoaquotriamminosulphate, 466 
—-— cis-dibromobisethylene diaminobro- 
mide, 425 
trans-salt, 425 
dibromobisethylenediaminobromomer- 
curibromide, 425 
—_— cis-dibromobisethylenediaminoiodide, 
428 
—— trans-dibromobisethylenediamino ni- 
trate, 478 
trans-salt, 428 
-—— dibromodiaquodiamminobromide, 425 
—  — dibromodiaquodipyridinobromide, 425 
—~— dibromodiaquodipyridinoiodide, 428 
—— dibromodiaquodipyridinonitrate, 478 
—— dibromohexaquobromide, 422 
—— dibromotetraquoaluminohe xaquodi- 
sulphate, 468 : 
—— dibromotetraquochloride, 425 
—— dibromotetraquochromihexaquodis u 1- 
phate, 468 
—-— dibromotetraquoferrihe xaquodisul- 
phate, 468 
—— dibromotetraquosulphate, 466 
—— dibromotetraquovanadihexaquodis ul- 
phate, 468 
dichloroaquotriamminochloride, 415 
—— dichloroaquotriamminoiodide, 428 
—— dichlorodiaquotriamminonitrate, 478 
dichloroaquotriamminosulphate, 466 
—— cis-dichlorobisethylenediaminobro- 
mide, 425 
trans-salt, 425 
—— cis-dichlorobisethylenediamino chlo- 
ride, 415 
trans-salt, 415 
——. cis-dichlorobisethylenediaminochl or o- 
antimonate, 420 
—— cis-dichlorobisethylenediaminoh y dr o- 
sulphate, 466 
—— cis-dichlorobisethylenediaminoiodide, 
428 
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Chromic cis-dichlorobisethylenediamin oni - 
trate, 478 

trans-salt, 478 

dichlorodiaquodiamminochloride, 415 

dichlorodiaquodip yridinobromide, 

425 

dichlorodiaquodipyridinochloride, 415 

dichlorodiaquodipyridinonitrate, 478 

dichloronitrate, 476 

dichlorotetramminoiodide, 428 

dichlorotetramminosulphate, 466 

dichlorotetraquoaluminohe xaquodi- 
sulphate, 468 

dichlorotetraquobromide, 425 

dichlorotetraquochloride, 375, 377 

dihydrate, 376 

hexahydrate, 377 

—— dichlorotetraquochromihexaquodis ul- 

phate, 468 

—— dichlorotetraquovanadihexaquodis ul- 
phate, 468 

dihydroheptasulphate, 466 

dihydroxybisethylenediaminotetra- 
bromide, 425 

dihydroxychloride, 391 

dihydroxydiaquodiammino bromide, 
425 


dihydroxydiaquodiammin ochloride, 
415 

—— dihydroxydiaquodiamminoiodide, 428 

dihydroxydiaquodipyridino bromide, 
425 


dihydroxydiaquodipyridinoch loride, 
415 
dihydroxydiaquodipyridinoiodide, 428 
dihydroxydiaquodipyridinonitrate, 478 
dihydroxydiaquodipyridinosulp hate, 
466 . 
—— dihydroxydiaquoethylenediaminochlo- 
ride, 415 
—— dihydroxydiaquoethylenediamino- 
iodide, 428 
—— dihydroxyhexacetatotrip yridinoni- 
trate, 478 
dihydroxyquaterethylenediaminote- 
traiodide, 428 
dihydroxytetraquochloride, 391 
—— dihydroxytetraquosulphate, 444 
—— dihydrotetrasulphate, 446 
hexadecahydrate, 446 
—— tetracosihydrate, 447 
green form, 446 
violet form, 446 
diiodobisethylenediaminoiodide, 428 
diiodobisethylenediaminoiodomercuri- 
iodide, 428 
dinitroxylheptoxypentachloride, 394 
dioxycarbonate, 473 
dioxyheptamminotrinitrate, 478 
dioxyhexamminodichloride, 416 
dioxyhexamminodisulphate, 467 
dioxysulphate, 444 
cis-dithiocyanatobisethylenedia mine, 
478 
trans-salt, 478 
—— dithiocyanatobisethylenediamin o bro- 
mide, 425 
—— cis-dithiocyanatobisethylenediamino- 
chloride, 416 
trans-salt, 416 


—. 


INDEX 


Chromic cis-dithiocyanatobiset hylenedi- 
aminohydrosulphate, 466 
trans-salt, 466 
—— dithiocyanatobisethylenediaminoiod o- 
mercurtiiodide, 428 
dithiocyanatotetramminobromide, 425 
—— dithiocyanatotetramminochloride, 416 
dithiocyanatotetramminonitrate, 478 
——— fluopentamminochromate, 306, 366 
—— fluopentamminodichloride, 381- 
—— fluopentammunodifluoride, 363 
tetrahydrate, 363 
hexahydrate, 363 
—— fluopentamminodinitrate, 477 
—-—- fluoride, 362 
trihydrate, 362 
hemiheptahydrate, 362 
heptahydroxychloride, 391 
heptamminonitratoxalate, 409 
—— hexacarbamidobromodichromate, 343 
hexacarbamidochlorochromate, 399 
—— hexacarbamidochromate, 307 
—— hexacarbamidodichromate, 343 
hexacarbamidodisulphatodichroma te, 
343 
—~—- hexacarbamidonitratodichromate, 
343 
—— hexacarbamidoperchloratodichromate, 
343 
—-—— hexacarbamidotetraborofluodichro- 
mate, 343 
hexacetatodihydroxytriamminoiodide, 
428 
hexacetatodihydroxytripyridinoiodide, 
428 
hexacetatohydroxyaquotrip yridino- 
chlorostannate, 419 
—— hexaethylenediaminohe xahydroxy- 
chromate, 307 
hexahydroxysexiesethylene diamino- 
hexachloride, 416 
hexahydroxysexiesethylene diamino- 
hexaiodide, 428 
—— hexahydroxysexiesethylene diamino- 
hexaiodomercuriiodide, 428 
hexahydroxysexiesethylene diamino- 
hexanitrate, 478 
hexahydroxysexiesethylene diamino- 
sulphate, 467 
hexamminobromide, 423 
—— hexamminochloride, 373 
—— hexamminohydrotetranitrate, 476 
hexamminoiodosulphate, 468 
hexamminophosphate, 481 
hexamminosulphate, 465 
hexamminotrichloride, 410 
—— hexamminotrichloromercurichloride, 
419 
hexamminotriiodide, 427 
hexantipyridinodichromate, 343 
hexantipyrinoborofluoride, 363 
hexaquochlorosulphate, 468 
hexaquofluoride, 363 
enneahydrate, 363 
hexaquosexiesethylenedia min ohexa- 
bromide, 425 
—— hexaquotribromide, 422 
hexaquotrichloride, 382, 412 
hexaureanitrate, 477 
—— hydroxide, 185 
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Chromic hydroxide trans-salt, 424 
cis-hydroxyaquobisethylenediaminodi- 
chloride, 412 
—— hydroxyaquotetramminod i bromide, 
424. 


—— hydroxychloronitrate, 476 

—— hydroxydecamminochlorotetraiodide, 
428 

—— hydroxydecamminohydroxydichlorodi- 

iodide, 428 

—— hydroxydecamminohydroxytetr a bro- 
mide, 425 

—— hydroxydecamminopentachloride, 416 

—— hydroxydecamminopentaiodide, 428 

——— hydroxydecamminopentanitrate, 478 

—— hydroxydecamminosulphate, 466 

—— hydroxydecamminotetrabromide, 425 

—— hydroxydiaquodipyridinodic hlo ride, 
412 


—— hydroxydinitrite, 475 

hexahydrate, 475 

—— hydroxylamine chloropentaquochloro- 
sulphate, 468 

chloropentaquosulphatohydro- 
sulphate, 468 

—— hydroxypentachloride, 391 

——— hydroxypentamminobromide, 424 

—— hydroxypentamminochloride, 412 

—— hydroxypentamminochromate, 306 

—— hydroxypentamminodiiodide, 427 

—— hydroxypentamminodinitrate, 477 

—— hydroxypentamminohydroxide, 187 

—— hydroxypentamminosulphate, 465 

—— hydroxypentaquodichloride, 391 

—— hydroxytriaquodiamminosulphate, 465 

—— hydroxytriaquodipyridinosulphate, 
466 

iodide, 427 

enneahydrate, 427 

iodides, 427 

iodoaquotetramminodiiodide, 428 

iodopentamminodichloride, 414 

iodopentamminodiiodide, 428 

iodopentamminodinitrate, 477 

magnesium hydroxycarbonate, 473 

mercuric sulphotrithiocyanatodiam- 
mine, 409 

metaphosphate, 481 

monammines, 407 

nitrate, 474 

enneahydrate, 474 

—— hemienneahydrate, 474 

hemipentacosihydrate, 474 

—— hemipentadecahydrate, 474 

trihydrate, 474 

nitratodiaquotriamminodinitrate, 477 

nitratopentamminodiiodide, 427, 477 

nitratopentamminodinitrate, 477 

nitritopentamminocarbonate, 473 

nitritopentamminochromate, 306 

nitritopentamminodibromide, 424 

nitritopentamminodichloride, 412 

nitritopentamminodichlorobismercuri- 
chloride, 419 

nitritopentamminodichromate, 343 

nitritopentamminodiiodide, 427 

nitritopentamminodinitrate, 477 

nitritopentamminosulphate, 466 

orthophosphate, 479 

colloidal solution, 479 
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Chromic orthophosphate colloidal dihy- 

drate, 479 

hemipentahydrate, 479 

hexahydrate, 479 

tetrahydrate, 480 

trihydrate, 479 

oxalatobisethylenediaminobromide, 
425 

oxalatobisethylenediaminoiodide, 428 

oxalatohemiennamminonitrate, 478 

oxalatotetramminobromide, 425 

oxalatotetramminochloride, 416 

oxalatotetramminonitrate, 478 

oxalatotriammine acid, 409 

oxide, 176 

a-, 177 

— —— B-, 178 

aerosol, 177 

colloidal, 190 

—— hydrated, 185 

—— hydrogel, 194 

—— hydrosol negative, 192 

positive, 191 

organosol, 192 

—— properties, chemical, 180 

physical, 177 

oxyaquotrihydroxyhexamminochro- 
mate, 307 

oxychloride, 391 

oxychlorides, 390 

oxydicarbonate, 472 

oxydichloride, 391 

oxydisulphate, 445 

oxyhydroxide, 185 

oxypentasulphate, 445 

—-— oxytetrathiocyanatotetrammine, 409 

oxytetrathiocyanatotetrapyridine, 409 

pentaethylaminochloride, 373 

pentahydroxyaquodecammin 0- salts, 
408 


| 
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pentahydroxycarbonate, 472 

—— pentahydroxydiaquo-enneammino- 
salts, 408 

pentamethylaminochloride, 373 

—-— pentamminochloride, 373 

pentamminohydroxide, 187 

—— permonosulphomolybdate, 653 

—— phosphatoctochloride, 372 

potassium carbonate, 473 

hydroxychromate, 210 

pyrophosphate, 482 

—— pyrophosphate, 481 

—— quaterethylamine, 409 

—— quaterethylenediaminotrichloride, 409 

—— quinquiesethylaminotrichloride, 409 

—— quinquiesmethylaminotrichloride, 409 

salts, 602 

sodium hexamminopyrophosphate, 482 

stannate, 290 

sulphate, 435 

enneahydrate, 436 

green hydrate, 437 

henahydrate, 437 

heptahydrate, 437 

hexadecahydrate, 436 

——— ——— hexahydrate, 437 

octodecahydrate, 435 

octohydrate, 437 

pentahydrate, 437 

—— —— tetradecahydrate, 436 
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Chromic sulphate trihydrate, 436 
violet hydrate, 435 
sulphates 
- complex salts, 452 
——- sulphatonitrate, 476 
sulphide, 430 
sulphomolybdate, 652 © 
—— tellurate, 97 
terethylenediaminotrinitrate, 476 
tetraethylaminochloride, 373 
tetraethylenediaminochloride, 373 
tetrahydropentasulphide, 447 
tetrahydroxysulphate, 445 
tetramminodinitrate, 409 
tetramminosulphate, 409 
tetranitratosulphate, 476 
tetraquodiamminosulphate, 465 
tetraquodiamminotribromide, 424 
tetraquodiamminotrichloride, 412 
tetraquodichlorochloride, 415 
tetraquodipyridinohydrosulphate, 465 
tetraquodipyridinotribromide, 412, 
424 
tetraquodipyridinotrinitrate, 477 
cis-thiocyanatobisethylenediamino- 
iodide, 428 
—— thiocyanatopentamminodibromide, 
434 


—— thiocyanatopentammino dichloride, 
415 
—— thiocyanatopentamminodichromate, 
343 
—— thiocyanatopentamminodinitrate, 477 
triamminochlorodibromide, 425 
triamminodichlorobromide, 425 
triamminotribromide, 425 
triaquochloride, 381 
triaquotriamminodichloronitrate, 477 
triaquotriamminotribromide, 424 
triaquotriamminotrichloride, 411 
triaquotrifluoride, 363 
trihydrophosphate, 481 
trihydroxyaquohexammino chloro di- 
chloraurate, 419 
trihydroxyaquohexamminohemiennea- 
sulphide, 431 
trihydroxyaquohexamminohy drosul- 
phate, 467 
trihydroxyaquohexamminotribromide, 
425 


trihydroxyaquohexamminotrichloride, 
416 

trihydroxyaquohexamminotriiodide, 
428 


trihydroxyaquohexamminotrinitrate, 
478 

trioxytrisulphate, 445 

triphosphate, 482 

tripyridinochloride, 373 

trisethylenediaminodichromate, 343 

trisethylenediaminotribromide, 423 

trisethylenediaminotrichloride, 411 

trisethylenediaminotriiodide, 427, 428 

trispropylenediaminotriiodide, 427 

Chromides, 179 

Chromidodecamolybdates, 601 

Chromidodecamolybdic acid, 602 

Chromienneasulphuric acid, 448 

Chromiferous ferropicotite, 201 

iron ore, 123 
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Chromiheptasulphuric acid, 448 
Chromihexasulphuriec acid, 447 
Chromioctosulphuric acid, 448 
Chromipentasulphuric acid, 447 
Chromipolysulphuric acid, 448 
Chromipyrophosphorice acid, 481 
Chromisulphuric acids, 447 

Chromite, 123, 125, 199, 201 
Chromites, 196 

Chromitetrasulphuric acid, 447 
Chromitite, 125, 201 
Chromitrisulphatochromie acid, 448 
acids, 448 
Chromitrisulphatodichromic acid, 448 
Chromitrisulphatotrichromic acid, 448 
a-chromium, 148 

B-chromium, 148 

Chromium, 122 

—— alcholatochloride, 373 

alloys, 179 

—— aluminium alloys, 172 

amalgam, 171 

ammines, 400 

ammonium aluminium sulphate, 463 
ferric sulphate, 463 
hexafluoride, 363 
pentafluoride, 363 
potassium sulphate, 463 
—— ——— phosphate, 482 

sulphate, 452 

tetrachloride, 417 
triammino-oxalatochloride, 417 
antimonioctochloride, 372 

—— atomic disintegration, 169 
number, 169 

weight, 167 

—— beryllium pentachloride, 419 
bromides, 421 

cadmium alloys, 171 

cesium oxypentachloride, 391 
—— —— pentachloride, 419 
monohydrate, 419 
tetrahydrate, 419 
sulphate, 463 

tetrachloride, 419 
carbonates, 471 

chlorides, 366 

—— chromate, 206, 210 

—— chromates, 306 

colloidal, 139 

—— copper alloys, 170 

pentafluoride, 364 
dibromide, 421 
cis-dibromotetramminobromide, 424 
—— trans-dibromotetramminobromide, 424 
cis-dibromotetramminochloride, 424 
—— cis-dibromotetramminoiodide, 424 
—— dichloride, 366 

— — dichromate, 343 

—— difluoride, 361 

— diiodide, 427 

dioxide, 208 

dihydrate, 208 

hemihydrate, 208 
hemitrihydrate, 208 
dioxydichloride, 391 
dioxydifluoride, 364 
droxyphosphochlorotribromide, 395 
electronic structure, 169 
erythro-salts, 408 
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Chromium extraction as oxide or chromate, 
129 

—— fluorides, 361 

gold alloys, 171 

hemiheptasulphide, 433 

hemitrioxide, 176 

hemitrisulphide, 430 

hexa-acid salts, 407 

hexammines, 400 

hexitapentadecoxide, 210 

dodecahydrate, 210 

—— History, 122 

—— hydrazine sulphate, 454 

—— hydrosol, 139 

cis-hydroxyaquobisethylenediaminodi- 

iodide, 427 

trans-salt, 427 

—— hydroxydecamminopentabromide, 
425 

—— hydroxydecamminotrichlorodichlorau- 
rate, 419 

— hydroxylamine sulphate, 454 

isobutylalcosol, 139 

lead alloys, 173 

lithium pentachloride, 418 

—— luteosalts, 400 

—— magnesium pentachloride, 419 

—— mercuric trithiocyanatohexasulphodi 
ammine, 433 

—— mercury alloy, 171 

—— molybdates, 570 

—— molybdenum.alloys, 524 

—  monochloride, 366, 367 

hexahydrate, 367 

tetrahydrate, 367 

—— monosulphide, 429 

— monoxide, 174 

nitrates, 473 

occurrence, 121 

octitapentadecoxide, 207 

Oxide, Intermediate, 206 

oxides, lower, 174 

oxybromides, 421 

oxyfluorides, 364 

— oxyheptachloride, 391 

— oxyiodides, 421 

—— oxytetrachloride, 391 

oxytungstate, 796 

paratungstate 819 

passive, 148 

pentammines, 402 

pentatungstate, 829 

[Se pentahydrate, 829 

—— pentitadodecoxide, 210 

—— pentitatridecoxide, 206, 210 

pentitenneaoxide, 206 

enneahydrate, 207 

—— phosphates, 479 

—— physiological action, 163 

potassium hexachloride, 419 

hexafluoride, 364 

oxypentachloride, 391 

pentachloride, 418 

pentafluoride, 363 

—— —— phosphate, 482 

sulphate, 454, 831 

tellurate, 97 

tetrachloride, 418 

—— preparation, 129 

—-— properties, chemical, 160 
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Chromium properties, physical, 142 
purpureo-salts, 403 

—— pyrophoric, 139 

reactions analytical interest, 163 
rhodo-salts, 407, 408 

rosco-salts, 401, 403 

rubidium bromide, 425 
oxypentachloride, 391 
pentachloride, 419 
monohydrate, 419 
racer sulphate, 463 

—— tetrachloride, 419 
—— sesquioxide, 176 

—— sesquisulphide, 430 

—— silver, alloys, 171 

—— sodium hexachloride, 418 
—— pentafluoride, 363 
—— —— phosphate, 482 


— pyrophosphate, 482 
sulphate, 454 
tetrachloride, 418 
sulphates, 434 
sulphides, 429 
sulphochromate, 448 
sulphochromite, 433 
tantalum alloys, 173 
—— telluride, 62 
tellurite, 81 
—— tetrammines, 404 
tetratungstate, 796 
—— tetritaenneaoxide, 210 
tetritaheptasulphide, 433 
tetroxides, 358 
complex, 358 
—— thallium sulphate, 464 
—— thallous enneafluoride, 364 
hexachloride, 419 
tin alloys, 172 
triammines, 406 
triamminochloroxalate, 424 
—— triamminodichloroaquochloride, 417 
triamminodichloroaquoiodide, 417 
triamminodichloroaquonitrate, 417 
—— triamminodichloroaquosulphate, 417 
triamminotetroxide, 358 
triamminotriaquodichloronitrate, 412 
triamminotriaquodihydroxyiodide, 417 
triamminotriaquotribromide, 417 
triamminotriaquotriperchlorate, 412 
triantimoniododecachloride, 372 
; trichloride, 371 
—— trifluoride, 362 
—— triiodide, 427 
enneahydrate, 427 
trioxide, 211 
properties, chemical, 229 
physical, 214 
trioxyphosphodichlorotribromide, 395 
trioxyphosphopentachloride, 395 
—— trioxytrichloride, 395 
tripyridinotribromide, 423 
—— tritatetraoxide, 175 
monohydrate, 175 
trihydrate, 175 
—— tritatetrasulphide, 433 
—— tungstate, 796 
—— tungsten hexamminoenneachloride, 
842 
—— uses, 163 
valency, 167 
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Chromium xantho-salts, 403 

zine alloys, 171 
pentafluoride, 364 
Chromobrugnatellite, 473 
Chromodisulphochromic acid, 449 
Chromoferrite, 201 
Chromoglaserite, 258 
Chromohercynite, 201 
Chromopicotite, 201 

Chromosic oxide, 175 
Chromosulphochromates, 449 
Chromosulphochromic acid, 449 
Chromotelluric acid, 97 


Chromous ammonium carbonate, 471 


fluoride, 362 
sulphate, 434 

—— bromide, 421 

— cesium sulphate, 435 
— carbonate, 471 

— chloride, 366 

dihydrate, 370 
tetrahydrate, 369 
trihydrate, 370 

—— dihydrazinobromide, 421 
—— dihydrazinochloride, 368 
—— fluoride, 361 

—— hexamminobromide, 421 
hexamminodichloride, 368 
—— hexamminodiiodide, 427 
—— hydrazine sulphate, 435 
—— hydrochloride, 368 

— hydroxide, 174 

—— iodide, 427 

—— lithium carbonate, 471 
—— magnesium carbonate, 472 | 
— sulphate, 435 

— metaphosphate, 479 


nitrate, 473 

oxide, 174 

phosphate, 479 
potassium carbonate, 472 
fluoride, 362 
sulphate, 435 

—— rubidium sulphate, 435 
—— salts, 174 

—— sodium carbonate, 471 
decahydrate, 471 
monohydrate, 472 
sulphate, 435 
sulphate, 434 
heptahydrate, 434 
monohydrate, 434 
sulphide, 429 
sulphoaluminate, 430 
sulphochromite, 433 
triamminodichloride, 368 
zinc sulphate, 435 
Chromowulfenite, 566 


Chromyl ammonium difluochromate, 365 


—— bromide, 426 

chloride, 391 

chromate, 208 

—— fluoride, 364 

iodide, 428 

——— pentitahexachloride, 396 
—— phosphodichloradiiodide, 395 


—— phosphodichloropentabromide, 395 


—— phosphodichlorotriiodide, 395 
sulphate, 449 
monohydrate, 449 
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Chromy]l sulphury! chloride, 469 

—— tritadichloride, 396 

Citrongelb, 273 

Cobalt ammonium decamolybdate, 574 

—— chlorochromate, 399 

—— chromite, 204 

—— decatungstate, 832 

dichromate, 344 

dioxytetrafluomolybdate, 614 

—— ditungstate, 810 

—— hemitritelluride tetrahydrate, 73 

—— hydrophosphatodimolybdate, 670 

—— permonosulphomolybdate, 654 

—— phosphatododecamolybdate, 663 

—— sulphate, 831 

—_— sulphochromite, 433 

—-— sulphomolybdate, 653 

— — sulphotellurite, 114 

—— sulphotungstate, 859 

—— tellurate, 97 

telluride, 63 

—— tellurite, 82 

monohydrated, 82 

—— tritungstate, 812 

—— tungsten hexamminoenneachloride, 

842 
Cobaltic ammonium aquopentamminomo- 
lybdate, 575 

—— barium decamolybdate, 575 

decamolybdate, 598 

dodecamolybdate, 574 

aquonitritotetramminomolybdate, 575 

aquopentamminochromatobisd ic hr o- 
mate, 344 

—— aquopentamminodichromate, 344 

—— aquopentamminomolybdate, 575 

—— barium enneamolybdate, 575 

bispropyldiaminodiamminodichro- 
mate, 344 

—— bromopentamminochromate, 311 

—— chloroaquotetramminochromate, 311 


—— chloropentamminochromate, 311, 312 . 


—— chloropentamminodichromate, 344 

—— chloropentamminomolybdate, 575 

—— chromatoaquotriamminodichromate, 
344 

—— chromatopentamminochloride, 312 

—— chromatopentamminochromate, 312 

——— chromatopentamminonitrate, 312 

—— chromatotetramminochromate, 312 

—— chromatotetramminodichromate, 344 

—— chromatotetramminonitrate, 312 

—--—— diaquotetramminomolybdatodimolyb- 
date, 575 

—_— dibromotetramminodichromate, 344 

—— dichlorotetramminodichromate, 344 

monohydrated, 344 

— — dichromatopentamminochromate, 344 

—— dichromatotetramminodichromate, 
344 

—— dimolybdatotetramminotrimolybdate, 

575 
cis-dinitritotetramminochromate, 311 
trans-dinitritotetrammino chromate, 
311 
trans-dinitritotetramminodichroma te, 


dioxydecamminodichromate, 344 
enneamminodichromate, 344 
—— fluopentamminochromate, 311 
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Cobaltic hexahydroxydodecamminomolyb- 
date, 575 
hexamminochlorochromate, 311, 399 
hexamminochromate, 310 
hexamminodichromate, 344 
—— hexamminoheptafluotetro x yditung- 
state, 840 
—— hydroxychromatotriammine, 312 
—— hydroxypentamminomolybdate, 575 
iodopentamminodichromate, 344 
isothiocyanatopentamminochro ma te, 
311 
molybdates, 574 
molybdatonitritotetramminomoly b- 
date, 575 | 
molybdatopentamminomolybdate, 575 
molybdatotetramminomolybdate, 575 
molybdatotetramminonitrate, 575 
-molybdatotetramminotrim oly bdate, 
575 
nitratopentamminochromate, 311 
nitratopentamminodichromate, 344 
nitratopentamminomolybdate, 575 
nitratotetramminomolybdate, 575 
nitritopentamminochromate, 311 
nitritopentamminodichromate, 344 
cis-nitritotetramminodichromate, 344 
octamminochromate, 311 
decahydrate, 311 
tetrahydrate, 311 
—— pentamminoparamolybdate, 587 
—— platinic hexamminocositungstate, 803 
potassium decamolybdate, 574, 598 
—— —— dodecamolybdate, 574 
—— salts, 602 
— — tetrathiocyanatodiamminochrom ates, 
311 
—— thiocyanatopentamminomolybdate, 
575 
—— thiosulphatopentamminochromate, 


a ee 


trichromatotetrammine, 312 

Cobaltous ammonium chromate, 312 

diamminomolybdate, 574 

diamminoquaterochromate, 312 

dichromate, 344 

dihydrophosphatohemipentam o- 
lybdate, 670 

paramolybdate, 587 

pentamolybdate, 594 

—— —— phosphatohemipentamolybd ate, 

670 

—~— hbisethylenediaminochromate, 310 

cesium chromate, 312 

chromate, 310 

dihydrate, 310 

diamminomolybdate, 574 

dihydrophosphatohemipentam oly b- 

date, 670 

dimolybdate, 581 

dihydrate, 581 

dioxychromate, 310 

— metatungstate, 827 

— molybdate, 574 

monohydrate, 574 

oxychromate, 310 

monohydrate, 31C 

oxyquaterochromate, 312 

paratungstate, 820 

—— phosphatohemipentamelybdate, 669 
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Cobaltous potassium chromate, 312 

oxyquaterochromate, 312 

—— —— phosphatohemipentamolybdate, 
670 

sodium dodecamolybdate, 603 

paramolybdate, 587 

paratungstate, 820 

trimolybdate, 590 

trimolybdate, 590 

—— tungstate, 802 

dihydrate, 802 

Colloidal tellurium disulphide, 1 10 

Coloradoite, 2, 51 

Columbium chromate. 306 

molybdate, 570 

Coolgardite, 2 

Copper aluminotungstate, 789 

ammonium chromate, 262 

diamminochromate, 262 

—— —— diamminomolybdate, 559 | 

—— —— molybdate, 559 

pentafluodioxytungstate, 839 

——— —— phosphatohemipentamolybd ate, 
669 

tellurite, 79 

—— —— tungstate, 782 

—— —— tungsten tetramminoenneachlo- 

ride, 842 

calcium tungstate, 818 

chromate, 260 

chromium alloys, 170 

pentafluoride, 364 

decamminomonoxybischromate, 262 

diamminomolybdate, 559 

diamminotungstate, 782 

—— dioxychromate, 261 

dioxytetrafluomolybdate, 614 

ditungstate, 809 

hemiheptammino-chromate, 261 

hemitelluride, 42 

hemitritelluride, 42 

hexamminometatungstate, 825 

hexoxychromate, 262 

lead chromate, 304 

—— metatungstate, 825 

—— molybdate, 558 

—— molybdenum alloys, 522 

pentafluomolybdate, 611 

—— nitratotungstate, 862 

orthotellurate, 92 

oxymolybdate, 559 

paratungstate, 817 

pentitatritelluride, 43 

pentoxybischromate, 262 

—— permolybdate, 608 

permonosulphomolybdate, 653 

—— phosphatodimolybdate, 670 

—— phosphatododecamolybdate, 663 

—— phosphatododecatungstate, 867 

——— phosphatoenneamolybdate, 667 

—— phosphatoenneatungstate, 871 

—— phosphatohemipentamolybdate, 669 

——— phosphatohexatungstate, 872 

platinic cositungstate, 803 

molybdate, 576 

potassium diamminochromate, 263 

oxyquadrichromate, 263 

oxytrischromate, 263 

ee ——— phosphatohemipentamolybd ate, 

69 


—____—__. 
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Copper potassium tungsten tetramminoen- 
'  neachloride, 842 | 

—— pyrophosphatotungstate, 874 
sodium dioxydichromate, 339 
paratungstate, 818 
sulphochromite, 432 
sulphotellurite, 113 
sulphotungstate, 859 
tellurate, 92 
telluride, 42 
tellurite, 79 
tetrafluodioxytungstate, 839 
tetramminochromate, 261 
tetramminomolybdate, 559 
tetramminotungstate, 782 
tetratotriamminochromate, 261 
tetritatritelluride, 43 
trichromate, 351 
trimolybdate, 589 
trioxychromate, 261 
tritungstate, 811 
——- tungstate, 782 
dihydrate, 782 
tungsten alloys, 741 
Crocoisé, 290 
Crocoisite, 125, 290 
Crocoite, 125, 290. 
Cupric ammonium dichromate, 337 
dichromate, 339 
hexachromite, 198 
hexoxychromite, 198 
oxyoctochromite, 198 
salts, 602 
sulphomolybdate, 652 
tridecoxychromite, 198 
trioxychromite, 198 
Cuproscheelite, 678, 782, 818 
Cuprosic tungstate, 782 
Cuprotungstate, 782 
Cuprotungstite, 678 
Cuprous chromite, 197, 198 
—— molybdates, 558 
telluride, 40 

—— tungstate, 782 


_ Daubreeite, 125 
Daubréelite, 433 
- Decammine-ol-dichromic salts, 407 
Decamolybdates, 595 
Diaquobisethylenediamines, 402 
Diaquotetramido-salts, 402 
Diaquotetrammines, 402 
Dibromoaquotriammines, 405 
Dibromobisethylenediamines, 405 
cis-salts, 405 
trans-salts, 405 
Dibromodiaquodiammines, 405 
Dibromodiaquopyridines, 405 
Dibromotetraquo-salts, 405 . 
Dichloroaquotriammines, 404, 405 
Dichlorobisethylenediamines, 404 
dextro-cis salts, 404 
inactive salts, 404. 
—— levo-cis-salts, 404 
trans-salts, 404 
Dichlorodiaquodiammines, 405 
Dichlorodiaquodipyridines, 405 


INDEX 


Dichlorothiocyanatotriammine, 406 

Dichromates, 323 

Dichromic acid, 214 

Dichromyl ammonium tetrafluochr omate, 
365 

Didymium chromate, 287 . 

metatungstate, 826 . 

paratungstate, 819 

potassium chromate, 287 

sodium tungstate, 791 

trihydromolybdate, 564 

tungstate, 791 

Dietzeiti, 125, 270 

Dihydroxydiaquodiammines, 404 © 

_Dihydroxydiaquodipyridines, 404 

Dihydroxydiaquoethylenediamines, 404 

' Dihydroxylamine amminomolybdate, 552 

Dihydroxyquatorethylenediamines, 408 

Diiodobisethylenediamines, 405 

Dimercuriammonium ammonium chromate, 
284. 

chromate, 283 

Dimolybdates, 580, 582 

Dioxalatodiammines, 407 

Dioxalatodiaquo-salts, 407 

Dioxalatoethylenediamines, 407 

Diperchromates, 357 

Diperchromic acid, 361 

Dipertungstic acid, 835 

Diplatinic ammonium triacontatungstate, 

803 

—— barium triacontatungstate, 803 

mercurous triacontatungstate, 803 

potassium triacontatungstate, 803 

Dithiocyanatobisethylenediamines, 405 

cis-salts, 405 

trans-salts, 405 

Dithiocyanatotetrammines, 405 

Ditungstates, 773, 809 

Dodecamolybdates, 582, 599 

Dodecatungstates, 773 

Domanganowolframites, 798 

Durdenite, 2 

tetrahydrate, 82 

Dysprosium chromate, 288 


EK 


Earth alkali-alkaline tungsten- -bronzes, 751 
Eisenchrom, 201 

Elasmose, 114 

Emmonsite, 2, 82 

Empressite, 2, 44 
Enneachloroditungstic acid, 842 
Enneachloromolybdous acid, 618 
Enneamolybdates, 595 

Erbium chromate, 288 

sodium tungstate, 791 
Erythro-salts, 408 


F 


Ferberite, 678, 798 

Ferric ammonium chromate, 309 
chromium sulphate, 463 
dodecamolybdate, 602 
dodecatungstate, 832 
paratungstate, 820 
pentadecoxysexieschromate, 310 
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Ferric ammonium sulphate, 831 

barium tungstate, 801 

chromate, 309 

dichromate, 343 

—— guanidinuim paratungstate, 820 
—— metatungstate, 827 

—— molybdate, 573 

—— oxybisdichromate, 343 

—— oxytungstate, 801 

—— permonosulphomolybdate, 654 
—— phosphatododecamolybdate, 663 
—— phosphatoenneamolybdate, 667 
—— phosphatohemipentamolybdate, 669 
—— potassium chromate, 310 
decatungstate, 832 
dioxyundecieschromate, 310 
dodecamolybdate, 603 
dodecatungstate, 832 
enneadecaoxybischromate, 310 
enneaoxyquaterchromate, 310 
oxyseptieschromate, 310 
pentadecoxydecieschromate, 310 
—— —— pentoxydecieschromate, 310 
trioxynovieschromate, 310 
decahydrate, 310 
hexahydrate, 310 
trioxysexieschromate, 310 
tungstate, 801 

—— pyridine chromate, 310 

sodium oxyquinquieschromate, 310 
sulphomolybdate, 682 
sulphotellurite, 114 
sulphotungstate, 859 

tellurate, 97 

telluride, 63 

tellurite, 82 

trioxytungstate, 801 
Ferrimolybdite, 573 

Ferritungstate, 801 

Ferritungstite, 678 
Ferromanganowolframites, 798 
Ferrotellurite, 97 

Ferrous chromate, 309 

chromite, 201 

ditungstate, 810 

— metatungstate, 827 

— molybdate, 573 


oxychromite, 202 
paratungstate, 820 
— permonosulphomolybdate, 654 
—— sulphochromite, 433 
sulphomolybdate, 653 
sulphotellurite, 114 
sulphotungstate, 859 
tellurate, 87 
telluride, 63 
tellurite, 82 
tetramolybdite, 488 


— tungstate, 798, 801 


trihydrate, 801 


- Ferrowolframites, 798 


Ferrum arsenico mineralisatum, 673 
calciforme, 673 
Ferryl chromate, 309 


- Fluochromic acid, 365 
- Fluodichromates, 365 


Fluodioxytungstates, 838 
Fluopentammines, 403 
Fluotellurites, 98 


- Fluotrichromates .366 
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G 


Gadolinium chromate, 288 

—— paratungstate, 819 

potassium chromates, 288 

sodium tungstate, 791 

Gallium molybdate, 563 

Gelbbleiery, 566 

Gelberz, 1, 2 

Giallo di bariti, 273 

stronziana, 271 

Gold ammonium amminophosphatomo- 
lybdate, 671 

sodium pyrophosphatohemihena- 
molybdate, 671 

chromate, 267 

chromium alloys, 171 

—— ditelluride, 48 

hemitelluride, 48 

lead sulphotellurantimonite, 114 

—— molybdate, 560 

—— molybdenum alloys, 522 

—— monotelluride, 49 

ore, grey, | 

white, 1 

—— permonosulphomolybdate, 653 

silver monotelluride, 49 

telluride, 96 

tellurobismuthite, 62 

—— sodium amminophosphatomolybdate, 
671 

sulphomolybdate, 652 

sulphotungstate, 859 

tellurate, 93 

Goldfieldite, 2 

Goldschmidtite, 2, 47 

Graugolderz blatterige, 1 

Green hexahydrate, 422 

Gris lamelleux, 1 

Griinlingite, 2, 60 

Guanidine disulphatochromiate, 454 

parasulphomolybdate, 651 

—— sulphomolyhbdate, 651 

—— sulphovanadatomolybdate, 652 

Guanidinium ferric paratungstate, 820 

—— galt, 667 

—— thoridecamolybdate, 598 

Guignet’s green, 188 


H 
Henryite, 2 
Heptachloromolybdous acid, 618 
Heptadecamolybdous acid, 618 
Heptahydrododecamolybdates, 582 
Heptahydrododecatungstates, 773 
Heptamolybdates, 591 
Hercynite, 199 
Hessite, 2, 44 
Hexa-antipyrino-salts 
Hexacarbamides, 401 
Hexacetatodihydroxytriammines, 408 
Hexacetatodihydroxytripyridines, 408 
Hexachlorochromic acid, 386 
Hexaformatodihydroxy-salts, 409 
Hexahydrododecamolybdates, 582 
Hexahydrododecatungstates, 773 
Hexahydrohexamolybdates, 582 
Hexahydrohexatungstates, 773 
Hexahydroxydodecammines, 409 


INDEX 


Hexahydroxysexiesethylenediamines, 409 

Hexammines, 400 

Hexamolybdates, 582, 591 

Hexapropionatohydroxyfluoro-salts, 409 

Hexaquo-salts, 402 

Hexatellurous acid, 77 

Hexatungstates, 773 

Hexaurea salts, 401 

Hiubnerite, 678, 798 

Hydrazine chromium sulphate, 454 

——— chromous sulphate, 435 

sulphate, 831 

Hydrazinium disulphatochromiate, 454 

Hydrobromomolybdous acids, 635 

Hydrogen chloride, 368 

telluride, 36 

Hydrosulphochromous acid, 431 

Hydrosulphotetrachromous acid, 432 

Hydrotellurites, 77 

Hydroxyaquobisethylenediamines, 402 

—— cis-salts, 403 

trans-salts, 403 

Hydroxyaquopentammines, 402 

Hydroxydecammines, 407 

Hydroxydiaquotriammines, 403 

Hydroxylamine ammonium paramolybdate, 
552 

tungstate, 773 

chromic chloropentaquochlorosul- 
phate, 468 

chloropentaquosulphatohy dro- 
sulphate, 648 

chromium sulphate, 454 

disulphatochromiate, 454 

—— hydrochloride, 831 

—— molybdate, 552 

paramolybdate, 584 

potassium paramolybdate, 552 

—— tritungstate, 810 - 

Hydroxypentammines, 402 

Hydroxytriaquodiammines, 403 

Hydroxytriaquodipyridines, 403 

Hypotellurites, 71 


I 


Ilsemannite, 488, 530, 658 
Indium chromate, 285 
dichromate, 342 
—— molybdate, 563 
telluride, 54 
tungstate, 789 
Iodoaquotetrammines, 404 
Iodopentammines, 404 
Todotellurites, 106 
Iron-chrome, 201 
Isotungstic acid, 764 


J 


Jaune de baryte, 273 
strontiane, 271 
zine, 278 
Jordisite, 488 

Jordiste, 640 

Joséite, 2 

Joséite, 60 

Jossaite, 125 


| Jossoite, 304 


INDEX 


K 
Kalgoorlite, 2, 53 
Kallochrom, 290 
Koechlinite, 570 
Krennerite, 2, 46 

L 


Lanthanous ammonium molybdate, 587 
Lanthanum ammonium hexachromate, 287 
tungstate, 790 
barium tungstate, 791 
chromate, 286 
octohydrate, 286 
monohydrate, 287 
—— metatungstate, 826 
—— molybdate, 564 
——- paratungstate, 819 
—— potassium heptachromate, 287 
tetrachromate, 287 
—— silver tungstate, 791 
sodium molybdates, 564 
tungstate, 790 
—— sulphate, 831 
trihydromolybdate, 564 
tungstate, 790 
Lapides stanniferi spathacei, 673 
Lapis plumbarius, 484 
ponderosus, 674 
Laque minérale, 290 
Laxmannite, 125 
Lead aluminium oxydodecamolybdate, 600 
—— ammonium chromate, 304 
phosphatopentadecamolyb date, 
ie  ORe 

—— barium chromates, 304 

—— calcium chromates, 304 
molybdate, 566, 569 
—— ——— phosphatomolybdate, 671 
—— carbonatochromate, 473 
—— chromate, 290 
basic, 301 

colloidal, 293 
—— chromioxydodecamolybdate, 602 
—— chromite, 201 - 
—— chromium alloys, 173 
—— copper chromate, 304 
——. dichlorochromate, 399 
. —— dichromate, 342 
dihydrate, 342 
—— dihydroxychromate, 303 
—— dioxychromate, 302 
dioxydisulphotungstate, 861 
ditungstate, 810 
——- gold sulphotellurantimonite, 114 
hemitritelluride, 58 

; tetrahydrate, 58 

—— hydrotellurate, 96 

—— lithium chromate, 304 
_—— metatungstate, 827 
pentahydrate, 827 
—— molybdate, 566 
— (colloidal), 567 
—— molybdenum alloys, 523 
—— monotelluride, 56 
— nitrate, 831 
nitratometatungstate, 827, 862 
nitratotellurate, 120 
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Lead oxybischromate, 303 
—— oxychromate, 302 
—— oxymolybdate, 568 
—— oxymolybdatochloroarsenate, 568 
—— oxytungstate, 794 
—— paratungstate, 819 
decahydrate, 819 
——~ pentamolybdate, 594 
—— pentoxybischromate, 302 
permonosulphomolybdate, 653 . 
—— phosphatoctotungstate, 872 
—— phosphatododecamolybdate, 663 
—— phosphatododecatungstate, 867 
—— phosphatoenneatungstate, 871 
—— phosphatohexatungstate, 873 

— potassium chromate, 304 
dioxychromate, 304 
molybdate, 569 
sodium chromate, 304 
dioxybischromate, 304 
paratungstate, 819 
spar (yellow), 566 
strontium chromates, 304 
sulphochromite, 433 
—— sulphomolybdate, 652 
—— sulphotellurite, 114 
—— sulphotungstate, 859 
—— tellurate, 96 
tellurite, 81 
tetratellurate, 96 
tetratungstate, 826 
tetroxychromate, 302 
—— trioxychromate, 302 
—— tritungstate, 811 
—— tungstate, 792 
—— uranyl chromate, 308 
zine chromite, 304 
Lehmannite, 290 
Lemon yellow, 271, 273 
Lionite, 793 
Lithium ammonium chromate, 244 
cis-bischromatotetramminocobaltiat e, 

311 
—-— chlorochromate, 397 
—— chloropentaquodichloride, 418 
—— chromate, 243 
—— dihydrate, 243 
— chromite, 196 


chromium pentachloride, 418 

chromous carbonate, 471 
—— dichromate, 325 ; 
dihydrophosphatohemipentamoly b- 

date, 669 

—— dimolybdate, 581 
—— ditungstate, 809 
hexadecamolybdate, 603 
— — hydropyrotellurate, 89 
hydropyrotellurite, 78 
—— hydrotellurate, 89 
hypomolybditotetramolybdate, 593 
lead chromate, 304 
— metatungstate, 822 
— molybdate, 552 
trioctohydrate, 553 
molybdenum dioxydibromide, 638 
oxytetrabromide, 638 
octomolybdate, 595 
— orthotellurate, 89 
—— paramolybdate, 584 
—— dodecahydrate, 584 
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Lithium paramolybdate octocosihydrate, 
584 

paratungstate, 814 

perdichromate, 359 

perditungstate, 835 

—— permonosulphomolybdate, 653 

pertetratungstate, 836 

—— phosphatoenneamolybdate, 666 

——— phosphatohexamolybdate, 667 

——— phosphatohexatungstate, 872 

potassium chromate, 257 

molybdate, 558 

sulphatochromate, 244 

tungstate, 781 

—— pyrophosphatododecamolybdate, 671 

—— pyrotellurite, 77 

sodium molybdate, 556 

tungstate, 779 

1: 3-tungstate, 779 

stannic tungstate, 792 

sulphomolybdate, 651 

sulphotellurite, 113 

tellurate, 89 

—— telluride, 40 

tellurite, 77 

tetrachromate, 352 

tetramolybdate, 592 

tetratellurate, 89 

tetratellurite, 77 

trichromate, 350 

trimolybdate, 588 

heptahydrate, 588 

—— —— monohydrate, 588 

octohydrate, 588 

tetrahydrate, 588 

trisulphatochromiate, 464 

—-— tungstate, 773 

tungsten bronzes, 751 

Lupis jovis, 673 

Lupi spuma, 673 

Lupus spuma, 673 

Luteophosphomolybdic acid, 665 

tetracosihydrate, 666 

tetratricontihydrate, 666 

Luteophosphotungstic acid, 870 

Luteus, 665 

Lyonite, 793 


M 


Magnesiochromite, 199, 201 

Magnesium ammonium chromate, 275 

—— molybdate, 562 

— octohydrate, 311 

— paratungstate, 818 

—_—. telluride, 50 

——. cis-bischromatotetramminocobaltiate, 
311 

—— trans-bischromatotetramminocobalti - 
ate, 311 

—— cesium chromate, 277 


chlorochromate, 398 

pentahydrate, 398 

chromate, 274 

pentahydrate, 275 
chromic hydroxycarbonate, 473 

—— chromite, 199 

——— chromium pentachloride, 419 

—— chromous carbonate, 472 
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Magnesium chromous sulphate, 435 
—— dichromate, 341 
dioxydisulphomolybdate, 654 
dioxydisulphotungstate, 861 
—— ditungstate, 810. 
—— guanidine chromate, 276 
hexadecamolybdate, 603 
—— hydrotellurate, 94 
—— hypomolybdate, 529 
metatungstate, 826 
octohydrate, 826 
molybdate, 561 
heptahydrate, 561 
pentahydrate, 561 
molybdenum alloys, 523 
molybdenyl pentabromide, 638 
octomolybdate, 597 
oxychromite, 200 
oxydecachromite, 200 
oxyoctochromite, 200 
oxytetrachromite, 200 
oxytrisulphomolybdate, 654 
oxytrisulphotungstate, 860 
paramolybdate, 586 
paratungstate, 818 
perdichromate, 359 
permolybdate, 608 
permonosulphomolybdate, 653 
pertetratungstate, 836 
—— phosphatodecatungstate, 870 
—— phosphatohexatungstate, 873 
—— potassium chromate, 276 
—— dihydrate, 276 
—— hexahydrate, 276 
—— —— disulphatochromate, 465 
—— ~—— molybdate, 562 
—— paratungstate, 818 
— tungstate, 788 
—— rubidium chromate, 276 
—— salts, 602 
sodium chromate, 276 
trihydrate, 276 
paratungstate, 818 
sulphotellurite, 113 
sulphotrimolybdate, 652 
sulphotungstate, 859 
tellurate, 94 
telluride, 50 
tellurite, 80 
decitaenneahydrate, 80 
pentitaenneahydrate, 80 
tetrachromite, 200 
tetramolybdate, 593 
—— thoridodecamolybdate, 601 
—— trimolybdate, 590 
—— trioxydisulphomolybdate, 655 
trioxysulphotungstate, 861 
tritungstate, 811 
—— tungstate, 787 
heptahydrate, 787 
trihydrate, 787 
Magnochromite, 125, 199, 201 
Magnolite, 2, 94 
Manganese ammonium sodium pyrophos- 
phatotungstate, 874 
chromite, 201 
decatungstate, 832 
dichromate, 343. 
—-— ditelluride, 63 
—— monotelluride, 63 
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Manganese paramolybdates, 587 

paratungstate, 819 

tetratriacontahydrate, 820 

permonosulphomolybdate, 654 

—— phosphatododecamolybdate, 663 

—— phosphatoenneamolybdate, 667 

—— phosphatohemipentamolybdate, 669 

sodium pyrophosphatotungstate, 874 

sulphochromite, 433 

sulphotellurite, 114 

sulphotungstate, 859 

tellurate, 97 

telluride, 63 

tellurite, 82 

tetrafluodioxytungstate, 840 

Manganic ammonium dodecamolybdate, 602 

molybdate, 572 

paratungstate, 820 

tridecamolybdate, 602 

— tungstate, 797 

barium dodecamolybdate, 602 

—— molybdate, 572 

potassium dodecamolybdate, 602 

molybdate, 572 

tridecamolybdate, 602 

—— rubidium tridecamolybdate, 602 

silver dodecamolybdate, 602 

sodium ammonium tridecamolybdate, 
602 

Manganous ammonium chromate, 309 

decamolybdate, 598 

dihydrophosphato hemipenta- 
molybdate, 669 

—— —— dodecamolybdate, 602 

—— —— molybdate, 571 

permanganitomolybdate, 573 

——\ ——— phosphatohemipentamolybd ate, 
669 

potassium permanganitomolyb- 
date, 573 

—— —— pyrophosphatomolybdate, 671 

trischromate, 309 

chromate, 308 

— metatungstate, 827 

—— molybdate, 571 

- decahydrate, 571 

tritapentahydrate, 571 

oxychromate, 309 

potassium bischromate, 309 

paratungstate, 820 

permanganitomolybdate, 573 

/ —— —— phosphatohemipentamolybda te, 

669 


—— sodium molybdate, 572 

paratungstate, 820 

permanganitomolybdate, 573 

potassium permanganitomolyb- 
date, 573 

pyrophosphatomolybdate, 671 

sulphomolybdate, 653 

tritungstate, 812 

tungstate, 797 

Manganowolframite, 798 

Megabasite, 798 

Melanochroite, 125, 302, 303 

Melinose, 566 

Melonite, 2, 64 

Mercuric amidochromate, 284 

ammonium tungstate, 788 

—-— barium phosphatohenatungstate, 868 
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Mercuric chromate, 282 

chromic sulphotrithiocyanatodi- 
ammine, 409 

chromium trithiocyanatohexasulpho- 
diammine, 433 

diamminochromate, 282 

dichromate, 342 

dioxychromate, 283 

ditungstate, 810 

—— hydroxyimidochromate, 284 

—— metatungstate, 826 


molybdate, 563 
orthotellurate, 95 
—— oxydimercuriammonium 
chromate, 284 
pentatungstate, 829 
—— permonosulphomolybdate, 653 
—— phosphatododecamolybdate, 663 
—— phosphatododecatungstate, 867 
—— phosphatoenneamolybdate, 667 
—— phosphatoenneatungstate, 871 
—— platinum molybdate, 576 
polychromate, 351 
potassium chromate, 284 
phosphatohenatungstate, 868 
sulphomolybdate, 652 
sulphotellurite, 113 
sulphotungstate, 859 
tellurate, 95, 96 
dihydrate, 95 
tellurite, 81 
tritungstate, 811 
heptahydrate, 811 
tungstate, 788 
Mercurous aluminotungstate, 789 
bismuth tungstate, 795 
chromate, 281 
chromipentoxydodecamolybdate, 602 
dichromate, 342 
dioxychromate, 282 
diplatinic triacontatungstate, 803 
hydrotellurate, 94 
trihydrate, 95 
metatungstate, 826 
molybdate, 563 
nitratometatungstate, 826, 862 
nitratotellurate, 120 
orthotellurate, 94 
oxybischromate, 282 
oxyditellurate, 94 
oxytrischromate, 281 
paratungstate, 819 
permolybdate, 608 
permonosulphomolybdate, 653 
—— phosphatoctotungstate, 872 
—— phosphatododecamolybdate, 663 
—— phosphatododecatungstate, 867 
—— phosphatoenneamolybdate, 667 
— phosphatohemipentamolybdate, 669 
—— phosphatohexatungstate, 872 
—— platinic cositungstate, 803 
—— platinum molybdate, 576 
potassium chromate, 282 
— pyrophosphatotungstate, 874 
sulphomolybdate, 652 
sulphotellurite, 113 
sulphotungstate, 859 
tellurate, 94 
telluride, 53 
tellurite, 81 
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Mercurous titanidodecamolybdate, 601 

tritungstate, 811 

—— tungstate, 788 

—— uranyl chromate, 308 

Mercury chromium alloy, 171 

monochromide, 172 

—— monotelluride, 52 

—— trichromide, 172 

Metachromic acid, 240 

Metachromites, 196 

Metachromous acid, 196 

Metallkalk, 122 

Metallum problematicum, 1 

Metaluteotungstic acid, 770 

Metamolybdiec acid, 545 

Metatelluric acid, 83, 87, 88 

Metatungstates, 773, 821 

Metatungstic acid, 764, 768 

Methylamine tetrahydroxylaminotetra- 
molybdate, 592 

Meymacite, 764 

Micaceous iron ore, 485 

Minera blue, 745 

plumbi rubra, 122, 290 

Minéral lac, 290 

Mitchellite, 201 

Mock lead, 673 

Molybdenum tritura ccerulescente, 484 

Molybdan, 485 

Molybdandichlorid, 619 

Molybdanglanz, 485 

edler, 114 

Molybdanocker, 535 

Molybdansilber, 60 

Molybdantetrachlorid, 624 

Molybdanyl chloride, 627 

Molybdates, higher, 599 

hyperacid, 605 

normal, 551 

Molybdena membranacea nitens, 484 

textura granulata, 484 

micacea, 484 

Molybdenated lead ore, 566 

Molybdenite, 485, 488, 640 

Molybdenum, 484, 485 

alcoholotetrachlorodinitrate, 659 

—— alloys, 524 

aluminide, 523 

aluminium alloys, 523 

amalgams, 523 

—— ammonium amminopentachloride, 

622 

chloride, 629 

—— —-— dioxytetrachloride, 632 

enneafluoride, 610 

—— -—— hemipentoxide, 532 

—— —— heptachloride, 621 

hexachloride, 621 

—— —— oxypentabromide, 637 

—— —— pentabromide, 635 

pentachloride, 621 

tetrachlorotetrabromide, 640 

tetrachlorotetraiodide, 640 

tetradecachloride, 623 

tetrafluoride, 609 

—— —— trioxytetradecafluoride, 611 

tungstate, 796 

atomic disruption, 521 

number, 521 

weight, 520 
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Molybdenum barium hemipentoxide, 532 
blue (natural), 530 

bromides, 634 

— cadmium: alloys, 523 

—— cesium dioxytetrachloride, 632 
dioxytrichloride, 632 
hexachloride, 622 
pentabromide, 635 
pentachloride, 622 

—— calcium oxytetrabromide, 638 
—— carbonate, 659 

—— carbonates, 659 

—-— chlorides, 616 

—— chromate, 307 

—— chromium alloys, 524 

—— colloidal, 497 

—— copper alloys, 532 
pentafluomolybdate, 611 
— — dialuminide, 523 

—— dibromide, 634 

— —- dichloride, 616 

—— dichlorotetrabromide, 639 
—— dichromate, 343 

——- difluotetrabromide, 639 

—— dihydroxytetrabromide, 635 
dihydrate, 635 
octohydrate, 635 

—— dihydroxytetrachloride, 633 
octohydrate, 633 

—— diiodide, 639 

—— dimercuride, 523 

—~— dioxide, 526 
hemiheptadecahydrate, 528 
—— —— monohydrate, 528 
trihydrate, 528 

—-— dioxydibromide, 638 

—-~ dioxydichloride, 631 
dioxydifluoride, 612 

—~— dioxysulphate, 658 

—— dioxysulphide, 654 

—-— diphosphotetradecachloride, 632 
disulphate, 657 

——— disulphide, 640 

—— ditelluride, 63 

—— ductile, 497 

—— electronic structure, 521 

—— enneachloroctosulphide, 656 
—— enneamercuride, 523 

—— extraction, 492 

—— fluochloride, 639 

——— fluorides, 609 

gold alloys, 522 

——— helides mixed, 639 

—~— hemipentoxide, 531 
hemitrihydrate, 531 
trihydrate, 531 

—-— hemitrimercuride, 523 

—— hemitrioxide, 525 

—— hemitrisulphide, 640 
heptaluminide, 523 

—— heptamolybdate, 571 
hexachloride, 626 

—— hexafluoride, 610 

history, 484 

—— hydride, 512 

—— hydroxypentachloride, 618 
—— hydroxytetrabromide, 636 
-—— hydroxytetrachlorobromide, 640 
icositaluminide, 523 
intermetallic compounds, 524 


INDEX 


Molybdenum iodides, 639 

—— isobutylalcosol, 497 

lead alloys, 523 

lithium dioxydibromide, 638 
oxytetrabromide, 638 
magnesium alloys, 523 
molybdate, 571 

monoxide, 525 

nitrate, 659 

nitrates, 659 

nitrogen tetrasulphopentachloride, 625 
occurrence, 486 

oxides, 

oxybromides, 634 

oxychlorides, 627 
oxydihydroxydichloride, 633 
oxyfluorides, 610 
oxyhydroxydibromide, 636 
oxyhydroxytrichloride, 633 
oxytetrachloride, 632, 634 
oxytetrafluoride, 611 
oxytrifluoride, 611 
pentachloride, 624 
pentafluoride, 610 
pentasulphide, 647 
hemitrisulphohydrate, 647 
trihydrate, 647 

—— pentitatetradecaoxide, 532 
hexahydrate, 532 

—— pentoxyoctochloride, 632 

—— persulphates, 658 

—— phosphates, 659 

—— phosphorus decachloride, 625 
—— phosphoryl] octochloride, 625 
-—— potassium dichloride, 628 
dioxytetrachloride, 632 
dioxytrichloride, 632 
enneafluoride, 610 
hexabromide, 635 
hexachloride, 621 
dihydrate, 622 
pentabromide, 635 
pentachloride, 622 
tetrachlorotetrabromide, 640 
tetrachlorotetraiodide, 640 
tetrafluoride, 610 
trioxytetradecafluoride, 611 
preparation of metal, 494 
properties, chemical, 512 
physical, 499 

pyridinium oxypentabromide, 631 
oxytetrabromide, 638 
quinolinium oxypentabromide, 637 
oxytetrabromide, 638 
reactions of analytical interest, 516 
rubidium dioxytetrachloride, 632 
dioxytrichloride, 632 
hexachloride, 622 
pentabromide, 635 
pentachloride, 622 
sesquioxide, 525 

silver alloys, 522 

sodium alloys, 522 
hemipentoxide, 532 
tetrafluoride, 610 
sulphates, 656 

sulphide, 641 

colloidal, 641 

—— sulphides, 640 

—— tantalum alloys, 524 
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Molybdenum tetrabromide, 635 
tetrabromochromate, 307 
tetrabromodiiodide, 640 
tetrachloride, 623 
tetrachlorodiaquodichloride, 618 
tetrachlorodibromide, 639 
hexahydrate, 639 
trihydrate, 639 
tetrachlorodiiodide, 640 
hexahydrate, 640 
trihydrate, 640 
tetrachlorodinitrate, 659 
tetrafluoride, 610 
tetrahydroxide, 528 

colloidal, 528 

—— tetraiodide, 639 
tetraluminide, 523 

—— tetrasulphide, 648 
tetritaluminide, 523 
tetroxyhydroxychloride, 631 
—— thallium alloys, 523 

—— thallous oxypentafluomolybdate, 611 
—— tin alloys, 523 

—— titanium-tungsten alloys, 744 
—— tribromide, 635 
trichloride, 619 
—— trifluoride, 609 
—_— trihydroxide, 525 
colloidal, 525 
trihydroxytribromide, 638 
trimolybdate, 571 
trioxide, 535 

—— trioxybishydrochloride, 633 
trioxyheptachloride, 632 
trioxyhexachloride, 632 
trioxysulphate, 657 
trioxytetrabromide, 638 
trioxytetrachloride, 633 
trioxytetrafluoride, 611 
trisulphate, 658 

trisulphide, 647 

tritaluminide, 523 
tritoctoxide, 529 

colloidal, 530 

—— tungstate, 796 

uses, 518 

—— valency, 520 

—— vanadium alloys, 524 

—— zinc alloys, 523 
oxypentafluomolybdate, 611 
Molybdenyl ammonium pentabromide, 637 
pentachloride, 629 

—— bromide, 636 

—— cesium pentabromide, 637 
—— dihydroxydichloride, 633 

—- hydroxytrichloride, 633 

—— magnesium pentabromide, 638 
—— molybdate, 571 
paramolybdate, 571 

—— phosphate, 659 

potassium pentabromide, 637 
pentachloride, 630 
tetrabromide, 638 
pyridine pentachloride, 631 
rubidium pentabromide, 637 
pentachloride, 630 
sulphate, 658 

tribromide, 637 

trichloride, 629 
trimethylammonium tetrachloride, 631 
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Molybdic acid, 543 

colloidal, 543, 545 
—— monohydrate, 545 

a-, 545 

B-, 545 

soluble, 545 

alums, 572 

bromide, 635 

chloride, 619 

hydroxide, 526 
metaphosphate, 659 

ochre, 488, 535 

oxide, 525 

sodium pyrophosphate, 671 
sulphate, 656 

sulphide, 640 

Molybdin, 535 

Molybdite, 488, 535 

Molybdosic ammonium sulphate, 657 
phosphate, 671 

potassium sulphate, 657 
sulphate, 657 

-Molybdous amminobromide, 635 
ammonium heptachloride, 619 
octochloride, 618 
—— bromide, 634 

chloride, 616 
diamminochloride, 617 
hemienneahydrate, 617 
hexahydrate, 617 
—— monohydrate, 617 
trihydrate, 617 
diaquotetrachlorodihydroxide, 618 
diaquotetrachloroxide, 618 
—— hydroxide, 525 

iodide, 639 

oxide, 525 

potassium heptachloride, 619 
octochloride, 618 
tetrabromosulphate, 658 
Molybdyldibromide, 637 
Monochromates, 240 
Monomolybdates, 551 
Monoperchromates, 357 
Monoperchromic acid, 361 
Monopertungstic acid, 833 
Monotungstates, 773 

Montanite, 2, 97 

Miillerin, 45 

Miillerite, 2 

Muthmannite, 2, 49 
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Nagrakererz, 114 

Nagyager Erz, 1 

silber, 45 

Nagyagite, 1, 2, 5, 114 
Neodymium ammonium molybdate, 587 
barium tungstate, 791 
chromate, 287 

octohydrate, 287 

—— molybdate, 564 

potassium chromate, 287 
tungstate, 791 
Naphthlyamine hy Aroenthnitey 831 
Neomolybdenum, 485 
Neotungsten, 674 


—— 


INDEX 


Nickel ammonium chromate, 313 

diamminochromate, 313 

dihydrophosphat o he mipenta- 
molybdate, 670 

dihydroxyquaterchromate, 3 13 

—— phosphatohemipentamolybda te, 

670 

cesium chromate, 313 , 

chlorochromate, 399 

chromate, 313 

chromite, 204 

decatungstate, 832 

dichromate, 344 

dioxytetrafluomolybdate, 614 

ditelluride, 64 

ditungstate, 810 

hemitritelluride, 64 

hexamminochromate, 313 

hexamminotungstate, 802 

—— hydrophosphatodimolybdate. 670 

—— metatungstate, 827 

—— monotelluride, 64 

tetrahydrate, 64 

—— nitrate 831 

— oxychromate, 313 

—— permonosulphomolybdate, 654 

—— phosphatododecamolybdate, 663 

—— phosphatoenneamolybdate, 667 

—— phosphatohemipentamolybdate, 670 

potassium 

chromate, 313 

dihydrate, 313 

dihydrophosphatohemipenta- 
molybdate, 670 

dimolybdatotetratungstate, 796 

hexahydrate, 313 

—— phosphatohemipentamolybd ate, 

670 

rubidium chromate, 313 

sulphochromite, 433 

sulphomolybdate, 653 

sulphotellurite, 114 

sulphotungstate, 859 

tellurate, 97 

tellurite, 82 

monohydrated, 82 

tetradecamolybdate, 603 

tetrafluodioxytungstate, 840 

tritungstate, 812 

—— tungstate, 802 

hexahydrate, 802 

trihydrate, 802 

Nickelic ammonium tridecamolybdate, 602 

tungstate, 802 

barium tungstate, 802 

Nickelous ammonium decamolybdate, 598 

diamminomolybdate, 576 

enneamolybdate, 597 

henitricontamolybdate, 604 

hexadecamolybdate, 603, 604 

tetratricontamolybdate, 604 

——- diamminomolybdate, 575 

hexamminomolybdate, 575 

— molybdate, 575 

pentahydrate, 575 

paratungstate, 820 

potassium hexadecamolybdate, 604 

sodium hexamolybdate, 594 

trimolybdate, 590 

Nihil, 484 
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Nipponium, 485 

Nitratodiaquotriammines, 403 

Nitratopentammines, 403 

Nitritopentammines, 403 

Nitrogen molybdenum tetrasulphopenta- 
chloride, 625 

— monotelluride, 58 

tungsten tetrachlorotetrasulphide, 843 

Nobilite, 114 

Nora minera plumbi, 290 
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Oatremer jaune, 273 
Ochrematite, 488 
Octochloromolybdous acid, 618 
Octodecatungstic arsenic acid, 832 
Octomolybdates, 582, 595 
Octomolybdic acid, 548 
Octotungstates, 773 
Oltremare giallo, 273 © 
Or graphique, 1 
Or gris lamelleux, 1, 114 
Orthochromiec acid, 240, 302 
Orthochromites, 196 
Orthochromous acid, 196 
Orthomolybdic acid, 547 
Orthotelluric acid, 83, 87, 88 
Orthotungstic acid, 764 
Oruetite, 2, 60 
Osmium ditelluride, 65 
monotelluride, 65 
Oxalatobisethylenediamines, 406 
Oxalatotetrammines, 405 
Oxalatotriamminochromic acid, 409 
Oxybromides, 109 
Oxydecammines, 408 
Oxyde de plomb suroxygéne, 122 
Oxydimercuriammonium ammonium  di- 
chromate, 342 
—— chromate, 284 
—— mercuric oxyquadrichromate, 284 
Oxyfluomolybdates, 612 
Oxyfluopermolybdates, 614 
Oxysulphomolybdates, 650 
Oxysulphoparamolybdates, 654 
Ozomolybdie acid, 605 
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Palladium ditelluride, 64 
telluride, 64 
Palladous telluride, 64 
Parachromic acid, 240, 302 
Paramolybdates, 580, 581, 582 
Paramolybdic acid, 546 
Paratelluric acid, 97 
Paratungstates, 733, 812° 
Paratungstic acid, 764, 770 
Partinium, 743 
Pateraite, 488, 574 
Pentachlorochromic acid, 386 
Pentadecachloromolybdous acid, 618 
Pentahydrohexamolybdates, 582 
Pentahydrotungstates, 773 
Pentamolybdates, 591 
Pentatungstates, 828 
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Pentitamminotellurous acid, 74 
Perchlorates, 368 
Perchromates, 353 
blue, 357 
red, 356 
Perchromie acid, 353, 356 
—— constitution, 359 
Percobaltic potassium enneamolybdate, 597 
Perdichromie acid, 359 
Perdimolybdic acid, 606 
Perdisulphomolybdic acid, 654 
Perditungstic acid, 834 
Perferrowolframites, 798 
Permanent yellow, 273 
Permanganic sodium tungstate, 797 
Permanganitomolybdates, 572 
Permanganous molybdate, 572 
potassium octomolybdate, 597 
Permanganowolframites, 798 
Permolybdates, 605 
Permolybdic acid, 605 
Permonomolybdic acid, 606 
Permonosulphomolybdates, 653 
Permonosulphomolybdie acid, 653 
Pernickelic ammonium enneamolybdate, 
597 
barium enneamolybdate, 597 
—— potassium enneamolybdate, 597 
Pertungstates, 833 : 
Pertungstic acids, 833 
Petzite, 2, 49 
Phenylhydrazine hydrochloride, 831 
Phoenicite, 125, 303 
Phoenicochroite, 125, 303 
Phosphatoctotungstates, 872 
Phosphatoctotungstic acid, 862, 872 
Phosphatodecamolybdic acid, 664 
Phosphatodecatungstic acid, 862, 869 
Phosphatodimolybdate, 670 
Phosphatodimolybdic acid, 670 
Phosphatododecatungstic acid, 862, 863 
docosihydrate, 863 
—— —— enneadecahydrate, 864 
—— —— hydrate-19, 863 
-194, 863 
-20, 863 
——_ ——. —— -22, 863 
—— —— —— -221, 863 
se -234, 863 
-264, 863 
—— ——. —— -274, 863 
——_ —— —— -291, 863 
—_— ——. —— -304, 863 
octocosihydrate, 863 
Phosphatododecamolybdic acid, 661 
docosihydrate, 662 
dodecahydrate, 662 
octocosihydrate, 662 
Phosphatoenneamolybdic acid, 665 
Phosphatoenneatungstic acid, 862, 870 
Phosphatohemicositungstic acid, 862 
Phosphatohemihenicositungstic acid, 868 
Phosphatohemiheptadecamolybdic acid, 
667 
Phosphatohemiheptadecatungstic acid, 862, 
871 
Phosphatohemiheptatungstic acid, 862 
Phosphatohemipentamolybdic acid, 668 
Phosphatohenamolybdiec acid, 664 
Phosphatohenatungstic acid, 862, 867 
3M 
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Phosphatohexatungstic acid, 862, 872 
Phosphatomolybdic acids, 659, 670 
Phosphatomolybdosic acid, 659 
Phosphatotritungstic acid, 862, 873 
Phosphatotungstic acids, 862 
Phosphomolybdic acids, 659 


Phosphorus molybdenum decachloride, 625 


Phosphory!l molybdenum octochloride, 625 

Phosphotungstic acids, 862, 863 

Picotite, 199, 201 

Picrochromite, 199 

Pilasonite, 2 

Pilsenite, 60 

Platinic barium molybdate, 576 

chromatobisethylsulphide, 314 

—— cobaltic hexamminocositungstate, 803 

—— copper cositungstate, 803 

molybdate, 576 

—— dichlorotetramminochromate, 313 

dichlorotetramminodichromate, 345 

—— dihydroxydiamidohexamminodic hro- 
mate, 345 

—— dihydroxysulphatohexam minochro- 
matodichromate, 467 

—— dinitratotetramminochromate, 313 

dinitratotetramminodichromate, 345 

—— dinitritotetramminodichromate, 345 

—— hydroxyacetatotetramminodichro- 
mate, 345 

—— hydroxychlorotetrammimochromate, 
314 

—— hydroxychlorotetramminodichromate, 


— — hydroxysulphatotetramminochromate, 
314 


—— hydroxysulphatotetrammino dic hro- 
mate, 345, 467 

—— mercurous cositungstate, 803 

—— phosphatododecatungstate, 867 

potassium molybdate, 576 

—— silver cositungstate, 803 

molybdate, 576 

sodium cositungstate, 803 

—— —— decatungstates, 802 

heptatungstate, 803 

—— ——— molybdate, 576 

triacontatungstate, 803 

—— sulphatotetrapyridinochromate, 314 

sulphatotetrapyridinodichromate, 345 

—— thallous cositungstate, 803 

Platinous tetramminochromate, 313 

tetramminodichromate, 344 

Platinum ditelluride, 64 

—— mercuric molybdates, 576 

—— mercurous molybdate, 576 

—— molybdate, 576 

—— monotelluride, 64 

—— permonosulphomolybdate, 654 

—— phosphatomolybdate, 671 

sulphomolybdate, 653 

sulphotellurite, 114 

—— sulphotungstate, 859 

thallous molybdate, 576 

Plomb chromate, 290 

jaune, 566 

—— rouge, 122, 290 

Plumbiec chromate, 293 

dichromate, 342 

Plumbum scriptorum, 484 

spatosum flavorubrum, 566 . 
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Potassium aluminium decamolybdate, 598 
chromate, 257 
chromium sulphate, 463 
dodecamolybdate, 599 
—— —— manganous permanganitomolyb- 

date, 573 
permanganitomolybdate, 573 
tellurate, 96 . 
antimonitotungstate, 817 
arsenatotellurate, 96 
arsenitotungstate, 817 
azide, 368 
barium chromate, 273 
chromidodecamolybdate, 602 
——\ ——— phosphatohenatungstate, 868 
trichromate, 351 
—— trans-bischromatotetramminocoba1ti- 

ate, 311 
bismuth chromate, 305 
hydroxydichromate, 343 
——. —— tungstate, 795 
bismuthyl dichromate, 343 
bromide, 368 
bromochromate, 426 
—— cadmium chromates, 281 
dichromate, 341 
——— ——— tungsten tetramminoenneachlo- 

ride, 842 
calcium chromate, 269 

dihydrate, 269 
—— monohydrate, 269 
——  phosphatohemipentamolybd ate, 
669 
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—— quinquemonochromate, 270 
hemiheptahydrate, 270 
seximonochromate, 270 
sulphatochromates, 269 
chlorochromate, 397 

chromate, 249 

tetrahydrate, 249 
chromatosulphate, 450 

chromic carbonate, 473 
hydroxychromate, 210 
pyrophosphate, 482 
chromidodecamolybdate, 601 


—— chromihexasulphate, 465 


chromioxydodecamolybdates, 601 
chromipentasulphate, 465 
chromipyrophosphate, 481 
chromitetrasulphate, 464 
tetrahydrate, 464 
chromitrisulphatochromate, 465 
chromitrisulphatodichromate, 465 
chromitrisulphatotrichromate, 465 
chromium hexachloride, 419 
hexafluoride, 364 
oxypentachloride, 391 
pentachloride, 418 
pentafluoride, 363 

—— phosphate, 482 

sulphate, 454, 831 

tellurate, 97 

tetrachloride, 418 

—— chromochromate, 210 
chromotellurate, 97 

chromous carbonate, 472 
fluoride, 362 

sulphate, 435 

cobaltic decamolybdate, 574, 598 
dodecamolybdate, 574 
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Potassium cobaltous chromate, 312 

dihydrophosphatohemipenta m o- 
lybdate, 670 

oxyquaterochromate, 312 

—— —— phosphatohemipentamolybd ate, 

670 

copper diamminochromate, 263 

oxyquadrichromate, 263 

oxytrischromate, 263 

—— —— phosphatohemipentamolyhbd ate, 
669 

tungsten tetramminoenneachlo- 
ride, 842 

decamolybdate, 598 

enneahydrate, 598 

pentadecahydrate, 598 

dichromate, 328 

didymium chromate, 287 

difluotellurate, 108 

dihydrophosphatohemipentamoly b- 
date, 668 

dihydrophosphatomolybdate, 670 

dimolybdate, 581 

—— dimolybdatotetratungstate, 796 

dimolybditomolybdate, 593 

dinitratotellurate, 119 

dioxydifluochromate, 365 

dioxydisulphomolybdate, 654 

dioxydisulphotungstate, 860 

dioxytetramolybdate, 613 

dioxytrifluomolybdate, 613 

diperchromate, 357 

dipermolybdate, 607 

diplatinic triacontatungstate, 803 

disulphatochromiate, 454 

ditungstate, 809 

dihydrate, 809 

trihydrate, 809 

ferric chromate, 309, 310 

decatungstate, 832 

dioxyundecieschromate, 310 

dodecamolybdate, 603 

dodecatungstate, 832 

enneadecaoxybischromate, 310 

enneaoxyquaterchromate, 310 

oxyseptieschromate, 310 

pentadecoxydecieschromate, 310 

pentoxydecieschromate, 310 

trioxynovieschromate, 310 

hexahydrate, 310 

decahydrate, 310 

trioxysexieschromate, 310 

tungstate, 801 

—— fluochromate, 365 

—— fluoride, 368 came 

gadolinium chromates, 288 

hemitritelluride, 41 

heptahydrododecamolybdate, 596 

heptoxyenneasulphotetramoly bdate, 
655 

hexabromotellurite, 104. 

hexachlorotellurite, 102 

hexaiodotellurite, 106 

hexatellurite, 79 

hexatungstate, 829 

—— hydrodiphosphatotellurate, 120 

heptadecahydrate, 120 

tetrahydrate, 120 

——— hydropermonosulphomolybdate, 670 

—— hydrophosphatodimolybdate, 670 
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Potassium hydropyrotellurate, 91 

hydropyrotellurite, 79 

—— hydrotellurate, 9] 

—— hydrotetroxytrisulphodimolybdate, 
655 

——— hydroxylamine paramolybdate, 552 

—— hydroxylaminopentahydromolybdate, 
552 

—— hyperditungstate, 836 

—— hypertungstate, 836 

—— hypomolybdatomolybdate, 604 

—— hypomolybditopentamolybdate, 593 

iodide, 368 . 

iodochromate, 429 

lanthanum heptachromate, 287 

tetrachromate, 287 

lead chromate, 304. 

dioxychromate, 304 

molybdate, 569 

—— lithium chromate, 257 

molybdate ,558 

sulphatochromate, 244 

tungstate, 781 

magnesium chromate, 276 

dihydrate, 276 

hexahydrate, 276 

disulphatochromate, 465 

—— —— molybdate, 562 

partungstate, 818 

tungstate, 788 

—— manganic dodecamolybdate, 602 

molybdate, 572 

tridecamolybdate, 602 

—— manganous bischromate, 309 

paratungstate, 820 

permanganitomolybdate, 573 

—— —— phosphatohemipentamolybd ate, 

669 

—— mercuric chromate, 284 

phosphatohenatungstate, 868 

—— mercurous chromate, 282 

—— metachromite, 197 

metatungstate, 824 

octohydrate, 824 

pentahydrate, 824 

molybdate, 556 

—— tetritatrihydrate, 556 

molybdatodecatungstate, 796 

molybdatopentatungstate, 796 

molybdatosulphate, 658 

molybdatotetratungstate, 796 

molybdatotrisulphate, 658 

molybdatotritungstate, 596 

molybdenum dichloride, 628 

dioxytetrachloride, 632 

dioxytrichloride, 632 

‘enneafluoride, 610 

hexabromide, 635 

—— hexachloride, 621 

dihydrate, 622 

-pentabromide, 635 

pentachloride, 622 

tetrachlorotetrabromide, 640 

tetrachlorotetraiodide, 640 

tetrafluoride, 610 

trioxytetradecafluoride, 611 

molybdenyl pentabromide, 637 

pentachloride, 630 

tetrabromide, 638 

molybdosic sulphate, 657 
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Potassium molybdous heptachloride, 619 

octochloride, 618 

monopermolybdate, 607 

—— neodymuim chromate, 287 

— nickel chromate, 313 

—— dihydrate, 313 

—— hexahydrate, 313 

—— dihydrophosphatohemipenta- 
molybdate, 670 

— dimolybdatotetratungstate, 796 

—— ~—— phosphatohemipentamolybd ate, 

670 

—— nickelous hexadecamolybdate, 604 

—— nitratosulphotungstate, 862 

—— nitritodichromate, 476 


nitritotrichromate, 476 
octomolybdate, 596 
octotungstate, 830 
orthochromite, 197 
orthosulphodimolybdate, 652 
oxalatotriamminochromate, 409 
oxypentachlorotungstite, 849 
— oxypentafluomolybdate, 611, 612 
— oxytetrabromide, 638 
—— oxytrisulphotungstate, 860 
—— paramolybdate, 585 
parasulphomolybdate, 652 
paratungstate, 816 
decahydrate, 816 
henahydrate, 816 
tetradecahydrate, 816 
pentafluotellurite, 98 
pentamolybdate, 593 
pentatungstate, 
pentoxydifluopermolybdate, 615 
percobaltic enneamolybdate, 597 
perdecatungstate, 836 
—— perdichromate, 359 . 
perdisulphomolybdate, 654 
permanganitomolybdate, 572, 573 
permanganous octomolybdate, 597 
permolybdate, 607 
permonosulphomolybdate, 653 
pernickelic enneamolybdate, 597 
pertrimolybdate, 608 
——— phosphatoctotungstate, 872 
—— phosphatodecamolybdate, 665 
—— phosphatodecatungstate, 870 
—— phosphatodichromate, 482 
—— phosphatododecamolybdate, 663 
——— phosphatododecatungstate, 867 
hemiheptahydrate, 867 
hemitridecahydrate, 867 
—— phosphatoenneamolybdate, 666 
——_— phosphatoenneatungstate, 871 
~—_— phosphatohemihenacositungstate, 869 
~—— phosphatohemiheptadecamoly bdate, 
667 
-_— phosphatohemiheptadecatungstate, 
872 
——— phosphatohenamolybdate, 664 
——— phosphatohenatungstate, 868 
——— phosphatotetrachromate, 482 
—— phosphatotritungstate, 874 
——— platinic molybdate, 576 
praseodymium chromate, 287 
—— pyrophosphatotungstate, 874 
—— pyrotellurite, 79 
rhodic dodecamolybdate, 603, 604 
samarium chromate, 287 
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Potassium silver chromidodecamolybdate, 


— sodium chromate, 258 

— manganous permanganitomolyb- 
date, 573 

—— -—— molybdate, 558 

—_— -—— phosphatoctotungstate, 872 

——— ——— phosphatohemipentamolybdate, 


667 
—— phosphatotungstate, 873 
2: 1-tungstate, 782 
strontium chromate, 271 
sulphatotellurite, 118 
sulphide, 368 
sulphite, 368 
sulphochromite, 432 
sulphodichromite, 432 
—— sulphodimolybdate, 651 
—— sulphoditungstate, 859 
—— sulphomolybdate, 651 
—— sulphotellurate, 115 
—— sulphotellurite, 113 


sulphotetrachromite, 432 
sulphotungstate, 859 

- tellurate, 90 

dihydrate, 91 

pentahydrate, 90 

telluride, 40- 

tellurite, 78 

trihydrate, 79 

tetradecatungstate, 832 

tetrafluodioxytungstate, 839 

tetrafluotrioxypertungstate, 840 

tetrahydrophosphatohemipentamolyb- 
date, 668 

tetrahydroxylaminotetramoly bdate, 
592 

tetramolybdate, 592 

tetramolybdatoditungstate, 796 

tetratellurate, 92 

tetratellurite, 79 

—— thallic chromate, 286 

—— thallous chromate, 286 

——- titanidodecamolybdate, 600 

trichromate, 350 

trifluodioxytungstate, 839 

—— trihydrophosphatohemipen tam oly b- 
date, 668 

trimolybdate, 589 

trimolybdatoditungstate, 796 

trimolybdatotritungstate, 796 

enneahydrate, 796 

——. —_— trihydrate, 796 

trimolybdenum  dioxyheptachloride, 
632 

trioxysulphotungstate, 861° 

trioxytetrafluopermolybdate, 615 

triperchromates, 356 

trisulphatochromiate, 464 

trisulphatodichromate, 449 

trisulphomolybdate, 652 

tritellurate, 92 

—— tritungstate, 811 

—— tungstate, 779 

monohydrate, 780 

pentahydrate, 780 

—— tungsten bronzes, 751 

or enneachloride, 841 

——— ——— hydroxylpentachloride, 843, 848 

tetrafluoride, 837 
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Potassium uranium tungstate, 797 

uranyl chromate, 308 

——— yttrium chromate, 288 

—— zine chromates, 279 

chromatodichromate, 341 

paratungstate, 819 

trioxybischromate, 279 

—— zirconidodecamolybdate, 601 

zirconium tungstates, 792 

Powellite, 488, 560, 768, 783 

Preseodymium ammonium tungstate, 791 

barium tungstate, 791 

——— silver tungstate, 791 

tungstate, 791 

Praseodymium ammonium molybdate, 587 

——— chromate, 287 

decahydrate, 287 

octohydrate, 287 

—— molybdate, 565 

—— potassium chromate, 287 

Purple red, 283 

Pyridine ferric chromate, 310 

—— molybdenyl pentachloride, 631 

_ Pyridinium molybdenum oxypentabromide, 
637 

oxytetrabromide, 638 

tetrabromotungstite, 854 

tetrachlorohydroxychromate, 391 

Pyrophosphatotungstates, 874 

Pyrotelluric acid, 89 

Pyrotellurite, 78 

Pyrotellurous acid, 77 

Pyrotungstic acid, 762 
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Quinidine magnesium chromate, 276 
Quinolinium molybdenum oxypentabro- 
: mide, 637 
oxytetrabromide, 638 

—— tetrachlorohydroxychromate, 391 
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Radium chromate, 272, 274: 

Raspite, 678, 792 

Redingstonite, 125 

Reinecke’s salt, 406 

Reinite, 678, 698 ) 

Rhodic ammonium dodecamolybdate, 603, 
604 

- potassium dodecamolybdate, 603, 604 

Ricardite, 2 

Richardite, 42 

Rothes Bleierz, 290 

Rouge flambé, 177 

Rubidium arsenatotellurate, 96 

chromate, 258 

- chromium bromide, 425 

monohydrate, 419 

—— ——— oxypentachloride, 391 

pentachloride, 419 

sulphate, 463 

tetrachloride, 419 

—— chromous sulphate, 435 

—-— dichromate, 338 

difluotellurate, 108 

dimolybdate, 581 


Rubidium dioxytrifluomolybdate, 613 
disulphatochromiate, 463 
henamolybdate, 598 
hexabromotellurite, 104 
hexachlorotellurite, 102 

— hexaiodotellurite, 106 

——— hydroparamolybdate, 586 

—~— hydropentabromide, 104 

——— hydrophosphatotellurate, 121 
—— hydrosulphatohydrotellurate, 118 
—— hydrotellurate, 92 

—— magnesium chromate, 277 

—— manganic tridecamolybdate, 602 
—— metatungstate, 824 

— molybdate, 558 

molybdenum dioxytetrachloride, 632 
—— dioxytrichloride, 632 
hexachloride, 622 

—— pentabromide, 635 

—— pentachloride, 622 

—— molybdenyl pentabromide, 637 
pentachloride, 630 

—— nickel chromate, 313 

—— octomolybdate, 596 

—— octotungstate, 830 

—— oxypentachlorotungstite, 849 
—— paramolybdate, 586 
paratungstate, 817 
pentabromotungstite, 854 
pentatungstate, 829 
perdecamolybdate, 609 
perparamolybdate, 608 
perparatungstate, 836 
pertetramolybdate, 609 
pertetratungstate, 836 

—— pertrimolybdate, 609 

—— phosphatodecamolybdate, 665 
—— phosphatoenneamolybdate, 667 
—— phosphatohemipentamolybdate, 669 
—— phosphatohenamolybdate, 664 
—— phosphatohexitadecamolybdate, 671 
—— phosphatotetritaenneamolybdate, 670 
—— tellurate, 92 

tetramolybdate, 593 
hemihydrate, 593 
hemipentahydrate, 593 
tetrahydrate, 593 

—— trichromate, 351 
tridecamolybdate, 598 

—— trimolybdate, 589 
hemitridecahydrate, 589 
—— —— monohydrate, 589 
trihydrate, 589 
trioxytetrafluopermolybdate, 615 
—— tungsten enneachloride, 842 
ruthenium ditelluride, 64 

—— monotelluride, 65 
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Samarium ammonium molybdenum, 587 


chromate, 287 
enneahydrate, 287 
octohydrate, 287 
—— metatungstate, 826 

—— molybdate, 565 
potassium chromate, 287 
sodium molybdate, 565 
tungstate, 791 
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Samarium tungstate, 791 

Scheelbleispath, 792 

Scheelerz, 674 

Scheelin calcaire, 674 

ferruginé, 673 

Scheelite, 674, 678, 783 

Scheelitine, 792 

Scheelium, 674 

Scheelocher, 753 

Scheelspath, 674 

Schriftellur, 1 

Schrifterz, 1, 47 

Schrifttellur, 47 

Siderchrom, 201 

Silberphyllinglanz, 114 

Silicomolybdates, 565 

Silicon molybdates, 565 

Silicotungstates, 791 

Silver aluminium dioxymolybdate, 600 

oxydodecamolybdate, 600 

ammonium aluminotungstate, 789 

chromate, 267 

—— phosphatohemiheptatungstate, 
873 

barium metatungstate, 826 

phosphatododecatungstate, 867 

phosphatohenatungstate, 868 

ceric dodecamolybdate, 600 

—— chromate, 263 

colloidal, 264 

—— chromidodecamolybdate, 601 

—— chromium alloys, 171 

—— diamminomolybdate, 559 

dichromate, 340 

dimolybdate, 581 

—- dioxytellurate, 93 

—— fluochromate, 365 

gold monotelluride, 49 

telluride, 46 

tellurobismuthite, 62 

—— hemitelluride, 45 

—— heptitatetratelluride, 44 

—— hydrotellurate, 93 

lanthanum tungstate, 791 

—— manganic dodecamolybdate, 602 

—— metatungstate, 825 

—— molybdate, 559 

—— molybdenum alloys, 522 

monotelluride, 44 

nitratotellurate, 119 

orthotellurate, 93 

oxyditellurate, 93 

trihydrate, 93 

paratungstate, 818 

octocosihydrate, 818 

octohydrate, 818 

pentamolybdate, 594 

perditungstate, 835 

permolybdate, 608 

permonosulphomolybdate, 653 

—— phosphatodecamolybdate, 665 

—— phosphatodecatungstate, 867, 870 

—— phosphatododecamolybdate, 663 

—— phosphatoenneatungstate, 871 

—— phosphatohemiheptadecamoly bdate, 
667 

—— phosphatohemiheptatungstate, 872, 
873 
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—— phosphatohemipentamolybdate, 669 
—— phosphatohenamolybdate, 664 
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Silver phosphatohexatungstate, 872 
—— platinic cositungstate, 803 
molybdate, 576 
potassium chromidodecamoly bdate, 
601 
preseodymium tungstate, 791 
—— pyrotellurite, 80 
subchromate, 263 
submolybdate, 559 
subtungstate, 782 
—— sulphochromite, 432 
sulphomolybdate, 652 
sulphotellurite, 113 
sulphotellurobismuthite, 62 
sulphotungstate, 859 
tellurate, 92 
dihydrate, 93 
telluride, 5 
tellurite, 79 
tetrafluodioxytungstate, 839 
tetrahydrorthotellurate, 93 
tetramminochromate, 266 
—— tetramminotungstate, 783 


—— tetramolybdate, 593 


tetratellurate, 93 

tetritatelluride, 44 

—— thoridodecamolybdate, G01 

—— tungstate, 783 

uranyl chromate, 308 

Sodium, 78 

aluminium dodecamolybdate, 599 

ammonium chromate, 249 

—— ——— decatungstate, 831 

——- ——— 3: ]-decatungstate, 831 

gold pyrophosphatohemihenamo- 

lybdate, .671 

hexadecatungstate, 832 

—— ——— manganese pyrophosphatotung- 
state, 874 

——- ——— manganese tridecamolybdate, 602 

——— ——— ]: 3-metatungstate, 824 

octotungstate, 830 

—— —— 1: 3-paratungstate, 816 

—— —— 3: 2-paratungstate, 816 

—— —— 4: l]-paratungstate, 816 

heptahydrate, 816 

pentahydrate, 816 

tridecahydrate, 816 

—— —— 4; 2-pentadecatungstate, 832 

—— ——— 3: 2-pentadecatungstate, 832 

—— —— phosphatohemiheptadecamol y b- 
date, 667 

—— ——— phosphatomolybdate, 663 

pyrophosphatotungstate, 874 

arsenatotellurate, 96 

—— barium paratungstate, 818 

—— —— phosphatododecatungstate, 867 

cis-bischromatocobaltiate, 311 

—— trans - bischromatotetramminocobalti- 

ate, 311 

cadmium paratungstate, 819 

calcium paratungstate, 818 . 

ceric dodecamolybdate, 600 

ceridecamolybdate, 598 

cerous tungstate, 790 

chlorochromate, 397 

chlorotetraquodichloride, 41 8 

chromate, 244 

—— —— decahydrate, 246 

dihydrate, 244 
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Sodium chromate hexahydrate, 245 

stetrahydrate, 245 

—— chromatosulphate, 450 

chromic hexamminopyrophosphate, 
482 

chromidodecamolybdate, 601 

chromipyrophosphate, 481 

octohydrate, 481 

—— pentahydrate, 481 

chromitetrasulphate, 465 

chromium hexachloride, 418 

pentafluoride, 363 

—— phosphate, 482 

—— pyrophosphate, 482 

sulphate, 454 

tetrachloride, 418 

chromotellurate, 97 

chromous carbonate, 471 

decahydrate, 471 

monohydrate, 472 

sulphate, 435 

cobaltous dodecamolybdate, 603 

paramolybdate, 587 

paratungstate, 820 

trimolybdate, 590 

copper chromate, 263 

dioxydichromate, 339 

paratungstate, 818 

—— decamolybdate, 598 

dodecahydrate, 598 

henacosihydrate, 598 

hexahydrate, 598 

decatungstate, 830 

dichromate, 325 

didymium tungstate, 791 

.— difluotellurate, 109 

dihydrophosphatohemipentamolyb- 
date, 669 

dihydrorthotellurate, 89 

dihydrothoridodecamolybdate, 601 

pa eae. 581 

monohydrate, 581 

ane ee i bdlinictramolybdate, 593 

dioxytetrafluomolybdate, 613 

dipermolybdate, 607 

—— dipertungstate, 835 

—— disulphatochromiate, 454 

ditelluride, 41 

ditungstate, 809 

dodecahydrate, 809 

hexahydrate, 809 

—— divanadatopentatellurite, 81 

—— divanadatotetratellurite, 81 

_ —— divanadatotritellurite, 81 

—— docositungstate, 832 

dodecamolybdate, 599 

erbium tungstate, 791 

ferric oxyquinquieschromate, 310 

—— fluotellurite, 98 

gadolinium tungstate, 791 

gold amminophosphatomolybdate, 671 

hemitritelluride, 41 

heptatungstate, 830 — 

hexadecamolybdate, 603 

—— hexatelluride, 41 

hexatellurite, 78 

hexatungstate, 829 

—— hexavanadatotellurite, 81 

—— hydrophosphatododecatungstate, 866 

— hydropyrotellurate, 90 © 
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Sodium hydropyrotellurite, 78 

hydrotellurate, 90 

—— hydrotetroxytrisulphodim oly bdate, 
655 

—— hydroxylamine paramolybdate, 552 

—— hypomolybdatomolybdate, 604 

— hypomolybditopentamolybdate, 593 

—— hypomolybditotetramolybdate, 593 

iodotellurite, 106 

lanthanum molybdates, 564 

tungstate, 790 

lead chromate, 304. 

dioxybischromate, 304 

paratungstate, 819 

lithium molybdate, 556 

tungstate, 779 

1 : 3-tungstate, 779 

magnesium chromate, 276 

trihydrate, 276 

paratungstate, 818 

—— manganese pyrophosphatotungstate, 
874. 
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manganous molybdate, 572 
paratungstate, 820 
permanganitomolybdate, 573 
pyrophosphatomolybdate, 671 
metachromite, 197 
metatungstate, 822 
trihydrate, 823 
molybdate, 553 
decahydrate, 554 
dihydrate, 554 
molybdatometaphosphate, 659 
molybdenum alloys, 522 
hemipentoxide, 532 
tetrafluoride, 610 
molybdic pyrophosphate, 671 
monoperditungstate, 834 
nickelous hexamolybdate, 594 
octomolybdate, 595 
heptadecahydrate, 595 
octotungstate, 830 
dodecahydrate, 830 
orthochromite, 197 
paramolybdate, 585 
icosihydrate, 585 
paratungstate, 814 
henicosihydrate, 816 
hexadecahydrate, 816 
octocosihydrate, 814 
pentacosihydrate, 816 
pentatungstate, 828 
perdichromate, 359 
perditungstate, 835 
permanganic tungstate, 797 
permolybdate, 607 
—*— permonosulphomolybdate, 653 
phosphatodecamolybdate, 663, 665 
phosphatodecatungstate, 869 
phosphatododecatungstate, 866 
enneahydrate, 866 
—— phosphatododecatungstatomolybdate, 
867 
—— phosphatoenneamolybdate, 666 
—— phosphatoenneatungstate, 871 
—-— phosphatohemiheptadecamoly bdate, , 
667 
—— phosphatohemiheptatungstate, 873 
— — phosphatohenatungstate, 868 
—— phosphatohexatungstate, 872 
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Sodium phosphatotellurate, 120 

phosphatotritungstate, 873 

—— phosphatotungstate, 873 

—— platinic cositungstate, 803 

—— —— decatungstates, 802 

—— —— heptatungstate, 803 

—— —— molybdate, 576 

—— —-— triacontatungstate, 803 

—— potassium chromate, 258 

—— ——— manganous permanganitomolyb- 
date, 572 

—— —— molybdate, 558 

—— —— phosphatoctotungstate, 872 

—— —— phosphatohemipentamolybdate, 
667 

—— —— phosphatotungstate, 873 

2: 1-tungstate, 782 

—— pyrophosphatododecamolybdate, 671 

—— samarium molybdate, 565 

tungstate, 791 

—— strontium paratungstate, 818 

sulphochromite, 432 

sulphodimolybdate, 651 

—— sulphomolybdate, 651 

—— sulphotellurate, 115 

—— sulphotellurite, 113 

—— sulphotungstate, 858 

—— tellurate, 89 

telluride, 40 

tellurite, 78 

hemienneahydrate, 78 

pentahydrate, 78 

telluritovanadate, 81 

tetrachromate, 352 

tetrafluodioxytungstate, 839 

—— tetrahydrorthotellurate, 89 

decahydrate, 90 

dihydrate, 89 

tetrahydrate, 90 

—— tetrahydroxylaminotetramoly bdate, 

592 


—— tetramolybdate, 592 
hemihenahydrate, 592 
hexahydrate, 592 
octomolybdate, 592 
—— tetratellurate, 90 
tetratelluride, 41 

—— tetratellurite, 78 

—— tetratungstate, 822 

—-— tetravanadatodecatellurite, 81 
—— tetravanadatohexatellurite, 81 
dihydrate, 81 
trihydrate, 81 
tetravanadatopentatellurite, 81 
—-— tetritatritelluride, 41 

—— thoridodecamolybdates, 601 
—— thorium tungstate, 792 

—-—— trichromate, 350 

—-— trimolybdate, 588 
enneahydrate, 588 
hemidodecatrihydrate, 588 
henahydrate, 588 
heptahydrate, 588 
tetrahydrate, 588 
trioxysulphomolybdate, 655 
triperchromates, 356 
trisulphatochromiate, 464 
trisulphomolybdate, 651 
tritaditelluride, 40 

—— tritaheptatelluride, 40 


INDEX 


Sodium tritellurite, 78 

tritungstate, 810 x 

—— tungstate, 774 

dihydrate, 774 

—— tungstatometaphosphate, 862 

—— tungsten bronzes, 751 

—— uranium tungstate, 797 

—— uranyl chromate, 308 

—— ytterbium tungstate, 791 

—— yttrium tungstate, 791 

zine paratungstate, 819 

Speculite, 48 

Spinel, 199 

Stannic ammonium phosphatohenatung- 
state, 868 

phosphatohexitetrade camo ly b- 
date, 670 

chromate, 290 

lithium tungstate, 792 

—— molybdate, 566 

—-— permonosulphomolybdate, 653 

—— sulphomolybdate, 652 

—— sulphotellurite, 114 

—— sulphotungstate, 859 

—-— telluride, 56 

tungstate, 792 

Stannidodecamolybdie acid, 601 

Stannous chromate, 290 

—-— permonosulphomolybdate, 653 

sulphochromite, 433 

sulphomolybdate, 652 

sulphotellurite, 114 

—— sulphotungstate, 859 

—-— telluride, 55 

tungstate, 792 

Stannum spathosum, 673 

Stichtite, 473 

Stolzite, 678, 792 

Strontian yellow, 271 

Strontium ammonium chromate, 271 

barium chromate, 274 ; 

—— bismuth tungstate, 795 

chlorochromate, 398 

chromate, 2'70 : 

chromatosulphate, 450 

—— decatungstate, 832 

—-— dichromate, 341 

ditungstate, 810 

trihydrate, 810 

lead chromates, 304 

—— metatungstate, 825 

—— molybdate, 560 

—— octomolybdate, 596 

paramolybdate, 586 

—— paratungstate, 818 

—— perditungstate, 835 

—— potassium chromate, 271 

sodium paratungstate, 818 

—— sulphomolybdate, 652 

sulphotellurite, 113 

—— sulphotrimolybdate, 652 

—— sulphotungstate, 859 

tellurate, 93 

—-— telluride, 50 

—-— tellurite, 80 

trichromate, 351 

—— trimolybdate, 589 

—— tritungstate, 811 

tungstate, 786 

Sttitzite, 2, 44 
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Sulphatomolybdic acid, 657 
Sulphatopentaquo-salts, 404 
Sulphochromites, 431 
Sulphomolybdates, 650 
Sulphomolybdatovanadates, 652 
Sulphotellurates, 114 
Sulphotelluric acid, 114 

~ Sulphotellurites, 113 
Sulphotellurous acid, 110 
Sulphotrimolybdates, 654 
Sulphotungstates, 857 
Sulphovanadatomolybdates, 652 
Sulphoxytelluric acid, 110, 111 
Sulphuryl chromyl chloride, 469 
Sylvane, 1 

graphique, | 

Sylvanite, 1, 2, 47 


T 


Talapite, 2 

Tantalum chromium alloys, 173 
molybdate, 570 
molybdenum alloys, 524 
Tapalpite, 62 

Tarapacaite, 125 

Tarapacite, 249 

Tellurates, 2, 88 

Tellurgoldsilber, 49 
Tellurgoldverbindung, 46 

Telluric acid, 83 

dihydrate, 83 
hexahydrate, 83 
tetrahydrate, 83 
Tellurides, 2, 40 

Tellurite, 2, 72 

Tellurites, 2, 77 
Telluritomolybdates, 81 
Telluritotungstates, 82 

Tellurium, 109 

analytical reactions, 28 

—— atomic disruption, 35 
number, 35 

weight, 32 

—— bismuth glance, 2 

—— colloidal, 9 

—— —— disulphide, 110 

—— diamminodichloride, 100 
—— dibromide, 103 

dichloride, 99 

diiodide, 105 

dioxide, 70, 71 
dioxydihydrodichloride, 109 
dioxytrihydrotribromide, 109 
dioxytrihydrotrichloride, 109 
disulphide, 110 

—— electronic structure, 35 
extraction, 4 

—— halides, 98 

—— heptoxydisulphodibromide, 118 
—— hexafluoride, 98 

—— hoxaiodide, 105 

—— hexamminosulphate, 118 
—— hexamminotetrabromide, 104 
hexamminotetrachloride, 101 
hexoxydisulphotetrachloride, 118 
—— hexoxyoctofluoride, 108 
history, 1 

— - hydropentachloride, 101 
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Tellurium hydropentaiodide, 106 
isotopes, 35 

—— monosulphide, 110 

— monoxide, 70 

nitrates, 119 

occurrence, | 

oxychlorides, 109 
oxydibromide, 109 
oxydichloride, 109 
oxydifluoride, 108 
oxyhalides, 108 

oxylodides, 109 

periodide, 105 

— phosphates, 120 

—— phosphide, 58 

—-— phosphotridecachloride, 101 
—— physiological action, 29 
—— properties, chemical, 25 
physical, 11 

sulphides, 110 
sulphotrioxide, 114, 115, 116 
selenotrioxides, 114 
tetrabromide, 103 
tetrachloride, 100 
tetrafluoride, 98 
tetrahydrate, 98 
tetraiodide, 105 
tetramminotetrachloride, 101 
triamminotetrachloride, 101 
trioxide, 83 
trioxysulphotetrachloride, 118 
trisulphide, 110 
tritaheptoxide, 88 
tritatetranitride, 58 

uses, 30 

: valency, 32 
Telluromolybdate, 63 
Telluronium salts, 32 

Tellurosic oxide, 88 
Tellurothionates, 97 
Tellurothiosulphuric acid, 118 
Tellurotungstate, 63 

Tellurous acid, 72 

Tellursilber, 44, 49 
Tellursilberblende, 44 
Tellursilberglanz, 44 

Telluryl bromide, 109 

dichloride, 109 

difluoride, 108 
oxyhydroxynitrate, 119 
oxysulphate, 117 

tellurite, 88 

Terbium chromate, 288 
Tetrachlorochromic acid, 386 
Tetrachromates, 351 
Tetradymite, 2, 4, 60 
Tetraethylammonium dimolybdate, 581 
tetrabromoaquotungstite, 854 
Tetrahydrododecamolybdates, 582 
Tetrahydrododecatungstates, 773 
Tetrahydrohexamolybdates, 582 
Tetrahydrohexatungstates, 773 
Tetramethylammonium fluochromate, 365 
monoperchromate, 358 
Tetramolybdates, 582, 591 
Tetraquodiammines, 402 
Tetraquodipyridines, 402 
Tetratellurous acid, 77 
Tetrathiocyanatodiammines, 406 
Tetrathiocyanatodipyridines, 407 
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Tetrathiocyanatoethylenediamine, 407 

Tetratungstates, 821 

Thallic chromate, 286 

tungstate, 789 

Thallium chromium sulphate, 464 

disulphatochromiate, 464 

—— hemitelluride, 54 

—— molybdenum alloys, 523 

—— monotelluride, 54 

pentitatritelluride, 54 

perdisulphomolybdate, 654 

sulphovanadatomolybdate, 652 

tritaditelluride, 54 

Thallous chlorochromate, 399 

—— chromate, 285 

—— chromium enneafluoride, 364 

hexachloride, 419 

—— dichromate, 342 

—— dioxytetrafluomolybdate, 614 

—— dioxytrifluomolybdate, 612 

—— fluochromate, 365 

heptafluotetroxyditungstate, 840 

—— hydrochromate, 285 

metatungstate, 826 

molybdate, 563 

molybdenum oxypentafluomolybdate, 
611 

paramolybdate, 587 

paratungstate, 819 

—— permolybdate, 608 

—— phosphatodecamolybdate, 665 

—— phosphatohexatungstate, 873 

——— platinic cositungstate, 803 

—— platinum molybdate, 576 

—— potassium chromate, 286 

tellurate, 96 

—— tetrafluodioxytungstate, 840 

trichromate, 351 

a trifluodioxytungstate, 840 

—— tungstate, 789 

tungsten enneachloride, 842 

Thiocyanatopentammines, 404 

Thoridodecamolybdates, 601 

Thorium chromate, 289 

monohydrate, 289 

octohydrate, 289 

trihydrate, 289 

chromatobischromate, 290 

dihydroxychromate, 289 

molybdate, 565 

sodium tungstate, 792 

tellurate, 96 

tellurite, 81 

—— tungstate, 792 

tungsten bronzes, 752 

Thorotungstite, 753 

Tin chromium alloys, 172 

ditelluride, 56 

—— molybdenum alloys, 523 

—— monotelluride, 55 

Titanidodecamolybdates, 600 

Titanidodecamolybdic acid, 600 

Titanium ammonium chromate, 288 

molybdate, 565 

—— molybdenum-tungsten alloys, 744 

—— pentoxychromate, 288 

—— telluride, 55 

tetroxychromate, 288 

trioxychromate, 288 

—— tungstates, 791 


TTT | 
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INDEX 


Triamminodichloroaquo-salts, 416 

Triaquotriammines, 402 

Triaquotribromides, 406 

Trichloroaquodipyridine, 406 

Trichlorotriammine, 406 

Trichlorotriaquotrichlorides, 406 

Trichlorotripyridine, 406 

Trichlorotrithiourea, 406 

hemihydrate, 406 

Trichromates, 349 

Trihydroxyaquodiammines, 406 

tetrahydrate, 406 

Trihydroxyaquodipyridines, 406 

hexahydrate, 406 

Trihydroxyaquohexammines, 408, 409 

Trimetatelluric acid, 88 

Trimethylammonium molybdenyl 
chloride, 631 

Trimolybdates, 580, 582 

Trimolybdenum cesium dioxyheptachlo- 
ride, 632 

potassium dioxyheptachloride, 632 

Trioxalato-salts, 402 

Triperchromates, 356 

Triperchromic acid, 361 

Trisethylalcoholtrichloride, 406 

Trisethylenediamines, 401 

Trispropylenediamines, 401 

Trithiocyanatoaquodiammines, 406 

Trithiocyanatotriammine, 406 

Tritungstates, 773, 809 

Tungstates, higher, 828 

normal, 773 

Tungsten, 673, 674 

alkali-alkaline earth-bronzes, 751 

alloys, 741 

aluminium alloys, 742 

amalgam, 742 

——ammonium cadmium _ tetrammino- 
enneachloride, 842 

copper tetramminoenneachlo- 
ride, 842 

tetrafluoride, 837 

analytical reactions, 734 

antimony alloys, 743 

atomic disruption, 740 

number, 739 

structure, 739 

weight, 738 

beryllium alloys, 741 

bismuth alloys, 743 

bromides, 853 

bronzes, 750 

cesium enneachloride, 842 

calcium alloys, 742 

carbonate, 861 

carbonates, 861 

chlorides, 840 

chromates, 307 

chromium alloys, 743 

hexamminoenneachloride, 842 

cobalt hexamminoenneachloride, 842 

colloidal, 696 

copper alloys, 741 

dibromide, 853 

dichloride, 840 

dichromate, 343 

diiodide, 855 

—— dioxide, 747 

dihydrate, 748 


tetra- 
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Tungsten dioxydibromide, 855 
——— dioxydichloride, 851 
—— dioxydifluoride, 838 
dioxydisulphotungstates, 860 
—— disulphide, 856 
—— ditelluride, 63 
—— ductile, 695 
—— extraction, 682 
—— fluorides, 837 
—~— gold alloys, 741 
—— hemiamminoxytetrafluoride, 838 
—— hemipentoxide, 747 
—— hemitrimolybdide, 743 
—— hemitrioxide, 745 
—— hexabromide, 854 
hexachloride, 844. 
hexachloroenneasulphide, 859 
hexafluoride, 
—— hexaiodide, 855 
—— intermetallic compounds, 741 
iodides, 855 
isobutylalcosol, 696 
—— isotopes, 739 
lead alloys, 743 
lithium bronzes, 751 
—— magnesium alloys, 742 
—— mercury alloys, 742 
—— molybdates, 571 
—— molybdenum alloys, 743 
titanium alloys, 744 
—— molybdide, 743 
—— monoxide, 745 
nitrates, 861 
—— nitrogen tetrachlorotetrasulphide, 843 
—— nomenclature, 842 
—— occurrence, 675 
—— ochre, 678 
—— octochloroheptasulphide, 860 
—— oxide, 753 
—— oxides, intermediate, 745 
lower, 745 
—— oxybromides, 853 
—— oxychlorides, 848 
—— oxyfluorides, 837 
—— oxyiodides, 855 
—— oxysulphides, 860 
—— oxytetrabromide, 854 
—— oxytetrachloride, 849 
—— oxytetrafluoride, 837 
—— oxytrichloride, 848 
—— oxytrisulphotungstates, 860 
—— pentabromide, 853 
—— pentachloride, 843 

—— pentitaenneaoxide, 745 
pentitaoctoxide, 746 
pentitatetradecoxide, 746 
—— phosphates, 862 
—— phosphoenneachloride, 844 
—— potassimidamide, 854 
—— potassium bronzes, 751 
cadmium tetramminoenneachlo- 
_ ride, 842 
—— ——— copper tetramminoenneachloride, 

842 
enneachloride, 841 
—— ~——— hydroxylpentachloride, 848 
—— ——— hydroxypentachloride, 843 
—— —— tetrafluoride, 837 
—— preparation, 689 
—— properties, chemical, 729 


Tungsten properties, physical, 699 
rubidium enneachloride, 842 
silver alloys, 741 

sodium bronzes, 751 
sulphate, 861 

sulphates, 860 
sulphatotrioxide, 861 

—— sulphides, 856 

tantalum alloys, 744 
tetrachloride, 843 

—— tetrahydroxide, 748 
tetraiodide, 856 
tetritahenoxide, 746 
tetritatrioxide, 745 

—— thallous enneachloride, 842 
—— thorium alloys, 743 
bronzes, 752 

tin alloys, 743 

trichloride, 841 
trichloroenneabromide, 854 
trichlorotribromide, 854 
trifluoride, 837 

trioxide, 753 

dihydrate, 762 
hemihydrate, 762 
—_— —— hydrates, 762 
monohydrate, 762 
trioxyphosphopentachloride, 758 | 
trioxysulphotungstates, 860 
trisulphide, 857 

colloidal, 858 
tritaoctoxide, 746 

—— tungstates, 796 

—— unicrystals, 696 

uses, 735 

—— valency, 738 

zine alloys, 742 

Tungstené, 676 

Tungstenite, 678, 856 

Tungstic acid, 762 

colloidal, 765 

yellow, 762 

— — chromite, 201 

ochre, 753 

Tungstite, 678, 753 

Tungstous chloride, 840 


U 


Ultramarine yellow, 273 
Uranium ammonium tungstate, 797 
chromite, 201 

dichromate, 343 

—— molybdate, 571 

trihydrate, 571 
potassium tungstate, 797% 
sodium tungstate, 797 
tritungstate, 811 

—— tungstate, 797 

dihydrate, 797 
Uranous molybdate, 571 

Uranyl ammonium 

chromate, 308 
hexahydrate, 308 
trihydrate, 308 
bismuth chromate, 308 
chromate, 307 
henahydrate, 307 
trihydrate, 307 
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Uranyl lead chromate, 308 
—— mercurous chromate, 308 
—— molybdate, 571 

—— nitrate, 831 

—— octomolybdate, 597 

—— oxybischromate, 307 
—— oxychromate, 308 

—— paramolybdate, 587 
—— permonosulphomolybdate, 653 
—— potassium chromate, 308 
—— silver chromate, 308 
sodium chromate, 308 
sulphomolybdate, 652 
tellurate, 97 

tellurite, 82 

tritungstate, 812 
tungstate, 797 


Vv 


Vanadatotungstates, 795 
Vanadium chromates, 306 
molybdate, 570 

—— molybdenum alloys, 524 
phosphatomolybdates, 663 
Vanadyl sulphotungstate, 859 
Vauquelinite, 125 

Vesbium, 489 

Violet hexahydrate, 422 
Vondiestite, 2, 62 


W 


Wasserbleiocker, 535 
Water, 368 
Wehrlite, 2, 60 
Weissgolderz, 1 
prismatische, | 
Weissite, 40, 43 
White tellurium, 2 
Wolf, 673 

Wolfart, 673 
Wolferam, 673 
Wolffert, 673 
Wolfish, 673 
Wolfort, 673 
Wolfram, 673, 674, 798 
blue, 745 
Wolframine, 753 
Wolframinum, 742 
Wolframite, 678, 798 
Wolframium, 674 
Wolframocker, 753 
Wolfrig, 673. - -- 
Woolfram, 673 — 
Wulfenite, 488, 566 


6 


Yellow ultramarine, 278 
Ytterbium chromate, 288 
metatungstate, 826 
oxymolybdate, 565 
oxytungstate, 791 
paramolybdate, 587 
paratungstate, 819 
—— sodium tungstate, 791 


INDEX 


Ytterbium tungstate, 791 
Yttrium chromate, 288 
molybdate, 565 
paratungstate, 819 
potassium chromate, 288 — 
sodium tungstate, 791 
sulphomolybdate, 652 
—— sulphotungstate, 859 

—— tellurate, 96 

tellurite, 81 


Z 


Zinc aluminotungstate, 789 
amminochromate, 277 
monohydrate, 277 
ammonium chromate, 279 
diamminobischromate, 280 
paramolybdate, 586 
paratungstate, 819 
triamminosexichromate, 280 — 
—— chlorochromate, 399 
chromate, 277 
monohydrate, 277 
chrome, 278 

chromite, 200 

chromium alloys, 171 
pentafluoride, 364 
chromous sulphate, 435 
decamminochromate, 278 
diamminomolybdate, 562 
dichromate, 341 
dioxychromate, 279 
dioxytetrafluomolybdate, 614 
ditungstate, 810 
docositungstate, 833 

—— dodecatungstate, 832 
—— hypomolybdate, 529 

lead chromate, 304 

—— metatungstate, 826 
octohydrate, 826 
a Smee 562 
monohydrate, 562 
oe mCi esedeeis alloys, 523 
oxypentafluomolybdate, 61 ] 
octomolybdate, 597 
oxybischromate, 279 
oxychromate, 279 
hemitrihydrate, 279 
monohydrate, 279 
oxydecachromite, 200 
oxydichromite, 200 
oxytetrachromite, 200 
oxytrisulphotungstate, 860 
— paramolybdate, 586 
paratungstate, 819 
pentatungstate, 829 
pentoxyhexachromite, 200 
perdichromate, 359 
permonosulphomolybdate, 653 
—— phosphatohexatungstate, 873 
‘potassium chromate, 277 
chromatodichromate, 341 
paratungstate, 819 
trioxybischromate, 279 
sodium paratungstate, 819 | 
sulphate, 831 

-~—— sulphomolyhbdate, 652 
sulphotellurite, 113° > 
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| 


Zine sulphotungstate, 857 
tellurate, 94 

telluride, 50 

tellurite, 80 
tetrafluodioxytungstate, 839 
tetramminochromate, 278 
pentahydrate, 278 
trihydrate, 278 
tetramminotungstate, 788 
dihydrate, 788 
tetramolybdate, 593 

—— thoridodecamolybdate, 601 
trichromate, 351 
trimolybdate, 590 
trioxychromate, 279 
pentahydrate, 279 
trihydrate, 279 
tritungstate, 811 

—— tungstate, 788 


INDEX 


Zine tungstate hydrate, 788 

— yellow, 278 

Zinkgelb, 278 

Zirconidodecamolybdates, 601 

Zirconium ammonium tungstate, 791 
— chromate, 288 

—— decahydroxychromate, 289 

—— hexacosioxypentachromate, 289 

—— hexahydroxychromate, 289 

—— molybdate, 565 

—— octohydroxychromatte, 289 

oxychloride, 831 

—— oxychloromolybdate, 565 

—— potassium tungstate, 792 

tellurate, 96 

tellurite 81 

tungstate, 791 

Zirconyl tetrahydroxychromate, 288 
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